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Mellithsture, Honigsteinsdure, Acide meillitigue.—Discovered in Honeystone by 
ilaproth in 1799, 


a 
Source. Only in mellitate of alumina (mellite or honeystone), 
mineral occurring in beds of lignite. — The statement of Hunefield 
(Schw. 49, 215) that mellitic acid may be obtained by treating amber 
with hot hydrochloric¢ acid, requires confirmation. 


Preparation. Finely pounded honeystone is treated with solution of 
carbonate of ammonia, whereby effervescence is produced; the liquid 
boiled till the excess of carbonate of ammonia is expelled; caustic 
ammonia added to precipitate alumina, inasmuch as the acid ammoniacal 
salt formed during the ebullition may dissolve a portion of that base; 
the liquid filtered and evaporated till neutral mellitate of ammonia 
crystallizes out; and this salt purified by reerystallization from water, a 
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small quantity of ammonia being each time added, to reconvert the acid 
salt produced by evaporation of the ammonia, into the crystallizable 
neutral salt. The purified ammoniacal salt is finally dissolved in water; 
the solution precipitated with acetate of lead or nitrate of silver; the 
washed precipitate decomposed by sulphuretted hydrogen if it contains 
lead, or by hydrochloric acid if it contains silver; and the liquid filtered 
and evaporated, whereby the excess of hydrochloric acid is expelled. 
(Wohler.) 

The lead-precipitate contains ammonia, which is transferred to the 
separated acid. Hither, therefore, the acid must be reprecipitated with 
acetate of lead; the precipitate, which still contains a small quantity of 
ammonia, washed and again decomposed with sulphuretted hydrogen ; 
and the acid thus liberated precipitated a third time with hydrochloric 
acid, in order to obtain a precipitate free from ammonia, and thence to 
separate the pure acid by sulphuretted hydrogen. —— Or the ammonia-salt 
must be boiled with excess of baryta-water; the resulting baryta-salt 
decomposed by digestion with dilute sulphuric acid; the liquid filtered and 
evaporated till it crystallizes; and the crystals freed from adhering sul- 
phuric acid by recrystallization. (Erdmann & Marchand.) — To prepare 
colourless mellitic acid from the brown acid mother-liquor obtained in 
the preparation of mellitate of ammonia, the colouring matter may be 
precipitated by chloride of barium; the mellitate of baryta thrown down 
from the filtrate by ammonia or by boiling with acetate of ammonia; 
and the mellitate of baryta converted into mellitate of ammonia by 
digestion with carbonate of ammonia; or the brown mother-liquor may 
be precipitated by a strong solution of sulphate of copper, and the erys- 
tallized mellitate of copper decomposed by hydrosulphate of ammonia. — 
In precipitating the purified ammonia-salt by nitrate of silver, it is 
necessary to drop the former into an excess of the latter; otherwise the 
precipitate retains ammonia. (Schwarz.) 

2. Pulverized honeystone is boiled with water, the aqueous mellitic 
acid separated from the aluinina by filtration, and evaporated. (Klaproth.) 
— The acid thus prepared contains alumina. (Wohler.) — 3. Honeystone 
is digested with aqueous carbonate of potash, whereupon carbonic acid 
escapes with effervescence; the solution of mellitate of potash filtered, 
and mixed with nitric acid; and the liquid evaporated, whereupon the 
acid crystallizes out. (Vauquelin.) — The product thus obtained consists 
of acid mellitate of potash mixed with nitre. (Wohler.) 


Properties. As obtained by evaporation: White powder exhibiting 
scarcely any appearance of crystalline structure; as crystallized from the 
solution in cold alcohol by spontaneous evaporation: Delicate, silky 
needles united in stellate groups. Fusible by heat, tastes strongly acid. 
Permanent in the air. (Wohler.) 


Crystallized. Wohler. Schwarz. 
BCS eicuicen eee AST tere M1 Oo GAa 42°38 sacs | 42°15 
2 EL eeetatateaaee eee 2 Eve Beanies USer teres bees 
SO). | Lantecreghonae 64 BOILE > senses GOGO ok. se 56°08 
Crd OF a2 eee LES ie SOO aaa. LOCO vensense 100°00 


According to the radical theory, the hypothetical anhydrous acid M=C*0? = 48. 


Decompositions. 1. The crystallized acid does not give off water at 
200°, but at a higher temperature sublimes partly unaltered, while the 
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greater portion is decomposed, with separation of a large quantity of 
carbon, but without empyreumatic odour. (Wohler.) — According to 
Erdmann (J. pr. Chem. 52, 432), the sublimate obtained by heating 
mellitic acid consists of a new acid, viz. Pyromellitic acid, C50® or 
CHO’, which melts in the neck of the retort, rans down and solidifies in 
a radiated crystalline mass. Water likewise passes over; gas is evolved, 
chiefly carbonic acid, and charcoal remains behind. 7. — 2. Mellitic acid 
heated in the air, burns with a bright sooty flame, and aromatic odour, 
leaving a large quantity of charcoal which afterwards burns completely 
away. (Wohler.) — Boiling nitric acid neither dissolves nor decomposes 
the acid (Klaproth, Wohler); neither is it decomposed by boiling oil of 
vitriol, (Wohler.) 


Combinations. The acid dissolves readily in Water, the concentrated 
solution is of a syrupy consistence. (Wodbhler.) 

Boiling Oi of Vitriol dissolves the acid, and when evaporated by a 
stronger heat, leaves it undecomposed. (Wohler. ) 

All Mellitates, when subjected to dry distillation, yield a large 
quantity of carbon and a small quantity of products containing hydrogen. 
(Wohler).— 7 Mellitates slowly distilled with strong sulphuric acid, 
yield pyromellitic acid, which passes over with the sulphuric acid, a 
large quantity of carbonic acid gas being at the same time evolved, 
together with carbonic oxide, and towards the end of the decomposition, 
sulphurous acid. (Erdmann.) 4 


Mellitate of Ammonia. —a. Neutral. — Preparation (p. 1). — Large, 
shining, transparent crystals, having a slight acid reaction. They 
exhibit, with the same amount of acid, but probably a different amount 
of water, two forms, both indeed belonging to the right prismatic system, 
but exhibiting very different angles. (Wéhler.) 

a. Derived from a rhombic octohedron (Wig. 41), whose three axes 
are to one another as * 3:290: »/7°881:1; crystallizes in the form 
represented in fig. 68; p: y=151° 8; p:1=160° 24! wl sue 114 16; 
u:t=122° 5'; the ¢-face longitudinally striated; no cleavage-plane 
parallel to p ; fracture conchoidal. (G. Rose.) 

B. Rhombic octohedron, in which the three axes are to one another 
as /2°675: /7:922:1'; crystalline form (ig. 67); ps d=144° 44); 
jee tte ly) a tog: TO a TUS ID AIS ee FS Iee SF; 
cleavage parallel to p; longitudinal fracture uneven; all the faces 
smooth. (G. Rose, Pogg. 7,835.) 

The salt @ becomes milk-white and opaque by exposure to the air. 
The salt 8, when taken out of the mother-liquor, becomes almost instantly 
opaque and friable, rather perhaps from shifting of the particles than 
from loss of water; in many cases, however, half of the crystal remains 
transparent. (Wohler.) 


Crystallized. Erdm. & Mar. Schwarz. 
Be esd a gehro Pi ctades ios BS iLook Ue colaine R412 kia 23°91 
bil 5 diana a odin nite 28 TO°S0., asa E414 ee So! 
AS aka cers eerie FES MOOS: Ree COD) gh sstee 7°16 
BECK... BA easy 35 4S ae TORE GRRE sw ecncetire a er 
C8(NH*)?08+6Ag: 202 ... 100°00 ....... FOO (Ue. fence 1€0°00 
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Or: 
. Erdmann & Marchand. 
ON TA ue wy heute cin SE Tens 34 oa eee 17°00 
(BLL Ley sto RE bearer tees tee 95 £72 rasa dant 47°79 
EL CD er iered cet ee eae 72 OU we 
C8(NH4208 GAq. oe 202 .... 10000 


The large transparent crystals analyzed by Schwarz were dried over chloride of 
calcium. Those examined by Erdmann & Marchand had the form a. 


Those crystals which effloresce in the air, becoming opaque and like 
porcelain, losing at the same time exactly 2 At. water. At 100°, the 
crystals give off 24:1 p.c. water, together with a little ammonia, which, 
as the temperature rises, accompanies the escaping water in continually 
Increasing quantity. 

At 150° the salt is converted, in the course of a few hours, with 
evolution of large quantities of ammonia and water, into a pale yellow . 
pulverulent mixture of paramide and acid euchroate of ammonia. 
(W chler. ) 

Formation of paramide: 

2N He CeO? = OPN EO? 4+ ONG? + AHO, 


Formation of euchroate of ammonia: 
3(2NH?,C°H?208) = 2NIB,CHN7H!O' +I9NH3S + SHO. 


When the salt is heated to 160°, a further decomposition takes place, 
a bitter substance then mixing with the paramide. — When mellitate of 
ammonia is heated in a retort to 800°— 350°, water passes over together 
with caustic ammonia and carbonate of ammonia; a pale green semifused 
sublimate, and a small quantity of white crystalline sublimate are formed; 
and a carbonaccous mass remains behind. This residug is a mixture of 
charcoal, greenish yellow shining needies, and a small quantity of acid 
matter, which may be dissolved out by water. Digested with ammonia, it 
yields a dark blue-green solution, which on cooling deposits a small quantity 
of delicate white laminx, which volatilize undecomposed in the form of a 
woolly sublimate. ‘The green ammoniacal solution filtered from these 
Jamine yields with hydrochloric acid, a dark blue-green precipitate, 
which is difficult to wash; black after washing and drying; shining; 
very friable; yields a dark green powder; and is resolved by heat into 
hydrocyanate of ammonia and charcoal. The hydrochloric acid solution 
filtered from this precipitate, scon deposits small yellow crystals, pro- 
bably the same as those which are visible in the carbonaccous residue, 
and identical in composition with the yellow bitter substance. (W¢éhler.) 
—. According to N. W. Fischer (J. pr. Chem. 51, 113), the bluish 
green body which sublimes between 800° and 400° is accompanied by 
an amorphous, yellow, strongly bitter substance; the latter is soluble in 
boiling water, the former not; both yield easily soluble compounds with 
alkalis, and insoluble compounds with the oxides of the heavy metals. 
The residue which is left before the heat has been raised to 800°— 400°, 
yields, on ignition, a sublimate of colourless crystalline needies, which 
are insoluble in water, dissolve in ammonia only at boiling heat, and 
separate on cooling in the form of a crystalline powder. Fischer regards 
it as probable that the blue, yellow, and colourless sublimates are isomeric 
compounds; inasmuch as the two former yield the latter when suddenly 
heated to redness, and the latter when slowly heated to 300°—400°, is 


MELLITIC ACID. 5 


converted into the two former. 4/.— The concentrated solution of mel- 
litate of ammonia, sealed up ina glass tube, is not altered by heating it 
for several hours to 200° (Wéhler).— The solution boiled in contact 
with the air, gives off ammonia and forms a much more soluble acid salt; 
consequently ammonia added to the liquid, after evaporation and cooling, 
th rows down the neutral salt in the form of a crystalline magma. (Wéhler.) 

6. Acud. — Ammonio-cupric mellitate obtained by precipitating cupric 
sulphate with neutral mellitate of ammonia, is decomposed by aqueous 
hydrosulphuric acid, and the filtrate evaporated till it crystallizes. Right 
rhombic prisms, truncated on the four lateral edges. w' : w:=122°. 


(Erdman & Marchand.) 


Air-dried Crystals. Erdmann & Marchand. 
PALES Sn 5 ae ee een ee aren ee Tad Oo Lon Ms ras 32°03 
LABS Rites Ae SRN ALONE ERS RE DNB RE Da. 23 6°20" wos 6°35 
FAIA Eda dibeat Ria oo harika te ie Radar ony 29 2:46 7a 4°78 
ED oe Marat Rtenee iscteen uncertain Sars 256 of: AGRE 56°89 
CaN bi)? OP 2CP 208 4.84 ae une 4430) cc LUG O0 cangics 100°00 


Metlitate of Potash.—a. Neutral. —Isomorphous with the neutral 
HMMM OMIA-saly as (hig eG )e ur webide mgr eles ep = 160s pee = 
123° nearly. (Neumann.) The crystals are much inclined to effloresce. 
Crystals already partially effloresced give off 20:1 p.c. water at 170°, 
and the dry residue contains 49°51 p. c. potash: the composition of the 
erystals is therefore C®K°O%, 6 Aq. (lirdmann & Marchand.) 

6. Acid. — The solution of 1 At. salt a, and 1 At. mellitic acid in hot 
water, yields, on ccoling, large opaque, right rhombic prisms, with the 
terminal edges truncated, and the acute lateral edges sometimes truncated, 
sometimes bevelled. 

At a gentle heat, they give off water and become milk-white, and at 
180° give off 17:93 p.c. (4 At.) water. They dissolve in water more 
readily than a, and nitric acid added to the solution throws down a com- 
pound of the salt 6 with nitre. (Wohler.) 


Crystallized, W ohler, 
a 0 Barone re CRT RRY Sra Ka ee 48-0 2O°GA teenie 25°64 
Disk A earn ca tnvacn-sapteasantete 2'0 ican toeeen sz 
ISOM Grier tea: oe ier ZO feesncn a» 20°99 
DAC? Co raekesasa oien dean 58°0 46°76 
CAR OP AAs or choke [B6° 2 ae 200700 


By mixing concentrated solutions of the neutral salt and the free acid, Erdmann & 
Marchand precipitated a crystalline powder, which, after being dissolved in hot water, 
separated out in small broad nacreous crystals, containing 20°63 p.c. C, 2°74H, and 


30°49KO; therefore =2K0,3C!02 + 9Aq. [or perhaps = C8K?08, C8SHKO® + 12Aq.] 


Acid Mellitate of Potash with Nitrate of Potash. — Formerly mistaken for 
the pure acid potash-salt. — Nitric acid is added to a saturated aqueous solu- 
tion of the neutral or acid potash-salt, till a granular precipitate begins 
to appear, the mixture then heated till the precipitate dissolves, and left 
to cool slowly. Irregular six-sided prisms, bevelled with two faces 
resting on two lateral edges (nearly the same as Fiy. 65). Of sour taste. 
The crystals give off 7 p.c. (6 At.) water at 150°, and when more 
strongly heated, are suddenly converted, with very strong intumescence, 
into a carbonacecus mass, exhibiting at the same time a glimmering light, 
visible even when excess of air is prevented. With sulphuric acid, they 
give off nitric acid. They are but very sparingly soluble in water. 


(W obhler.) 
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Crystallize Wohler. 

Ee Fates cihettiaceessctaositubos 192 sy 25:13.) Geis 25°20 

EO ES bi oes ici evil teedaagnnattt O¥ ies 10 US hyn paissnt 1°33 

VD 1S DRY Ae eee tener 236 1 lye}! ae ern 30°40 
a , Menage pare ate Feet fhe F 54 7°07 
EW B sce reaiet en ty Ue yrs 272 35°60 


4(C8HKOS) + KO,NO*+6Aq. 764... 100°00 


Mellitate of Soda. — a. With 8 At. Water. — Separates from the warm 
concentrated aqueous solution in needles, which, at 100°, give off 22°6 
p. ¢. (nearly 6 At.) water, and at 180°, 32°81 p. c. (8 At.) altogether. 

B. With 12 At. Water. — Crystallizes from the cold saturated solution 
by spontaneous evaporation, in large, deepiy striated crystals belonging 
to the doubly oblique prismatic system, which, at 160°, give off 38°88 
p.c. (12 At.) water, and leave a residue containing 38°68 p. c. soda. 
(Erdmann & Marchand.) 


Mellitate of Baryta.— Mellitic acid mixed with baryta-water or 
acetate of baryta, immediately forms a white precipitate; with chloride 
of barium, after a while, it forms transparent delicate needles ; the pre- 
cipitate and the crystals are soluble in hydrochloric and in nitric acid. 
(Klaproth.)— In rather strong solutions, mellitate of ammonia forms 
with baryta-salts a gelatinous precipitatc, which aggregates in crystal- 
line scales; in very dilute solutions it forms slender needles. The salt, 
after drying in the air, presents the appearance of a laminated mass, 
haying an almost silvery lustre; at 100° it gives off merely hygroscopic 
water, but at 330° it yields 6°56 p. c. (2 At.) Sometimes it contains a 
small portion of acid salt. (Schwarz.)— The salt obtained by precipita- 
tion with mellitate of ammonia, contains a small quantity of ammonia, 
is difficult to dry, and contains after drying, 59:1 p. c. baryta. (Hrdmann 
& Marchand.) 


Dried al 330°. Schwarz. 
LL Bere ee Rete, Cott See ASO. spoil S226. «ois 19°26 
OW: CG RRR eter or ND) eee OFA Dooce 60°80 
CG OF. aa, ee my O on, we hee ahs 19°94 
Ce BeOS rs rie 2492 Fa AUOO0: Saaue 100°00 


Mellitate of Strontia,—The white precipitate which mellitic acid 
produces in strontia-water, is soluble in hydrochloric acid. (Klaproth.) 


Mellitate. of Lime.— The free acid forms with lime-water, white 
flakes soluble in hydrochloric acid (Klaproth); with an aqueous solution 
of gypsum it forms crystalline grains. (Vauquelin.) Mellitate of ammo- 
nia forms with chloride of calcium, large white flakes, which dry up to 
a loose, white mass, consisting of silky needles still containing more 
than 21 p. c. water. (Wohler.) This precipitate, after drying in the air, 
contains, besides 0°38 p. c. ammonia, 33 p. ¢. water, which escapes very 
slowly at 130°; the residue contains 38°83 p. c. lime. 


I Mellitate of Magnesia.—ua. With 12 At. Water.— When a warm 
aqueous solution of mellitic acid is neutralized with carbonate of mag- 
nesia, the salt separates in the amorphous state in the form of clear oily 
drops, which become turbid on cooling, and solidify in the crystalline 
state on exposure to the air. 
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The salt gives off 8 At. water at 150°, and the whole at 180°. It 
dissolves but sparingly in water. (Karmrodt.) 


Crystallized. Karmrodt. 
Vi Wie, Berd in eaeet ia tee 40 Teed” cies 17°55 
OO et ee ere em 96 S034). get 40°17 
iy 8G hn ao Can a tee 108 Pee, re 41°75 
C8M 70? + 12Aq.o... ees 2440 38 30000) Seth. 99°45 


B With 14 At. Water. — Alcohol added to the aqueous solution of the 
salt a, renders it turbid, and after a few hours deposits small four-sided 
prisms. If too much alcohol be added, the solution remains milky for a 
week. (Karmrodt.) 


Crystallized. Karmrodt. 
2 OND oo fipred ee ler wemnak AOL 3 1526 tek 15°43 
Ce San eee ene 96 S064) ccs 
Ss Lee ee 126 Ae te ne ore 48°00 
OPN e708 + 14 AG. ccsisssass 262... 100°00 q 


Mellitate of Alumina. — a. Honeystone occurs in honey-yellow trans- 
parent crystals, of sp. gr. 1°6, and belonging to the square prismatic 
PyctcMia 20, 25) oo), Coe alls 43 ¢3;e'=08 22 5 62 g7—120° 58’; 
they exhibit strong double refraction. (Hauy.) When heated, it first 
becomes white and gives off 44:1 p.c. water, which escapes slowly at 
about the boiling point of oil of vitriol (Wohler), then black by carboni- 
zation, and finally white by complete decomposition of the acid. (Klap- 
roth.) When subjected to dry distillation, it yields, in addition to a 
mixture of 1 vol. hydrogen [carbonic oxide, inasmuch as it burns with a 
blue flame], and 4 vol. carbonic acid gas, 38 p. c. of slightly acid aromatic 
water, 1 p.c. aromatic oil (proceeding from admixed resin; Wohler), 
3 p.c. charcoal, 14°5 p.c, alumina, 1:2 p.c. silica, and 1 p.c. ferric 
oxide, (Klaproth.) — Honeystone thrown on melted nitre, exhibits a 
faint glow. It dissolves, with decomposition, in dilute nitric, sulphuric, 
or hydrochloric acid, but not in acetic acid; gives up its mellitic acid to 
boiling water, also to ammonia and carbonate of soda. (Klaproth.) Water 
boiled for some time with the mineral, extracts only part of the acid, 
together with a small quantity of alumina, so that an acid salt is formed, 
and a basic salt remains behind; aqueous mellitic acid likewise dissolves 
a large quantity of pounded honeystone. Carbonate of ammonia extracts 
the greater portion of the acid, even from entire crystals; but a small 
quantity of acid and ammonia remains with the alumina, so that its solu- 
tion in nitric acid yields, on evaporation, crystals (Ay. 29 & 32,) of rege- 
nerated honeystone. (Wohler.) A honeystone from Walchow, contain- 
ing a much larger proportion of alumina, is described by Duflos. (J. pr. 
Chem. 88, 323.) 


FToneystone. Wohler. Klaproth. 
BURN? ce apeseees Lays PRA Me el eyo Re Lat oe 14°5 
1 i A ae ae ae 288°0 ADO aan ee Ah oe 46°0 
TNS 9 Ohad seen een ne 324°0 2 Bs Ba as) wisp rol CP Sd 38°0 
Pete eNO Gone | Oe ee eee. Ko 
PORE ii. = a eee trace 


CAP OG A.Ge ss OTIS LOO Oe cea ie ness 99°8 
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6. Mellitate of potash added to an aqueous solution of alnm, throws 
down a large quantity of white flakes (Vauquelin); a white crystalline 
powder, containing only 9°5 p. c. alumina and 48°0 p. c. water; probably 
therefore an acid salt. (W¢hler.) 


{ Mellitate of Manganese. Obtained by saturating mellitic acid with 
carbonate of manganese. On heating the liquid, a white powder is pre- 
cipitated, which, when examined by the microscope, is seen to consist of 
‘needles united in tufts. This salt is more soluble in cold than in hot 


water; the latter dissolves only <1, of it. (Karmrodt.) 
Crystallized. Karmrodt. 
ANEMIC) EC dehesstealinectate ts FE) Khaya) 209 tokens 25°75 
O20) oe meen as ee 96 DAF O  wrserace 
1 DOTA GY ae eels riet ess 105 39°13 40°01 
C8Mn?208+12Aq. 276 100-00 


Mellitate of Zinc. —a. With 10 At. Water.— Obtained by neutra- 
lizing aqueous mellitic acid with carbonate of zinc ; it then separates as a 
crystalline powder, consisting of regular four-sided prisms. Begins to 
give off water at 205°. Cold water dissolves it pretty readily, but the 

~ EO 


calt separates out again when the solution is heated to 55°—60°, Dis- 
solves readily in dilute acids, even in mellitic acid. (Karmrodt.) 


Crystaliized. Karmrodt. 
ZIT) cede ccgasde sud BO was a0 0S. ec, 30°00 .... 29°24 
Ce a heme aes OO Gee S009: « <.dan.. S002 aoe ol ao 
LO STL CO) tre, tlre Merce Orta Ow Gas” Moanin 30°07 hs ae 00 
C87 GP LO Ade iat 00 aks: O0°00 s was, an 99-09% 5. 2100-45 


f. With 6 At. Water. —Separates on adding alcohol to the aqueous 
solution of a, in curdy flakes, which under the microscope, appear like a 
confused mass of fine needles. Gives off all its water at 160°. Much 
more soluble in water than a. (Karmrodt.) 


Crystallized. Karmrodt. 
CAV AN Eo) he ghee BO a sere Ata ieacade > 30°12 «a. 30 us 
(8 es Si eee enn OO Las ea) wees aI70 0 Sh Oe 
2 RO A Bale Sed ire ip 54 25°33 a oakins 22°35 21°57 
CZn?08 + 6Aq..4... 230 .... 100°00 4.4... LOUGLZ» Tesh Otis gy) 


Metlitate of Lead. —Mellitic acid and mellitate of ammonia form 
with acetate and nitrate of lead, a bulky white precipitate, which, when 
washed on a filter, shrinks up to a heavy granular powder, insoluble in 
water, but soluble in nitric acid. (Klaproth, Vauquelin, Wohler.) 

If the mellitate of ammonia be not dropped into excess cf the lead-salt, but the ammo- 
nia salt be allowed to predominate, the precipitate contairs ammonia. (Schwarz.) 


Dried at 180°. Erdmann & Marchand, 
2 PDO canes ant eee DOA: ae EG) Bee cusy 69°74 
A ee amet 2 haha ee 48 ey reaay 14°57 
EDF circa Sich hehisrscomitveatceae ee a eee 6°26 
Th Seige ac eee 48 LS yer coon 15°43 


a 
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Dried at 100°. ee - Wohler. 
archand. 
Fa BO Omri cseicantseess: 224s On ceeOU 2On © atte Oa. ae muaOu. US 
Sh CM eee sc coctansnacicn ia ASO 6 be 20 eae 
Ag DS Se cece anode OF nus O59% Was 0°5 
oi 8 a ae C4. oo Eee OSes. 
CBP DAP FAG se ncctees DOO! wre LU0"OO 


q Ferrous Mellitate. —2KeO,C®Fe?0° + 6HO. — Mellitate of ammo- 
nia forms with ferrous sulphate a greenish white precipitate, which dis- 
appears on heating the liquid; but on boiling, there is produced a lemon- 
yellow precipitate of basic ferrous mellitate, which assumes a light olive- 
green colour when dry; and consists of microscopic crystals, having the 
form of cubo-octohedrons. The salt gives off all its water at 190°. It 
is sparingly soluble in water, but dissolves readily in dilute hydro- 
chloric acid. 


Crystallized. Karmrodt. 
24 Cts 8 Dee ree 144 ASO OS Caen 48°80 
(OE OOF Boe cant eed cae ses 96 O2 Gon ae 32°51 
Goi OMe eek ee h4 rego paar ces 18°49 
2¥eU,CoheO?+6Aq.... 294 |. 100°00) ......8 99-30 4 


Ferric Mellitate. — The free acid added to a solution of ferric nitrate 
throws down a cream-coloured powder soluble in hydrochloric acid. 
(Klaproth.) | 


q Afellitate of Cobalt.—Separates on neutralizing a warm solution 
of the acid with carbonate of cobalt, as a brown glutinous mass, which, 
on cooling, solidifies in a single lump, or if it be stirred with a glass rod 
during the cooling, settles down in the form of a granular crystalline 
powder (a). Cold water dissolves only z-555 of this salt; hot water a 
much larger quantity; and the hot solution, as it cools, deposits the salt 
in the form of a pale reddish powder ()), which, under the microscope, 


appears to consist of short rhombic prisms. (iXarmrodt. ) 


Crystallized. SOU 
a b. 
| iti 
724 6 0 a re. ak a is Gene DAE UO wt 0 Bi OO ca} 
LC 8 eae rem es 96; 3. 94°41 
11s 9 5 A Si ee iene POSTE ee O07 te mee JO 4. Fin Od oo ue OO 40 
C°COO8 + 12k aha, 279) as... 100°00 


Mellitate of Nickel.—a. With 16 At. Water. — A warm solution of 
mellitic acid saturated with carbonate of nickel, deposits a grass-green, 
semifluid mass, which, on cooling, becomes turbid and more compact, 
and may be washed by kneading between the fingers under water. The 
salt becomes hard and glossy by exposure to the air, assuming exactly 
the appearance of chrysoprase. Gives off 8 At. water at 100°, and 6 
At. more at 180°, the last 2 At. going off at 300°. Dissolves slowly in 
water, readily in hydrochloric and nitric acid. (Karmrodt.) 


Air-dried. Karmrodt. 
ata ee 
4 BY G1 @ cht em ee eee Tha ate COATS le ree, OS Ota re Zo Od 
ey eee ess GGa, .. Seo ae ee an 
iN ee 5 C8 Les eames 1440 45 eee Ae Ab LG 46°24 


CONPO® + 16Aqg.. ....0. Olde. a LUULOU 
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B. With 6 At. Water. — The liquid from which the preceding salt has 
been deposited, yields by evaporation delicate rhombic prisms, with two 
dihedral summits; dissolyes in water much more readily than a. 


(Karmrodt.) 


Crystallized. Kamrodt. 
SS 
MOULD Bee cnee cists nena 76% 19 ate. Bee aah B2°65 1.5. Be°s7 4a 33°01 
ee eee aticae i eer ear 96 a. 42707 
ye Reger Bots, eee OAS Ate “QAO” Bae 24°43: eB 09: oy Bde] 
Cry? + OAG. koa... 200 eas L000 ea: 


Cuprie Mellitate.—a. Neutral. —1. Obtained by mixing the boiling 
solutions of mellitic acid and cupric acetate, in the form of flakes, which 
during washing lose a portion of their acid, and become crystalline and 
neutral. (Erdmann & Marchand.) 

2. Neutral mellitate of ammonia forms with cupric sulphate, a bulky 
pale blue precipitate, which shrinks in washing to a light blue crystalline 
powder; it contains 20 p. c. water. (Wohler.) The precipitate obtained 
with mellitate of ammonia or potash retains small quantities of the 


alkali, (Erdmann & Marchand.) 


Prepared b, (1); air-dried. Erdm. & March. 
BLD citi lean tie Set AB ne AD SET cores 19°42 
BAT codes hecho cin 2 8 B28 sitan 3°23 
ad hy 6 BO RT ene A 80 ATO. eet 32°48 
(EO eee een 112 25710 Mgaton: 44°87 
CW AGT ct B20. Se AUUUY ate 100-00 


“| When this salt is subjected to dry distillation, water passes over, 
and an oily and a crystalline body volatilize; these may be separated by 
distillation with water, the oil then passing over first, and the solid body 
separating from the residual liquid in yellowish white crystalline flakes, 
which, from an analysis made with a very small quantity of substance, 
appeared to contain 75'1 p. c. carbon, and 3°3 hydrogen, corresponding 
to the formula C*H70°. .(Erdmann.) - 

b. Acid. —Free mellitic acid forms with cupric acetate (but not with 
the hydrochlorate,) a precipitate of the colour of verdigris. (Klaproth.) 
It forms with cupric acetate a thick light-blue precipitate, which changes 
to crystals when left for several days in the liquid. The crystals, after 
drying at 100°, do not give off any more water till they are heated 
enough to blacken and decompose them. (Liebig & Pelouze.) They are 
blue crystals which give off three-fourths of their water at 100°, but do 
not part with the last fourth completely, even at 230°. (Schwarz.) — 
The thick blue jelly obtained by cold precipitation of cupric acetate with 
mellitic acid in concentrated solution, becomes filled, after remaining for 
some time in the liquid, with crystalline points, which grow into small, 
transparent, dark blue crystals; if the jelly be pressed immediately after 
precipitation, a white mass is obtained, which, on drying, becomes blue 
and crystalline, (Erdmann & Marchand.) 


Calculation, according to Gm. 


DGS crete (bic cud et 96 20°64 
i): ee epee marae eet ty > bo 

eG. (6 Fees Seen ey 8 120 25°31 
41 © ER eae no tree OR ae O32 49°90 


C8Cu708, C8HCu0®+ 16Aq.... 465 .... 100°00 
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Erdm. & March. 


Calculation, according to Erdm. & March. s hgh 
air-dried crystals. 


1S Abe rece neeee ater ee (Pie 8 A eee 21°06 
Poe En eee eeitiech nauteanert ce: 12 hs RES eee 3°59 
PAGO @ ETON | eee nee 80 CANO. Bais: 25°51 
PALE FG a eee ere 168 BULGE asc: 49°34 
2 CuO0,3C*08, +12Aq..... 332 1UGG0" Fee 100°00 


Cupro-mellitate of Ammonia. — The dark blue solution of neutral 
cupric mellitate in ammonia, yields on evaporation, dark blue rhombo- 
hedral crystals, which turn green and give off ammonia when exposed to 
the air. (Wohler.) 


Ammonio-cupric Mellitate. —a. With 4 comparatively large propor- 
tion of mellitate of ammonia. — Dark blue crystals permanent in the air. 
(W ohler. ) [ Perhaps = C®N H4Cu08 + vAq. | 

b. With a smaller proportion. — The precipitate which mellitate of 
ammonia forms with cupric sulphate. Sky-blue microscopic crystals 
which at 120° slowly give off 27:3 p.c. water, with a trace of ammonia, 
and assume a greenish blue colour, 


Air-dryed Crystals. Erdm. & March. 
HD. Ge creaetgni ss daherse tiveeehreer a cheesy 96 19 OB. sses.ane 19°53 
IN cccteshaitlieg tie tlds chan 14 2°09: casveut 3 04 
UNS Bt eee eee core eee eee fee 20 Ek eee 4°35 
O18 I ec ere Taney 120 249 | scons 23°20 
AS, Chg WNL told cc mec AE Mat 232 4B21G" ten 49°88 
O8Cu°O2, C8N H*CuO® + 164q.::: 482 .: 100°00 2a... 100:00 


According to Erdmann & Marchand, the formula of the salt is NitO,C!0%+ 
3(CuO,C#03, HO) + 15Aq. 

The filtrate obtained in precipitating cupric sulphate with mellitate of ammonia, 
deposits, on addition of ammonia, a light green dasie salt, which, in the air-dried state, 
contains 8°45 p.c. C, O°74N, 2°34H, 54°09Ca0, 9°05SO0% and 25°330. (Erdmann & 
Marchand.) 


Mellitates of Mercury. — Mellitic acid forms with mercurons and 
also with mercuric nitrate, a white precipitate soluble in nitric acid. 


(KJaproth.) 


{| Mercurous Mellitate. — Mercurous nitrate forms with free mellitic 
acid and alkaline mellitates, a very fine-grained, white precipitate, nearly 
insoluble in water, but readily soluble in nitric acid. Gives off its water, 
amounting to 6°59 p.c. (4 At.) at 190°. (Karmrodt ) 


Dried at 190°. Karmrodt. 
DTT) ov pee eke ears Al Gee xs5c sae ee anaes fou 
SS Rea wn ay ee Oe OD al i ee 
CMA S18) lie Se deere i A ee 36 G20 taneeee 6°59 
CA a+ O* L4AGs Binion 548... 100°00 


Mercurie Mellitate. — Wiellitic acid and mercuric oxide, triturated 
together with a small quantity of water, and gently warmed, unite into 
a white granular mass. Alkaline mellitates and even free mellitic acid 
added to a solution of mercuric nitrate, throw down bulky white pre- 
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cipitate, which, after drying, forms hard, heavy lumps, soluble in hot 
strong nitric acid, and not reprecipitated therefrom by ammonia. The 
salt gives off its water, amounting to 10°87 p.c (4 At.) at 200° 
(Karmrodt. ) 


Dried at 100°. Karmrodt, 
yn 04 Oa lee Se ne PON Yes a 21G- tie ee tee 61°50 
eC reso etak ede: Loe 96 217007 aie 
BTL O cdeud al ee ee 36 AVES: neo 10°37 


CPS O83 24h Oates ae 348 os... 4L00°00 ] 


Mellitate of Silver.—1. Obtained by precipitating nitrate or acetate 
of silver with mellitic acid. (Vauquelin, Wohler, Erdmann & Mar- 
chand.) — 2. By precipitating an excess of nitrate of silver with mellitate 
of ammonia, dropping the latter solution into the former (Schwarz.) 
Without this precaution, the precipitate, as Erdmann & Marchand found, 
retains a small quantity of ammonia and water, and assumes a violet- 
brown colour when heated. (Schwarz.) — The precipitate is silky, and 
imparts to the liquid the appearance of soapy water. (Vauquelin.) After 
drying, it forms a white powder (Wéohler); a shining scaly powder, 
which, under the microscope, appears to consist of transparent, colour- 
less, square tables, often with truncated summits (Erdmann & Mar- 
chand); does not blacken when exposed to light (Liebig & Pelouze); 
remains white even at 200°. (Schwarz.) The mellitic acid may be 
reproduced by the action of hydrosulphuric or hydrochloric acid, even 
from the salt dried at 180°, (Liebig & Pelouze.) Ata higher temperature, 
the salt deflagrates, and leaves metallic silver (Wohler); the decomposition 
is not attended with electric excitement. (Erdmann & Marchand.) 
The residue consists of tumefied carboniferous silver. (Liebig & Pelouze.) 
Inastream of hydrogen at 100°, the salt quickly biackens, with forma- 
tion of water, and a loss of weight corresponding to half the oxygen of 
the oxide of silver; the residue dissolves in water, forming a dark brown- 
yellow, very acid liquid, which quickly changes, with deposition of 
silver specula, into a solution of mellitate of silver in free mellitic acid. 
Hence the hydrogen produces mellitate of suboxide of silver. (Wohler, 
Ann. Pharm. 80; also Pogg. 46,629.) The salt dried at 180°, and heated 
with iodine, yields iodide of silver, and a white crystalline sublimate, 
which has a rough, sour taste, reddens litmus strongly, dissolves readily 
in water, and is perhaps a compound of C*O* with iodine. (Liebig & 
Pelouze.) 


Liebig & Pelouze. Erdmann & Marchand. 

a. b, GC. d. 
ait Ghose h aa ch ee Ei eas Chis) 14-00. cus. 14 a0 14°37 
ONES eee LO na) PCO OU ene OO! Te. 65°90 
Gh eh Senerraor CE aL OL igs. ol Ota. aes tae se 

1 Seay ee ate iat pie MOUS par 2 OYLOU 23 9e LS 
Ey Niel 8 en ee 328 i» 1G0°C0 - #100-00 


a was dried in vacuo at 180° [as it blackened during drying, it appears to have 
contained ammonia].—2d is the salt prepared by (1), dried in vacuo at 130°.—c. is a salt 
containing ammonia, dried in vacuo at 100°.—d, the same, dried in the air at 100°. 


Mellitate of Silver and Potassium. — A mixture of nitrate of silver 
with mellitate of potash containing nitric acid, yields no precipitate, but 
after a while deposits small transparent prisms having a strong lustre 
(ig. 70) w su = 121° 30; ws t= 119° 11' [15'2]. The crystals, when 
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heated, first become opaque from loss of water, and then suddenly swell 
up with a kind of explosion; forming a long, involved mass, consisting of 
silver and carbonate of potash. (W6ohler.) 


{ Aellitate of Palladium. — Protoxide of palladium, obtained by 
precipitating the protochloride with carbonate of soda at a boiling heat, 
neutralizes mellitic acid completely. The brown liquid deposits no crys- 
tals, even when evaporated to a syrup, but on yan to dryness, 
leaves a brown amorphous residue of mellitate of palladium. (Karmrodt.) 


Mellitate of Pailadium with Ammonia. — Mellitate of palladium 
dissolves in ammonia, forming a colourless liquid, which, on evaporation, 
deposits colourless rhombie prisms often macled in twos and threes. The 
salt gives off all its water (4 At.) at 150°, together with a small quantity 
of ammonia. (Karmrodt.) 


Crystallized, Karmrodt, 
FRCS CBee tet eee oe SEF tee OS tes) it Bae 
ray af OAM me nee D220 aie oo OO sande FOU. 3. aed OS 
BL) bata MMR 96°0 DO LON ene 
SEER O Dee eon: 36°0 PIPTOU Bre 12°72 2°32 
ANH, C8PWOF+4Aq 322°6_ .... 100°00 
Dry protochloride of palladium dissolves readily in concentrated mellitic acid, form- 


ing a brown solution. Ammonia added to this solution th avows down a precip: itate of 
p rotochloride of palladium with ammonia, which disso vee readily, with the aid of heat, 


in a slight excess of ammonia; and the solution when cvaporated de peers pointed 
crystals, which, when dried at 100°, give off 7:595 ae . water, and yield d by ignition 
ae SE p. €: metallic palladium. (Karmrodt.) 

Meliitate of Palladium and Potassium. — Crystallizes from the mix- 
ture of the two salts, evaporated to as mee in indistinct prisms united 
in nodules, Deliquesces in the air. (Ki irodt,) 


Metlitate of Palladium and Sodium. — Prepared like the potassium- 
t. Crystallizes in macled triangular pyramids; containing 34 p. « 
alladium. (Karmrodt.) 


A solution of mellitic acid anc 


ad urea in equal numbers of atoms yielded no crystals 
when evaporated toasyrup. Alcohol produ 


"e 
roduced no change in the solution. (Karmrodt.) { 


Mellitic acid dissolves readily in alcohol. (Wébler.) 


Conjugated Compound of Mellitic Acid, 
a) 
Vinomeilitic Acid ?- 


The probable existence of this acid is established by the following 
experiments: 

When a solution of mellitic acid in absolute alcohol has been boiled 
for several hours, it no longer yields crystals on cooling; but when 
evaporated to a syrupy consistence, assumes a dark brown colour, and 
afterwards solidifies, on cooling, in a solid, transparent, gummy mass, 
which, like resin, does not absorb water. Never theless, when kept under 
water for some hours, it becomes white and opaque on the surface, and 
after 24 hours, thro ugh and through, the water at the same time becoming 
sour and milky. The undissolve ed portion, after washing with cold and 
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hot water, in which it dissolves to a small extent, forms a white, tasteless, 
easily fusible powder, which solidifies in a radiated mass on cooling, 
burns with a smoky flame like resin, and, when heated in a glass tube, 
yields a residue of charcoal, but uo sublimate. It dissolves sparingly in 
hot water, readily in alcohol; the alcoholic solution reddens litmus, and 
yields a milky precipitate with water. It dissolves readily in ammonia, 
forming a solution which yields white flakes with hydrocholorie acid; 
and, after the excess of ammonia has evaporated, has a bi‘t-> taste and 
acid reaction, and ultimately leaves a crystalline substance, which gives 
off ammonia when treated with potash. (Wohler.) 

When mellitic acid, containing a small quantity of sulphuric acid, is 
boiled for some time with absolute alcohol, in a flask provided with a 
long glass tube, which is kept cold, so that the alcohol as it evaporates 
may flow back again; then mixed with baryta-water, and exposed to the 
air til] the excess of baryta is precipitated as carbonate; afterwards 
filtered from the precipitate of carbonate, sulphate, and mellitate of 
baryta, and evaporated in vacuo over oil of vitriol: it leaves a gummy 
mass, probably consisting of vinomellitate of baryta. This mass contains 
86'57 p.c. BaO, 2°58 H, and about 34:02 C. It is free from sulphur. 
When burnt in the air, it leaves a mixture of carbonate of baryta and 
incombustible charcoal. It moves about on water like butyrate of 
baryta, and dissolves completely, but after being heated to 100°, leaves, 
when dissolved in water, a residue of carbonate of baryta. (Erdmann & 
Marchand ) 


Schwarz did not succeed in his attempts to prepare a mellitate of ethyl or of 
methyl. 


*{ Pyromellitic Acid. 


O. L. Erpmann. J. pr. Chem. 52, 432; abstr. Ann. Pharm. 80, 281; 
Pharm. Centr. 1851, 313; Laur. & Gerh. compt. rend. 1851, 93; 
Jahresber, 1851, 386. 


Formation and Preparation. — By the dry distillation of mellitie acid 
and its salts (p. 3); also by distilling mellitates with oil of vitriol. 
The best mode of obtaining it pure is to decompose the soda-salt purified 
by recrystallization from dilute alcohol, with nitric or hydrochlorie acid. 


Properties. Crystallizes from a hot saturated aqueous solution in 
tables belonging to the doubly oblique prismatic (triclinometric) system. 
The solution has a strong acid taste and reaction. The crystallized acid 
gives off from 12°3 to 12°5 p.c. water between 100° and 120°. 


Dried at 120°. OF: Erdmann. 
i, BPN cence 30 47°6 10. Cress. ae em: fre SFB Gu TALS 
| 3 eer ee ree Lex, 16 as et oe 3 2°ke sacies 2:3 2°4 
Be Oi cs seca a2. 50°38 AO) hae. 64 54 Sey ca 50°4 49°8 
CHO? OF tu. fue Crepe... 127... LOG. © sc3.:: 100°0_..... 100°0 

Crystallized. Or: Erdmann. 

@HO? «=. 63 -... ° 87°5 ClOH308 ........ 127 3. 86 

BQ gains: 8) ase 125 2HO? fait $8 ec (EBA ed 1S... 226 


CHOt+ Aq 72. .... 100°0 C!H308+2Aq 145 .... 100°0 
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[The percentages deduced from the two formule CHO! and C!EH%Q8 agree too 
closely to enable us to decide between the two. According to the formula C?HO', the 
formation of pyromellitic from mellitic acid may be represented by the equation : 


CSH°O8 = CHO! + HO + CO? + CO + C. 
According to the formula C!?H°08 it may be: 
2C8H°O8 = C’H%08 + HO + 3C0?2 + CO + 2C.] 


Decompositions. The acid, when somewhat strongly heated, melts 
and sublimes with partial decomposition. The fused acid heated in the 
air, takes fire and burns with a luminous smoky flame. 


Combinations. One part of pyromellitic acid, dried at 120°, dissolves 
in 70°42 parts of water at 16°. The acid likewise dissolves without 
decomposition in oil of vitriol, hydrochloric acid, and nitric acid, at a 
boiling heat. 


The Pyromellitates of ammonia, potash and soda, are crystallizable, 
and dissolve readily in water, but are insoluble in strong alcohol. The 
solutions of the ammonia and soda salts form with chloride of barium, 
a white precipitate; with chloride of calcium, a white crystalline precipi- 
tate, slowly at ordinary temperatures, immediately on heating; with cupric 
sulphate, a greenish pulverulent precipitate if the solutions are strong ; 
but when dilute solutions are used, small green crystals, in the cold, and 
a crystalline precipitate if heat be applied; with neutral acetate of lead 
and nitrate of silver, white crystalline precipitates. The aqueous solution 
of pyromellitic acid forms a white precipitate with acetate of lead, but 
no precipitate with any other salt. 


Pyromellitate of Lime. 2C'CaO* + 5Aq, or C!HCa?208 + 5Aq. Crys- 
talline. The air-dried salt gives off 246 p.c. water at 120° to 130°; 
the dried salt yields 33°92 pc. lime. 


Pyromellitate of Lead. — Obtained by precipitating neutral acetate 
of lead with pyromellitic acid or pyromellitate of ammonia or soda. 
White crystalline precipitate. 


Dried Gf 120°, 


BU Gre pee ee ek nt CU ase FPS 
| 5 Bee eee a ade Bh Ceres ae 0°3 
(LD or ee! Rete ee ae 56 16°4 
OF PS OR a ecient cnc ee: 224 65°7 
2OP PHOS WAGs: .ccncmenties: 341 100°0 
Or: Erdmann, 
a. b. 
TO Gee, eee 60 Gs 17°6 
Oe Ls ae oe, 2 0°6 0°5 
7, a ie ae ee 56 16°4 
2 PDO eas 224 65°5 65°2 64°8 
CMH Pb*0°+Aq, .342 ...,. 100°0 


@ was prepared by precipitation with the free acid; b with the soda or ammonia- 
salt. 


Pyromellitate of Silver. — Obtained by precipitating nitrate of silver 
with pyromellitate of ammonia or soda, — Crystalline. 
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Erdmann (mean) 


CT rs ay 10.0 uae SA ety eels, 17°8 

Hoes ita wie tie 3 
Boi eae atl 60 ASML Ais. 
ApO gl 16 ate (68-2 2 AgO.. 239, TABI Nevis cs 67°9 
C’AgO! 170 .... 100-0 CH Ag?O8 3.41 100°0 


Pyromellitic acid dissolves readily in Alcohol. (Erdmann.) €. 


2 


6. Nitrogen-nucleus. C®NHO?*. 
Paramide, C&8NHO!=C*NHO?,0°. 


Wouter. (1841). Pogg. 52, 605; also Ann, Pharm. 37, 268. 
R. Scowarz. Ann. Pharm. 66, 52. 


Paramid, Dimellimide. 
Formation. By the action of heat on mellitate of ammonia (p. 3). 


Preparation. Neutral mellitate of ammonia in the state of fine 
powder is heated to 150°—160° for some hours, with brisk agitation, in a 
porcelain basin placed in an oil-batb, till it no longer gives off the odour 
of ammonia; the pale yellow powder stirred up with cold water, washed 
therewith on the filter till the water no longer acquires any acid reaction, 
and consequently no longer extracts euchroate of ammonia; and the un- 
dissolved matter dried. (Wéhler.) — The quantity of paramide obtained 
is greater, the more strongly the mellitate of ammonia has been heated, 
and it is diminished by washing with water at 50°, instead of cold water. 
(Schwarz.) — If, however, the heat be too strong, the paramide becomes 
contaminated with the yellow bitter substance, which likewise sublimes 
in the decomposition of paramide by heat, and is difficult to separate. 


(Wohler.) 


Properties. White, rather closely aggregated, inodorous, tasteless 
mass, which turns yellowish in the air by absorption of ammonia, and 
when triturated with water, acquires the odour and consistence of damp 


clay. (Wohler.) 


Wohiler. Schwarz. 
SC i Ree 48 BOGS ee cane SL liye seme 50°01 
IN ee ieee 14 PA ee oe ee 13°47 
Ls CN Sheet 1 eS eee 65 7 ein: L252 
7S © ip eee OL eye Oe eae ieee 35°00 
CS5NHO? ........ Go) sl LOOM 109°09 


[Paramide is not an amidogen-compound, but contains nitrogen as such; for its 
formation is attended with the evolution not of two, but of four atoms of water to 1 At. 
ammonia. | 


Decompositions. 1. Paramide remains unaltered at 200°, but at a 
higher temperature becomes carbonized, and gives off ammonia, with 
sublimation of a bluish-green semifused substance, and sulphur-yellow, 
very bitter needles. (Wohler.) — Dissolved in dilute potash it decomposes, 
gradually at ordinary temperatures, instantly when heated, with evolution 


PARAMIDE., ive 


of ammonia, and then no longer yields a precipitate with hydrochloric 
acid, the paramide being in fact converted into euchroic acid, which 
may be recognized by the blue seus which it forms on zine, and 
afterwards into mellitic acid. The solution of paramide in aqueous 
ammonia behaves in a similar manner, excepting that part of the euchro- 
ate of ammonia formed from it remains unaltered. (Wéhler.) — Con- 
yersion of paramide into euchroic acid : 


8C3NHO! + 4HO = C4N?HtO'% + NHS, 
Transformation of euchroiec into mellitic acid: 
C4N*HIO' + SHO = 3C8H°O8 + 2NE, 


Paramide boiled for several days with a large quantity of water, 
dissolves completely, forming ac! id mellitate of ammonia and a small 
quantity of euchroate: heated with water in a copied glass tube, it is 
completely converted into acid euchroate of ammonia (Wéhler): 


CNHOS + 40) = NE? CH?70%, 
4, Paramide boiled with aqueous acetate of lead is also completely 
converted into mellitate of lead and acetate of ammonia. (Wchler, 
Ann. Pharm. 66, 538.) Nitric acid and aqua-regia neither decompose 
nor dissolve paramide. (W<hler.) 


Combinations. Paramide is not soluble in water or in alcohol. 
(W ohler.) 

It dissolves in we owl of vitriol, whence it is precipitated in its 
original state by wate1 

In aqueous potash ¢ or ammonia, it swells up into a yellow flocculent 
mass; dissolves on addition of water: and, by gradual addition of hydro- 
chlorie acid before decomposition (supra) has commenced, may be pre 
cipitated unaltered in the form of a white powder, with milky turbidity. 


(Wéhler.) 


Stlver-conypound. When pavamide in excess is shaken up with 
very dilute ammonia, and the liquid quickly filtered and mixed with 
nitrate of silver, a voluminous, gummy precipitate is obtained, drying 
after washing, into yellow lumps, which assume a pure yellow colour 
at 159, become brown and give off ammonia at 200°, blacken and evolve 
hydrocyanic acid at a higher temperature, and finally | eave a residue of 
metallic silver. — The compound heated to 200° apneets to be CSNAgO?; 
after heating to 150°, NH*®,C°NAgO*. (Laurent, NV. Ann. Chim. Pe, 
23, 121.) 


WGuler. 


At 296°. 
OM Se ee en a Oe et 18 BAe G 
awe 14 6°93 
1 Se Ct ERO EA SN, 108 53°47 52°74 
379 | Pee 32 15°84 
C8NAO! oeeccccuseeeee 202 109-00 
; Wahler 
Caleulation, according to Laurent At 150°. 
OE “ASR a ame Re eee 48 Pa AS 22°74 
AS Re A COR Mee? ee ie te 28 12°79 
9] fA Rie Arete ee la Fa Leia 0°82 
Pe.) Read nie ate Aehs 168 ASD Tel ey 51°22 
SO EAS, 4 ee eee eee 32 14°61 
NHS C8NAGO! es 219... 100-60 


YO. x; C¢ 
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[A-closer agreement between calculation and analysis might be obtained by supposing 
that the yellow compound has already lost some of its ammonia at 150°, and that the 
brown compound still retains a portion of ammonia at 200°, whence also it gives off 
hydrocyanic acid at a higher temperature. | 


Tuchroic Acid. C*N?H‘O¥=C*Ad?0",0°. 


W outer (1841). Pogg. 52, 610; also Ann. Pharm. 87, 273. 
R. Scowarz. Ann. Pharm. 66, 49. 


From évxyooog, having a beautiful colour. — Euchronstiure, Acide euchroique, 
Acide mellamique (Laurent).—Formation (p, 16, 17). 


Preparation. The same process as for obtaining paramide (p. 16.) 
On evaporating the aqueous filtrate obtained in washing out the paramide, 
euchroate of ammonia separates in white crusts. The solution of this 
salt in the smallest possible quantity of boiling water, supersaturated 
while kot with hydrochloric or nitric acid, deposits nearly all the 
euchroic acid, as it cools, in the form of a white crystalline powder, 
which may be purified by recrystallization from hot water. (Wohler.) — 
If the mellitate of ammonia bas not beeu heated strongly enough, acid 
mellitate of ammonia remains mixed with the euchroate. (Wohler.) 

To obtain the greatest possible quantity of euchroate of ammonia 
(and therefore proportionally less paramide) from the pale yellow 
residue produced by roasting mellitate of ammonia, the residue should 
be digested with a small quantity of water at 40°-—50°; the liquid 
filtered; the undissolved portion, after removal from the filter, again 
treated with a small quantity of water at 40° to 50°; the solution again 
filtered, &c. &c. as long as the filtrate contains euchroate of ammonia. 
The filtrates must then be added by drops to tolerably strong hydro- 
chlorie acid, which will sepazrate the euchroic acid in crystalline scales; 
these scales washed several times on the filter. with cold water, then 
pressed, and recrystallized several times from hot dilute nitric or hydro- 
chloric acid, whereby the ammonia, which adheres with considerable 
obstinacy, will be completely removed. The motber-liquor of the crystals 
still contains, besides sal-ammoniac, a small quantity of euchroic acid, 
which may be reconverted into mellitic acid by evaporation to dryness 
and boiling with aqueous ammonia, and recovered by precipitation with 
a baryta-salt, or, after driving off the excess of ammonia, with a copper- 
salt. (Schwarz.) 


Properties. ‘The dry acid is colovrless and opaque; its aqueous 
solution reddens litmus strongly and tastes like cream of tartar. 


(W ohler.) 


Dried at 206°. W obler. Schwarz. 
YA Pea ae Ee oe Meee in PO te 47°44 
2 ONT Ve ee 28 ed Mae 10°98 hoa. 9°18 
A eee 4 (ca? Seer 16h 1°46 
LG eta eee 128 2 1 ner 870 Pl icae 41:92 
C#N2H40136 |... 304 10000 ce. FOG "00 0 6... 100°00 


Wohler himself states that the nitrogen-determination is not to be depended on, 
[The acid may be regarded either as a mellitic acid conjugated with paramide : 


C8H?2O08 + 2C8NHO! = C#N?2H4016 


or asa bibasic acid, C4Ad?O",05, whose nucleus, like that of mellitic acid, contains twice 
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as many atoms of carbon as other atoms. — The formula CSNH30, proposed for this acid 
by Laurent (N. Ann. Chim. Phys. 23, 121), does not agree either with the analysis of 
the acid or with that of its salts. Gerhardt however suggests (Compt. rend. 1849, 
209) that the acid may have been partially decomposed by drying at 200° before it was 
analysed. | 


Decompositions. The acid remains unaltered at 280°, but at a higher 
temperature melts, boils, and decomposes, yielding hydrocyanate of 
ammonia, and a dark green, bitter sublimate. (Wohler.) — 2. Zine, 
pr otoxide of i iron, or the electric current, throws down from an aqueous 
solution of enchronic acid, a dark blue substance, called Huchrone, of 
unknown composition, ingpluble in water, but dissolving with purple 
colour in alkalis, and quickly oxidizing again in the air to euchroic 
acid. (Wéhler.) — The deep blue, closely adhering deposit with which 
zine becomes covered in the aqueous acid, detaches itself on immersion 
for a short time in very dilute hydrochloric acid, and may then be 
collected on a filter, washed, and dried. The black mass thas obtained, 
which is free from zinc, is instantly oxidized, by the slightest heating, and 
converted into euchroic acid ; it dissol\es in aqueous ammonia or potash, 
with a more splendid colour than that of permanganate of potash; but the 
solution becomes decolorized from above downwards, on exposure to the 
air, and very quickly if agitated. In the boiling acid, zine acquires a 
similar coating, but a trace of gas is evolved at the same time, and the 
liquid deposits a white powder, “probably mellitate of zinc. — A mixture 
of aqueous euchroic acid and protochloride of iron forms with alkalis 
a thick, deep violet-coloured precipitate, which immediately becomes 
rust-brown on exposure to the air, and dissolves without colour in hydro- 
chloric acid, because the resulting sesquioxide of iron is reduced to the 
state of protoxide by the euchrone, which is thereby reconverted into 
euchronic acid, ‘These phenomena are not produced by protochloride of 
tin or protochloride of manganese. — Platinum in galvanic combination 
with zinc does not act upon the aqueous acid, but decomposes its 
ammonia-salt. (Wchler.) — The aqueous acid is likewise decomposed 
by the galvanic current, and covers the negative platinnm with a 
deep blue deposit, which however soon ceases to increase. — Kuchrone 
is not produced by the action of sulphuretted hydrogen, sulphurous 
acid, hyposulphites, or arsenites (Schwarz). — 8. Euchroie acid mixed 
with a quantity of water not sufficient to dissolve it in its unaltered 
state, and heated to 200° in a sealed glass tube, dissolves completely 
in the form of acid mellitate of ammonia. (Wohler.) 


CAN2H4O' + 8HO = 2NH3 + 8C3H20%, 


Euchroic acid dissolved in water does not decompose when boiled in 
contact with the air. Hydrochloric acid and nitric acid exert no de- 
composing action upon it. (Wobller.) 


Combinations. With Water.—a. Hydrated Huchroic acid. — The 
crystals obtained by cooling the hot aqueous solution, are colourless, 
transparent, very short prisms, macled in a peculiar manner (Wéohiler); 
crystalline scales. (Schwarz.) When heated, they become opaque from 
loss of water, which, after they have been heated to 200°, amounts to 
10:54 p.c. (4 At.) (Wohler.) — 6. The acid dissolves very sparingly in 


cold water, better in hot. (Wohler.) 
c 2 
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ELuchroate of Ammonia.—a. Neutral. — Obtained by evaporating 
the wash-water of paramide (vid. Preparation of euchroie acid), in white, 
scarcely crystalline crusts, which are decomposed by hydrochloric or 
nitric, but not by acetic acid. (Wohler.) 


Dried at 206°. W ohler. 
eR a ee ee LAA eee A200 8); 42°98 
BOON Oe es 00 bc Se 56 16°57 
10) A i eaten te eee 10 Dey ~ See, Boe 
1G Oo eee eee 128 37°87 
NH3,C#N?H4O}8 |... 33 100°00 


6. Acid. —Sometimes precipitated from the aqueous solution of the 
salt a, instead of the pure acid, and separates from solution in hot water, 
in yellowish crystals larger than those of the pure acid. (Wohler.) 


Schwarz’s Paramidic Acid, respecting whose relation to salifiable bases nothing is 
yet known, stands in close relation to this salt. For-if paramide be dissolved in 
ammonia, and the solution immediately filtered into hydrochloric acid, paramidic acid 
is precipitated as a white powder, which under the microscope, appears to consist of fine 
needles. This acid gives with zinc the blue reaction of euchroic acid ; its solution in 
ammonia, from which if may at first be precipitated unchanged by hydrochloric acid, 
is converted, in 24 hours at ordinary temperatures, but immediately on boiling, into 
aqueous mellitate of ammonia. It dissolves to a certain extent in hot water, and sepa- 
rates from the solution in the form of pow der, “he acid dried without heat in vacuo 
loses 3°01 p.c. water at 170°. (Schwarz.) * : 


Paramidice Arid dried at 170°. 


lL acne Sain hee! Ni ah 144... 47°53 47°25 
SN rene ce amameererarc ron 42 13°86 13°78 
ELL eC RUN ee et 5 Pie URS GS 2°10 

LA gOs. pet bck ta eae S Ii? 4410836796 36°87 

BEI yO Oh iN eet Te Gi BOO si UU UO So. LUO WU 


[Therefore, acid euchroate of ammonia minus 2 At. water. NH?,C*#*N2H4Ou— 
220 = CN EOsy, 


Huchroate of Baryta.— Precipitated in the form of a pale yellow 
powder, when baryta-water is dropt into an excess of warm aqueous 


euchroic acid. (Schwarz.) [Schwarz assigns to this salt the formula BaO, HO + 
C2NOS (=C*#N2Ba20!5) with which however his (probably misprinted) analysis, 
assigning to the salt 25°8 p. c. C, 51°4BaO and 0°54, does not at all agree. | 


EHuchroale of Lead. —The boiling aqueous solution of euchroic acid, 
mixed with a dilute solution of neutral acetate of lead, yields on cooling 
a yellow powder, which appears crystalline under the microscope. (The 
filtrate separated from this precipitate, deposits mellitate of lead as a 
white powder when boiled.) The air-dried salt gives off 11°36 p. c¢. 
(6 At.) water at 160°, but nothing more at a stronger heat, till it begins 
to decompose. (Wohler.) 


Dried at 165°. 4 Ohler. 
2 PbO. a3. aoe 204 AGH Praca 42°41 
ORE we a ee eee 144 24i27 
A NRE RRS a! k5 28 5°30 
roe Pere aad Sade Bayi. 4 0°76 
8 OPE iio 128 24°24 


C4N?2H?Pb?0 +2HO.... 528... 100°00 


The salt dried at 196° is C4N?H?Pb?O!8 (Schwarz). 
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Buchroate of Silver. —- Obtained as a pale sulphur-yellow heavy 
powder, by precipitating a dilute solution of nitrate of silver with a hot 
aqueous solution of euchroic acid. This precipitate redissolves on agi- 
tation, so long as only a comparatively small quantity of euchroic acid 
has been added, but falls down again as the liquid cools. When boiling 
aqueous euchroic acid is precipitated by an insufficient quantity of 
nitrate of silver, the filtrate still contains some of the salt in solution, 
which may be precipitated without alteration by the addition of a small 
quantity of ammonia (vid. inf.). Euchroate of silver dried at 150° 
gives off 2°11 p.c. (2 At.) water at 200°, and when more strongly heated, 
decomposes quietly, giving off a gas, which burns with a bluish flame, 
and has at first an aromatic odour, like that of burning mellitic acid, but 
afterwards smells like cyanic acid; the residue consists of metallic silver 
mixed with charcoal. The salt is insoluble in aqueous ammonia, bet is 
divided thereby into a white gummy mass, the greater part of which 
passes through the paper when filtered. (W6hler.) 


Dried at 296°. Wohler. 
UAE CRA dee teat Ape eerad aes [4.5 19°67 
De Nae en ee ee 28 3°83 
Ait es ase en Oe ie 432 BOO Us hele 58°53 
ae 8 eek ied Se ee 128 17°49 
Coeds EY) iced @ eatery aa Tee 109°09 
Dried at 156°. W ohler. 
a Ceres eee” Taq es Flore 223 
DEIN 6s ete eee: 28 3°73 
ON fe Weee ene cata ct a en ee 2 O27 seats! 0°19 
Boe A OF i088 Pras ahead ener 432 Sy, 50 Ona ae 56°77 
ORGY Se ee ko xB ets 144 19°20 
C8N2H4016 + 2HO ......... 790 .... 100°00 


a A 


CAUTCHENE SERIES. 
A. Primary Nuctevs. C°H®. 
Cautchene. C8Hs? 


Boucuarnpat (1837). J. Pharm, 28, 457; also dnn. Pharm, 27, 80; also 
eur. Cle. bo, Lie, 


Formation and Preparation. — When cacutchoue is subjected to dry 
distillation, and the receiver connected with two Woulfe’s bottles 
cooled with freezing mixtures, cautchene condenses in these bottles 
together with butylene (C*H*). Hither the butylene is allowed to evapo- 
rate rapidly from this mixture, so that the cold thereby produced may 
cause the remaining cautchene to solidify in a erystalline mass, which 
must then be quickly pressed between bibulous paper; or the mixture is 
distilled, first at +107, till the greater part of the butylene has passed 
over, then at + 18°; the second distillate cooled to — 18°; and the 
crystals freed from adhering butylene by pressure between paper. 


22 CAUTCHENE: OXYGEN-NUCLEUS C&8H‘O0°, 


Properties. At—18°, white, opaque, crystalline mass, composed of 
needles; melts at — 10° to a transparent oil of sp. gr. 0°65 at — 2°; 
boils at 14°5° 


Bonchardat. 
BIC... 4 BS 48 88:89 «ah... 85°75 
By Flew hadtbep acres «... emer: boos 6 Nadie: 14:18 
GBS 2INt,, 2. See ae B47 SRO: 55.22 99°93 


{The calculation certainly differs considerably from Bonchardat’s analysis; but he 
himeelf states that the analysis was very difficult in consequence of the volatility of the 
body; moreover there are palpable errors in his numerical data. The boiling point for 
C5HS, calculated according to Gerhardt’s law (vii. 57) is + 25°.] 


Cautchene, mixed with oil of vitriol, evolves heat, and forms a black 
mixture, from which water throws down a brown resinous matter. 

It is insoluble in water and alkalis, but dissolves very readily in 
Alcohol and Ether, (Bonchardat.) 


B, Srconpary Nvcuet. 
a. Oxygen-nuclet. 


a. Oxygen-nucleus. C®H*O*. 
Fumaric Acid. C%H!0*=C*H‘'02,0°%. 


Lassaicnr. Ann. Chim. Phys. 11, 93; also NV. Tr. 4, 2, 281. 

Prarr. Schw. 47, 476. 

WinckLer. Repert. 389, 48 and 368; 48, 39 and 363. 

Prtovze. Ann. Chim. Phys. 56, 72; also Pogg. 26, 53; also Ann. 
Pharm. 11, 263. 

ixyebiG. Ann. 2 larm. 115-270. 

Demanrcay. Ann. Chim. Phys. 56, 429; also Ann. Pharm. 12, 16; 
also Pogg. 86, 595, 

Scnopter. Ann. Pharm. 17, 148. 

RitckHER. Ann. Pharm. 49, 31. 

Detrrs. -Pogg. 80, 435; abstr. Jahresber. 1850, 371. 


Lichenic Acid, Fumarsdure, Flechtenséure, Paramaleinsdure, Glaucitumsdure, 
Acide fumarique, Ac. paramaleique. 


Lassaigne, in 1819, showed that in the dry distillation of malic acid 
there is produced, besides maleic acid (VIII. 150), another acid, which 
was further investigated by Pelouze in 1834, under the name of para- 
maleic acid. Pfaff, in 1826, found lichenic acid in Iceland moss; and 
fumaric acid was obtained by Winckler in 1833, from fumitory. De- 
marcay, in 1834, showed that fumaric acid, and Schodler, in 18386, that 
lichenic acid is identical with paramaleic acid. 


Sources. In Fumaria off, Lichen islandicus, Glaucvum luteum, and 
Corydalis bulbosa. 


Formation. By the dry distillation of malic acid, and by heating 
certain malates. 2 
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Preparation. 1. From Fumitory. The aqueous decoction of the 
fresh flowering herb, together with the roots, after straining, subsidence, 
and decantation, is evaporated, first over the open fire and then in the 
water-bath, to a thin syrup; and this syrup, while still hot, mixed with 
a sinall quantity of hydrochloric acid, and left for about a fortnight in a 
cool place, till the fumaric acid has separated in hard brown crystals. 
The mother-liquor is then diluted with water and poured off; the 
crystals washed with cold water, suspended in water, and slightly super- 
saturated with carbonate of potash;-the filtrate slightly supersaturated 
with sulphuric acid, heated in the water-bath, and filtered from the 
resulting dark brown resinous precipitate; the still brownish crystals of 
fumaric acid which form on cooling dissolved in hot water; and the solu- 
tion digested with animal charcoal and filtered: it then, on cooling, yields 
snow-white crystals, amounting to 0°156 p.c. of the fresh herb. 
(Winckler.) — Two modes of preparation, in which the fumarate of lime 
contained in the expressed juice, is decomposed with oxalic acid, are also 
given by Winckler. (fepert. 39, 368.)— This salt separates sponta- 
neously from the Lxtractum Fumarie, after two years’ standing, in 
crystalline grains, which may be obtained by diluting the extract with 
an equal quantity of cold water, then decanting and washing with cold 
water; when decomposed with aqueous oxalic acid, they yield a brownish 
acid, which may be freed from an admixed red-brown substance, by 
mixing it with quartz-sand and subliming, or by solution in ether and 
filtration. (Winckler, 2epe:t. 39, 48.) — Trommsdorff (VN. Zr. 25, 2, 
152,) precipitates the recently expressed juice of fumitory — after sepa- 
ration of the scum which forms on boiling —with acetate of lead; 
decomposes the washed precipitate with sulphuretted hydrogen, and 
obtains, by evaporating and cooling the filtrate, brownish crystals which 
may be purified with animal charcoal. — A similar process is followed by 
Demarcay. J Delffs washes the yellowish green precipitate thrown down 
by acetate of lead (after it has somewhat diminished in volume by stand- 
ing); dries it in the air on bibulous paper; rubs it to powder; stirs it up 
with nitric acid gradually added (whereupon the mass swells up, but gives 
off only a small quantity of nitrous vapours); agitates the resulting mix- 
ture of nitrate of lead and free fumaric acid, after 24 hours, with a little 
water; filters; washes the residue with water; and extracts the fumaric 
acid with boiling alcohol of ordinary strength. The alcoholic solution is 
then evaporated; the residue dissolved in ammonia; the excess of ammo- 
nia expelled from the solution by heating; and a certain quantity of lead 
which remains in it, removed by sulphuretted hydrogen (the greater part 
of the colouring matter also separates with the sulphide of lead); the 
bifumarate of ammonia brought to the crystallizing point; the crystals, if 
much coloured, purified by pressure and recrystallization; the salt then 
dissolved in hot water; and the solution treated with nitrie acid (which, 
if added in slight excess, generally effects the complete destruction of 
the colouring matter), to separate the fumaric acid, which then, after the 
liquid has cooled, crystallizes out completely, but only after a consi- 
derable time. By this process, Delffs obtained more than 5 drams of 
pure fumaric acid from 20 pounds of the herb. ©. 


From Iceland Moss. — 64 pts. of the lichen are macerated for some 
time in water containing carbonate of potash ; the filtrate precipitated 
with acetate of lead; the washed brownish precipitate decomposed with 
sulphuretted hydrogen; the filtrate evaporated; and the crystals of the 
acid, which still contain lime, purified. (Pfaff..— The chopped lichen 
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is macerated for six days with water and milk of lime, the mixture 
being frequently stirred; the expressed turbid liquid evaporated to half 
its bulk; acidulated with acetic acid; then heated; mixed with basic 
acetate of lead, as long as reddish flocks containing brown colouring 
matter continue to separate; and filtered hot. The filtrate, on cooling, 
deposits white or brown-yellow needles of the lead-salt, which may be 
decomposed with sulphuretted hydrogen or sulphuric acid, and, on 
further evaporation, an additional quantity of the impure lead-salt. 
The impure acid is purified by boiling with dilute nitric acid, and 
cooling to the crystallizing point. (Schodler.), 


3. From Glaucium luteum. — The expressed juice is boiled and pre- 
cipitated by ammonia; the filtrate evaporated ; mixed while still hot 
with a small quantity of nitric acid; then with nitrate of lead; and left 
to cool till the lead-salt separates, mostly in the crystalline form. 
(Probst, Ann. Pharm. 31, 248.) 


4. From Malic or from Maleic acid. — Malic acid is heated for some 
time to a temperature a little above 130°, whereupon water passes over, 
togther with maleic acid, and fumaric acid remains behind in the solid 
state; or, crystallized maleic acid is boiled in a long glass tube, so that 
the evolved water may continually flow back again, till the maleic is 
converted into fumaric acid. (Pélouze.) 


Properties. ‘The acid obtained from malic acid crystallizes from the 
aqueous solution, in broad, striated, colorless prisms, sometimes rhombic, 
sometimes hexagonal (Pelouze);— that obtained from fumitory, in scales 
united in stellate groups (Winckler); that from Iceland moss, in needles 
(Pfaff); in crystals aggregated in cauliflower-like tufts (Schédler). — The 
acid sublimes in long white needles. (Lassaigne, Winckler.)— Requires 
a high temperature to melt it; volatilizes somewhat above 200°, even 
' before melting (giving off vapours which attack the eyes strongly — 
Winckler); and sublimes for the most part unaltered, but partly resolved 
into water and fumaric anhydride. — It is inodorous, tastes very acid, 
and reddens litmus strongly. (Winckler, Pelouze, and others.) 


RS ee Pelouze. Liebig. Demarg¢ay. Schodler. 
Crystallized, a 7 is Ei y, i 
Sr eo es LOS ATO2s ~A2"64 A165 a, SElLUS. i ce 
ASE OA BAD SSE BIEL S B76 3°53 O00 2 aes 
SO cory G4 moo 7. 54°46 53°60 54°84 90°41... «65 4°71 


Core Orel lace, 100-00 F..., 100,00 5 2. 100-00" 2... 100-00 5100200 = 10OnnG 


a and e are paramaleic acid crystallized from water; 0, obtained by sublimation ; 
dis fumaric, and e, lichenic acid. 


Pelouze, Reickher, and others, regard the acid as monobasic = C4H204, like maleic 
acid; and therefore, in the hypothetical anhydrous state, as C1HO%=Fu. 


Decompositions. 1. When fumaric acid is heated, a small portion of 
it is resolved into fumarie anhydride (C°H?O*), which volatilizes, and 
water. (Pelouze.) — 2. It may be set on fire by a flaming body, and 
then burns with a pale blue flame. (Winckler.) —3. When triturated 
and heated with peroxide of lead, it first gives off water and then 
takes fire, without emitting any odour of formic acid. (Rieckher.) — 
4, The colourless solution of the acid in oil of vitriol, turns brown when 
heated (Winckler), and gives off sulphurous acid. (Rieckher.) — The 
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aqueous solution of the acid is not altered by eight days boiling, or when 
heated in a sealed glass tube to 250°, not being in fact converted into 
malic acid. (R. Hagen, dnn. Pharm. 88, 276.) — The acid is not decom- 
posed by boiling with nitric acid of sp. gr. 1'4, but remains unaltered 
when evaporated (Winckler), and separates out on cooling, with pecu- 
liar whiteness and brilliancy. (Demarcay, Schddler.) — It is not decom- 
posed by boiling with water and peroxide of lead, or bichromate of pot- 
ash, and does not precipitate platinum-black from bichloride of platinum, 
(Rieckher.) 


Combinations. Fumaric acid dissolves in 390 pts. of water at 10°. 
and ina much smaller quantity of hot water (Winckler) in 210 pts. 
water at 12° (Lassaigne); in 216 pts. at 17° (Probst). 


The Fumarates are. either neutral = C®H?M*O?,0%, or acid = 
C8H?MO?,08. Some are crystalline, others pulverulent, and most of 
them have a mild taste. (Winckler.) None of them, excepting the 
ammonia, copper, and mercury salts, become carbonized till they are 
heated above 250°. (Winckler, Rieckher.) They are decomposed by 
phosphoric, sulphuric, hydrochloric, and nitric acid; but fumaric acid 
expels acetic acid from the acetates. Many fumarates dissolve in water, 
but none in strong alechol. (Winckler.) 


Acid Fumarate of Ammonia.— The acid neutralized with aqueous 
caustic ammonia, or carbonate of ammonia, gives off part of the ammo- 
nia by evaporation in the air, or in a non-exhausted receiver over lime 
and oil of vitriol, or in vacuo over hydrate of potash, and leaves the 
acid salt in oblique rhombic prisms, truncated on the acute lateral edges, 
readily soluble in water and alcohol. (Rieckher.) — Transparent, colour- 
less, shining, right four-sided prisms, or needles united in stars; they 
have a mild taste, redden litmus, do not sublime without decomposition, 
dissolve readily in cold water, but are insoluble in alcohol. (Winckler.) 
— Prisms belonging to the oblique prismatic (monoclinometic) 
system, with angles of about 70° and 110°, and terminal faces inclined 
to the acute lateral edges at anglesof 60° and 120°; cleavage distinct 
parallel to these terminal faces; in many crystals the terminal faces are 
replaced by two faces resting on the obtuse lateral edges, and meeting in 
the longer diagonal. (Delffs.) Pasteur (VV. Ann. Chim. Phys. 31, 91) also 
obtained this salt in prisms belonging to the monoclinometric system, and 
with angles of 110°, both with fumaric acid prepared from fumitory, and 
with acid obtained from malic acid. 41. 


Air-dried Crystals. Rieckher. 
INTs eh ace tet eet eee We SG Beles Be 35.4: 13°7 
CHO ae on 116, ws 9.87/22 
C8H3(NH4)08..000 occu | 133°... 100-00 


Rieckher supposes the salt to contain 1HO less. 


Fumarate of Potash. — Obtained by neutralizing the acid with aqueous 
carbonate of potash and evaporating. Lurge, transparent, colourless 
rhombic tables and four-sided prisms, often aggregated in stars, perma- 
nent in the air, and having a mild, scarcely saline taste. (Winckler.) 
Laminz united in radiating groups. (Pelouze.) The salt effloresces 
during the evaporation of its solution, but deposits shining striated prisms 
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at the bottom of the vessel; sometimes the solution yields on evaporation, 
a liquid which in 12 to 24 hours, is converted into a crystalline powder. 
(Rieckher.) The crystals become opaque at a gentle heat (Winckler), 
and give off 17°06 p.c. (4 At.) water at 100° (Rieckher); at a higher 
temperature, they melt imperfectly, blacken, swell up to ten times their 
original bulk, and leave a residue of charcoal and carbonate of potash. 
(Winckler.) The salt dissolves readily in water (very readily, according 
to Pelouze), but not in aleohol (Winckler), slightly in weak alcohol. 
(Rieckher.) From a concentrated aqueous solution, acetic acid throws 
down the acid potash-salt; alcohol, the neutral salt containing 16°61 p.c¢. 
(therefure also 4 At.) water of crystallization, (Rieckher.) 


Crystallized. Rieckher. 
dp 9 Boe Bee Snr aser mecha vane ee: Saaveee:  e > eaie ae 41°42 
COINS 4 oeneeestsoncs.aits 98°0 42°91 
OS 1S pacer le Bon ee Re 36°0 er ea: 17°06 
C8HPK208 + 4Aq. vaccine. 228°4 100°00 


b. Acid. — From the cold-saturated aqueous solution of the salt a, 
water saturated with fumaric acid precipitates the salt 6 in needles: 1 pt. 
of fumaric acid is saturated warm with aqueons carbonate of potash, 
1 pt. of fumaric added, and the solution evaporated and cooled. (Rieck- 
her.) Shining, tufted needles and oblique four-sided prisms, permanent 
in the air, and having a pleasant, strongly acid taste. (Winckler.) They 
give off 2 At. water at 200° (Rieckher), and decompose at a higher 
temperature like the salt a. (Winckler.) They dissolve much less 
abundantly in cold water than the salt a, plentifully in boiling water, 
are nearly insoluble in cold alcohol of 81 per cent, but dissolve sparingly 
therein at a boiling heat, and crystallize on cooling. (Winckler.) 


Dried at 230°. Rieckher. 
OO Lil As ey. MC. $7°2° LHNBe6IY eno BOSS 
CSHBOR ES ads lene BOF Oh o.. (9°39 
ad aha RA dpi een 154°2 .... 100°00 


The existence of a fumarate of potash and ammonia is doubtful. (Rieckher.) 


Neutral Fumarate of Soda.— C*H?Na’0*.— The salt precipitated 
by alcohol from the aqueous solution is a crystalline powder containing 
10°03 p.c. (2 At.) water; when the solution is evaporated, the salt crys- 
tallizes in needies and prisms containing 25:12 p.c. (6 At.) water. The 
water escapes for the most part at 100°, completely at 200°, and the 
residue contains 38°77 p.c. soda. (Rieckber.) Crystalline mass con- 
sisting of needles, permauent in the air, having a faint silky lustre, and a 
warm saline taste; it behaves in the fire like the potash-salt, dissolves 
readily in cold water but is insoluble in alcohol. (Winckler.) 

It does not appear possible to prepare an Acid fumarate of soda or a fumarate of 
soda and potash. (Rieckher.) 


Fumarate of Baryta,— The free acid does not precipitate baryta- 
water (Lassaigne), or chloride of barium. (Rieckher.) Very dilute solu- 
tions of fumarate of ammonia and chloride of barium mixed together, 
deposit, after a while, colourless, nearly transparent rhombic prisms 
variously modified, having a vitreous lustre, and a very slight taste with 
somewhat acid after-taste; they effloresce readily in the air, giving off 
15 per cent, of water, and at 100° the loss amounts to 20°81 per cent. 
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The salt takes fire when held over a flame, and leaves carbonate of 
baryta mixed with charcoal. It dissolves very sparingly in water and is 
insoluble in alcohol. (Winkler.) —A moderately concentrated aqueous 
mixture of fumarate and acetate of baryta does not yield anv deposit, 
though left to itself for several hours; but on scratching the sides of the 
vessel with a glass rod, a crystalline powder is immediately deposited on 
the rubbed parts, and gradually increases. On mixing the boiling satu- 
rated solutions, this powder is deposited even without friction. The salt 
loses only 0°6 p.c water at 100°, and 12 p.c. in all at 200°; it is there- 
fore anhydrons. It dissolves very slowly, not only in water and alcohol, 
but likewise in aqueous fumaric and other dilute acids; consequently no 
acid salt appears to be formed. (Rieckher.) — Schddler obtained with 
lichenic acid, four-sided prisms containing 56°91 p. c. baryta. 


Winckler. Rieckher. 


Dried AL100°. At 200°. 
Oho. isco eGo) hoes eas 
C8E208 98-0 _. 39°01 


C8H*BarO0® .... 251°2 .... 100°00 


Acid fumarate of potash does not form a double salt with carbonate of baryta. 


Fumarate of Strontia. — Aqueous fumarie acid does not precipitate 
strontia-water. (Pelouze.) From acetate of strontia it throws down, 
after some time only, if the solution be very dilute, a white crystalline 
powder which gives off 19°82 p. c. water at 100°, and 20°66 p.c. (6 At.) 
in all, at 200°, and is as sparingly soluble in water as the baryta-salt, 


(Rieckher.) 


Dried at 230°. Rieckher. 
De Snl) hese ene acta eae LOA ..8 A149 eet 61222 
Od EEG ae ae ee 98 48 51 
Oe rgd 6 nn Ae ae 202. _.... 100°00 


Fumarate of Inme. — Occurs in fumitory. — Fumarie acid does not 
precipitate lime-water (Lassaigne), or chloride of calcium. (Rieckher.) 
From a hot-filtered solution of carbonate of lime in fumaric acid, or from 
a mixture of fumarate of potash with acetate of lime, colourless, shining 
scales separate after a while, which are tasteless, permanent in the air, 
and searcely soluble in water or alcohol. (Winckler.) — An aqueous 
mixture of fumaric acid and acetate of lime deposits highly lustrous 
crystals, which are sparingly soluble in water, insoluble in alcohol, give 
off the greater part of their water at 100°, and the whole, amounting to 
25°66 p.c. (6 At.) at 206°. (Rieckher.) 


Dried at 230°. Rieckher. Winckler. 
VAR GEN OL) ieee sb ON Sree OCS OMMU ates. DOSE Meets 38°82 
CBH2OS 4.54 98 63°64 


CeH*CarO? ...: 154 .2. 100:00 


Fumarate of Magnesia. — Fumaric acid mixed with aqueous acetate 
of magnesia and evaporated to a syrup, yields no crystals; but if the 
greater part of the acetic acid be expelled by thorough drying in the 
water bath, and the residue exhausted with alcohol, fumarate of mag- 
nesia remains undissolved in the form of a white powder, which gives off 
34°48 p.c. (8 At.) water at 200°, but only half that quantity at 100°. 
(Rieckher.) 
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Dried at 200°. RiecklLer. 
St 0 il tll cede ariel Ae le Ro Te A a ee OS Ieee 29°82 
Aer a Rie Ey oe an eens 98 71°02 
BEA Fe 0 Se SONA ME Pate |) 138 160°00 
Dried at 160°, Rieckher. 
LED Bais cass tp x Nina saith T vie cian Getat ae eee ae ae re) eet 23:19 
ET CO de lan ce ee ee ee is Vyestal 
CARE M ge Ota AA Gh tie eae chats. foes 174 ¢1..2.100°00 


Alumina and Chromie Oxide do not appear to combine with fumaric acid (Rieckher); 
the alkaline fumarates yield no precipitate with alum. (H. Rose.) 


Fumarate of Manganese. — Fumarate of soda added to sulphate of 
manganese throws down, after a while, a small quantity of a white 
powder. (Winckler.) The acid heated with aqueous acetate of man- 
ganese, yields a yellowish white powder, which gives off 24:7 p. c. (6 At.) 
water at 200°, and dissolves sparingly in water, not at all in alcohol, and 
with decomposition in acids. (Rieckher. ) 


Dried at 268°. Rieckher, 
WET Fe Ie ete Af Dc eee 41°09 
CEs. cae, eats 98 57°65 
CSUs CAN OP a ee Sees 170 106:00 


Antimonic oxide does not dissolve in a warm aqueous solution of acid fumarate of 
potash. (Rieckher.) 


Fumarate of Zinc. — Obtained by saturating the boiling aqueous 
solution of the acid with oxide or carbonate of zine, and evaporating the 
filtrate to the crystallizing point. Short, thick, oblique four-sided prisms, 
colourless, with a vitreous lustre; having an astringent and afterwards 
sweetish metallic taste; permanent in the air, but efflorescing when 
heated; taking fire and blackening at higher temperatures, and burning 
away, with residue of zinc-oxide; readily soluble in water; insoluble in 
alcohol. (Winckler.) — A solution of acetate of zinc in warm aqueous 
fumaric acid, left to evaporate in a warm place, yields Winckler’s air- 
permanent, four-sided prisms, which give off 13:24 p,c. (6 At.) water at 
120°, dissolve in water and in weak alcohol, and are precipitated by 
ammonia; but if the solution be left to evaporate in a cooler place, 
larger eftlorescent crystals are obtained, containing 29:06 (8 At.) water, 


(Rieckher.) 


Dried at 120°. Reickher. 
DRI O tes, cee in ee 80 EEL, Pea oe 44°47 
CEOS ahi ict. eee 98 HOC S oeiece O00 
COAT OF ei rrnetansoes Vio ees eLU0 U0 oie: 100°60 


No fumarate of zinc and potassium appears to exist. (Rieckher.) 


Fumarate of Lead. —a. Sexbasic. —1. Obtained by precipitating 
basic acetate of lead with fumaric aaid [with neutral fumarate of potash 7]. 
—2. By treating the salt c with ammonia. Thesalt does not part com- 
pletely with its hygroscopic water till it is heated to 200°, and bears a 
temperature of 230° without decomposition. (Rieckher.) 


b. Tribasic. — Obtained by precipitating basic acetate of lead with 
acid fumarate of potash. The white, quickly sinking precipitate, gives 
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off all its water at 130°, and bears a temperature of 280° without decom- 
position. (Rieckher.) 


Salt a, dried at 230°. Rieckher. 
Ga DO emanates kectteterdnaRe G7 2a Be Die wie 86°7 
OS ae, Bc: ee 98 eer 
£POO)CoHAP EO? aan eee 770 100°00 
Salt 6, dried at 230°. Rieckher, 
DEED OM. p oan es BoOtomew LEA O abn 12 
Ce ee ee 98 22-56 
PHO LC Pr Oe ieee ates 434 ,... 160°00 


c. Neutral. — Malate of lead 1s converted at 220° into fumarate 
(Rieckher.) The dilute potash-salt mixed with acetate of lead acidulated 
with acetic acid, throws down a white crystalline powder, which dis- 
solves on boiling, and crystallizes after a while on cooling, in white 
shining tufts of needles, ave kler.) The free acid behaves in a similar 
manner with neutral acetate of lead. (Lassaigne, Pelouze). The dried 

salt does not decompose at 200°. (Rieckher.) When heated over a flame 

‘ takes fire and burns away with a glimmering light, leaving a mixture 
of lead and a small quantity of protoxide. Winkler.) The needles, 
after drying in the air, contain 16°28 p. c. (6 At.) water (Pelouze); 9°31 
p.c. (4 At.) according to Rieckher. The salt dissolves readily in nitric 
acid, with separation of fumaric acid; it is nea uly insoluble in cold water 
and in strong acetic acid, but dissolves with tolerable facility in boiling 
water, separating out again unchanged on cooling. (Winckler.) I6 is 
insoluble in alechol. (Rieckher.) 


Dried between 146° and 200°. Pélouze. Rieckher. Winckler. 

CREDO 204 COT Wace 69) vis COLA Toy 
CATPOe ows 98 30°43 

CFH2PpeO® ... 322 .,.. 100°¢0 


The ammonia-salt does not precipitate ferrous sulphate, (Winckler.) 


Ferric Fumarate. —QRecently precipitated ferric lydrate does not 
dissolve in aqueous fumaric acid, even with the aid of heat. (Rieckher) 
The aqueous acid forms a brownish yellow precipitate with ferric sul- 
phate. (Lassaigne.) Fumarate of ammonia or soda forms with sesqui- 
chloride of iron a pale brown-red precipitate insoluble in excess of the 
ammonia-salt (whereby it is distinguished from the precipitate formed b 
succinic acid.) (W inckler.) The precipitate is chamois-coloured like 
ferric succinate. (Pel onze.) Mere traces of ferric oxide remain unpre- 
cipitated; the precipitate is cinnamon-coloured, very bulky, and difficult 
to wash; soluble in acids but not in ainmonia; cng mperass precipitated 
from cold or from hot solutions, contains after a rying ab 260°, 44:08 p.c. 
ferric oxide, whence its formula is Fe?O0*, CSH*0*% (Rieckher.) 


Fumaraté of Cobalt. —'The red mixture of fumarate and acetate of 
cobalt does not yield crystals by evaporation, but when mixed with 
alcohol after concentration, deposits a rose-coloared pulverulent pre- 
ca which, after washing with alcohol and fereg) in the air, gives off 

LECT O psc (nearly 4 At.) water at 100°, and 23°84 p, ¢. (6 At.) i in all at 
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200°; it dissolves easily in water or ammonia,’sparingly in weak alcohol. 
(Rieckher. ) 


Dried at 200°. Rieckher. 
DPC) ere eee eet es ris Wie melee hss tle ak ee 27 
Ee isis cccskcvtenotn ae 98 56°65 
CAH Coe C oy eee. cae Fo 6a. 100200 = 


Fumarate of Nickel. — Obtained like the cobalt-salt. Pale green 
powder, which, after drying in the air, gives off 26°49 p. c. (rather more 
than 6 At.) water, 30°61 p.c. (8 At.) in all at 200°, and at 230°, suffers 
a total loss of 36:22 p.c. with colouring and partial decomposition. It 
dissolves in water, weak alcohol, and ammonia. (Rieckher.) 


Dried at 200°. Rieckher. 
SAINI OM ee: aah. ee Be Tie Ae eee 42:92 
GEEZ OC rit re bores te 98 56°65 
CoByNE OS. sone coe. 173.—.... 100°00 


Cupric Fumarate. — Fumarate of potash added to cupric sulphate 
throws down a pale blue crystalline powder soluble in hydrochloric or 
nitric acid, insoluble in water and alcohol. (Winckler.) Aqueous cupric 
acetate heated with fumaric acid till the latter dissolves, deposits a blue- 
green crystalline powder. This salt, after drsing in the air, gives off 
17:67 p.c. (rather more than 4 At.) water at 100°, and 23 61 (6 At.) in 
all at 200°; at 230°, it suffers a total loss of 48 or 49 per cent., assuming 
at the same time a brown colour and being partially decomposed. It 
dissolves readily in nitric acid with separation of the acid; slowly in 
water and alcohol; and is insoluble in boiling famarice acid. (Rieckher.) 


Dried at 260°. Rieckher. 
DCOGe Eas | Hee. S()) Te... eta Oe ee 44°49 
CeO ee are 98 55°06 
Si) a 1 7 | i © | enn ee no ane LOO LOO 
Dried at 100°. Rieckker. 
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Cuprofumarate of Ammonia. — The dark blue solution of cupric 
fumarate in ammonia yields by evaporation, small, dark blue, shining 
octohedrons. (Winckler. ) When a layer of alcohol is poured upon aye 
above solution, the salt separates in delicate blue, silky needles. 
(Rieckher.) 


Mercurous Fumarate. — An aqueous solution of mercurous nitrate 
forms with fumaric acid or alkaline fumarates, a white erystalli ine pre- 
cipitate which suffers no perceptible loss and no change of colour at 100°. 


(Rieckher. ) 


Air-dried. Rieckher. 
Zi ao 8 ee CRESRRS ies 2 ALG ea oks,’ « ebilos a avtata 81:13 
Og Fs 0 alee ah roe IN i 8 98 19°07 
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Mercurie Fumarate. — The ammonia-salt added to a solution of cor- 
rosive sublimate, throws down a white powder (Winckler); it does not 
form any precipitate. (H. Rose, Pogg. 7, 87.) The potash-salt throws 
down, from the solution, a mixture of yellow needles and a white crystal- 
line salt. Free fumaric acid gives no precipitate, either with corrosive 
sublimate or with mercuric nitrate; it does not dissolve mercuric oxide 
even with the aid of heat. (Rieckher.) 


Fumarate of Silver. —¥ree fumaric acid added to nitrate of silver 
throws down a fine white powder. (Lassaigne.) ‘The acid, even when 
dissolved in 200,000 pts. of water, still precipitates silver-solution; and 
alkaline fumarates precipitate it even at higher degrees of dilution; so 
completely indeed that the filtrate shows no turbidity on the addition of 
hydrochloric acid. (Pelouze.) The powder, after being washed and dried 
in the dark, is white, tolerably heavy, nearly tasteless, and adheres to the 
fingers. (Winckler.) It turns brown when heated, afterwards decom- 
poses with slight detonation and sparkling, and leaves a bulky, velvet- 
black mass, which leaves metallic silver when burnt. (Winckler.) When 
heated, it deflagrates like gunpowder. (Demorcgay, Rieckher.) It dis- 
solves readily in nitric acid, with liberation of fumarie acid. (Winckler.) 
It is insoluble in water (Winckler, Pelouze), and is not decomposed 
by continued boiling therewith. (Rieckher.) It dissolves readily in 
ammonia, and when the ammonia evaporates, yields delicate shining 
prisms, which give off potash when treated with ammonia. (Winckler.) 


Dried at 100°. Demar¢ny. Liebig. Schédler. Winckler. 
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Fumaric acid dissolves readily in 82 per cent. A?cohol (Winckler); it 
dissolves in 21 pts. of cold alcohol of 76 per cent. (Probst.) 
It dissolves readily in Hither. (Winckler & others.) 


Conjugated Compound of Fumarie Acid. 
Fumaric Ether. C°H’0%=20'H*0, 0®H?0*. 
Roz. Hagen (1841). Ann Pharm. 38, 274. 


Formation and Preparation. A solution of fumaric or of malic acid 
in absolute alcohol is saturated with hydrochloric acid gas; the mixture 
distilled; and the fumaric ether, which passes over after the hydrochloric 
ether, and when the heat has risen considerably, collected in a separate 
receiver and dried over chloride of calcium. 


Properties. Ouy liquid, heavier than water and haying a pleasant 
fruity odour. 


32 CAUTCHENE !: OXYGEN-NUCLEUS C8H?20+4, 


Hagen 
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Decompositions. 1. The ether heated with potash-ley, is resolved 
into fumarate of potash and alcohol. — 2. Treated with aqueous ammonia 
it deposits after some time, crystals of fumaramide: 


CMH 208 + 2NH3 = C8N7H6O! + 2CHHS02, 


It is shghtly soluble in water. (Hagen.) 


B. Oxygen-nucleus. C8H?04, 


Famaric Anhydride, C*H*0°=C*H?040%. 


Penouze. (1834.) Ann. Chim. Phys. 56, 72; also Ann. Pharm. 
11, 263. 


Anhydrous Fumarie Acid; Anhydrous Maleic Acid. 


Produced, with formation of water, when maleic or fumaric acid is 
heated. 

Crystallized maleic acid is rapidly distilled, with change of receiver, 
till nothing but erystallized fumaric acid remains behind: a and the last 
distillate (the first being watery) is repeatedly rectified in the same 
manner, the first watery portion of the distillate being each time set 
aside, till the last distillate passes over completely, without first yielding 
water, and without leaving a residue of fumaric acid. 

The anhydride melts at 57° and boils at 176°. 
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The anhydride slightly heated above its boiling point, decomposes, 
turning brown and giving off gas. (Pelouze). 

Pelouze regards this body as the so-called anhydrous maleic acid =C4HO®. But as 
fumaric acid is formed in its preparation, it may just as well be anhydrous fumaric acid, 
i. e., fumaric anhydride, a view which is supported by the fact that no other monobasic 
acid yields an anhydrous acid or anhydride.* The question might be decided by ascer- 
taining whether this body when treated with aqueous alkali yields a maleate or a 
fumarate. (Gm.) 


* This was written before Gerhardt’s discovery of the anhydrous monobasic acids. 


[W.] 


SULPHOSINAPIC ACID. 33 


b. Amidogen-nuclet. 
a. Amidogen-nucleus. C®AdH?. 
Sulphosinapic Acid. C*NH'S'=C*AdHS St 
Witt. (1844.) Ann. Pharm. 52, 30.— Further: Ann. Pharm. 92, 59. 
Formation. By decomposing oil of mustard with alcoholic potash. 


Preparation. Oil of mustard is slowly dropt into a concentrated 
solution of hydrate of potash in absolute alcohol, care being taken that 
the liquid does not get too hot; the brown-red liquid decanted, after 
several hours, from the crystallized carbonate of potash; diluted with 
water; separated by a wet filter from the oil which has sunk to the 
bottom, and the pale yellow filtrate evaporated nearly to a syrup: this 
when set aside, deposits shining crystals of the potassium-salt. — If 
the evaporation be carried too far, a thick brown-red oil rises to the 
surface of the liquid; and when this oil is dissolved in water, a yellow 
powder separates, which coheres in lumps. ‘The liquid decanted from 
the carbonate of potash may likewise be evaporated in vacuo without 
addition of water, till, in the course of a few days, it solidifies to a 
radiated mass, which may be freed from the oil by ether, then dissolved 
in absolute alcohol, and filtered from the carbonate of potash. The 
alcoholic filtrate contains the potassium-salt, together with free potash. — 
The potassium-salt cannot be obtained in a state of perfect purity. 

When the solution of the potassium-salt diluted with a moderate 
quantity of water is neutralized with acetic acid, a yellowish turbidity 
is produced, arising from separated sulphur. The liquid filtered there- 
from, which is inodorous, even when heated, forms with acetate of lead- 
a lemon-yellow precipitate, which soon becomes yellowish-red and atter- 
wards black, the odour of oil of mustard being then evolved with conti- 
nually greater intensity. The green precipitate obtained with copper- 
salts likewise turns brown and afterwards black, and still more quickly, 
the precipitate obtained with nitrate of silver, the odour of oil of mustard 
being perceptible in each case. These three precipitates decompose 
even when they are immediately thrown on a filter and washed with 
cold water. 

To obtain the lead salt undecomposed, the liquid filtered from the oil, 
after dilution with water (vid. sup.) is diluted with 200 times its bulk of 
water, neutralized with acetic acid, which at this degree of dilution 
produces no turbidity, and precipitated by acetate of lead. 

The finely divided precipitate aggregates on agitation in lemon-yellow 
curdy flakes, which, after the greater portion of the jiauid has been 
decanted, must be quickly thrown on the filter, washed with cold water 
(till the wash-water is no longer acid), pressed between a large quantity 
of paper, and dried as quickly as possible in vacuo over oil of vitriol. 
During these processes, however, a certain amount of decomposition 
always takes place, from formation of oil of mustard and sulphide of 
lead, the latter causing a yellowish grey or even black colouring. At 
100°, this decomposition takes place completely, colourless drops of oil of 
mustard distilling over, while sulphide of lead, mixed with sulphur, 
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SE CAUTCHENE: AMIDOGEN-NUCLEUS C8AdHé. 


remains, without any evolution of water or carbonic acid. [But sulpbu- 
retted hydrogen might be evolved, according to the equation : C83NH®PbSt = CSN H°S? + 
PbS+HS; as no means were adopted to prevent access of air, this sulphuretted 
hydrogen may have been partially decomposed, inasmuch as Will found the sulphide 
of lead mixed with sulphur.]}—With sulphuric acid, the lead-salt gives off 
abundance of sulphuretted hydrogen, without the slightest odour of oil 
of mustard. — The potassium-salt, when heated, likewise yields oil of 
mustard and a brown liver, and with sulphuric acid, a large quantity 
of sulphuretted hydrogen, but no sulphur. 


Will 
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*, Will regards sulphosinapic acid as a compound of sulphocyanide of allyl (CH*), 
: 2, Hg : 
S2 + H } S2. Ger 


with sulphuretted hydrogen: C83NH’S! = C°H®,C°7NS? + 2HS= a 
hardt regards it as sulphocarbamic acid in which 1 At. H is replaced by allyl. 


Sulphocarbamic acid. Allylsulphocarbamic acid. 
NH?(CS)?. et NH(C8H?®) (CS)? . i 
H.8 H.S§ 


The sulphosinapates may also be readily obtained by mixing oil of 
mustard with the alcoholic solutions of the corresponding hydrosulphates. 
In this manner the whole of the oil of mustard may be converted into 
sulphosinapic acid. 


Sulphosinapate of Ammonium. — When oil of mustard is dropt into 
a colourless, saturated solution of hydrosulphate of ammonium, NH‘S,H 
the odour of the latter immediately disappears, the liquid becoming 
strongly heated and solidifying in a few minutes to a magma of colour 
less amine of the sulphosinapate. 


Crystallized. Will. 
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This salt has but little stability, decomposing by keeping. 


Sulphosinapate of Potassium.—- An alcoholic or even an aqueous 
solution of hydrosulphate of potassium, to which mustard-oil is added as 
long as the odour of the latter is destroyed, yields by slow evaporation 
in vacuo — provided the quantity of material be not too small— large 
thombic tables often an inch in diameter; by quicker evaporation, 
needle-shaped crystals are formed. These crystals are transparent and 
colourless so long as they remain in the liquid; but when exposed to 
the air, they become opaque and yellow, losing their form and becoming 
partially insoluble in water, which then leaves a viscid sulphur-coloured 
residue. — The aqueous solution of the recently prepared salt may be 
heated without giving off the odour of mustard-oil; but on mixing the 
heated solution with nitrate of silver, sulphide of silver is precipitated, 


SULPHOSINAPIC ACID. 


and the odour of mustard-oil becomes immediately perceptible; the dried 
compound likewise gives off mustard-oil when heated. 


Orystallized. Will. 
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Sulphosinapate of Sodium. — Obtained by mixing a warm alcoholic 
solution of hydrosulphate of sodium with mustard-oil as long as the 
odour of the latter is destroyed. Separates in nacreous laminz, which 
are unctuous to the touch, and when heated, first melt, and then give off 
abundance of mustard-oil. The salt contains 6 At. water of crystal- 
lization. It cannot be kept without decomposing. 


Crystallized. Will. 
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C5NH®NaSt+ 6Aq. .... 209°1 .... 100°00 


_ Sulphosinapate of Barium. —1. Obtained by heating oil of mustard 
with a solution of sulphide of barium supersaturated with sulphuretted 
hydrogen and mixed with a little alcohol —2. By diffusing hydrate of 
baryta and oil of mustard in water, adding alcohol, and passing sulphu- 
retted hydrogen through the liqnid. —3. It is likewise deposited from 
the mother-liquor of the alcoholic solution of the compound of mustard- 
oi] with sulphide of barium (p. 49).— Forms crystalline lamine like 
the soda-salt, and very easily soluble. 


Crystallized. Will. 
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C°NH®BaS!+4Aq. 236°6 .... 100°00 
a, Prepared by method (3); b, by method (1). 


Sulphosinapate of Calcium.— When milk of lime is mixed with 
mustard-oil, a little aleohol added to dissolve the latter, and sulphuretted 
hydrogen in excess passed through the liquid, the odour of the mustard- 
oil disappears altogether, and a clear solution is obtained; which, after 
evaporation in the water-bath, leaves the calcium-compound in the form 
of a slightly yellow, transparent jelly. When completely dried, it is 
decomposed, with abundant evolution of mustard-oil, (Will.) . 


36 CAUTCHENE: AMIDOGEN-NUCLEUS C8AdHCl. 


B. Amidogen-nucleus. C®AdHCI* 
Chlorazosuccic Acid. C*NH*®Cl4O*=C*®AdHCH,0*. 


Mauaautr (1846.) WV. Ann. Chim. Phys. 16, 72; abstr. J. pr. Chem. 
37, 435. 
Geruarvr. W. J. Pharm. 14, 235 and 291. 


Formation. By the action of dry ammoniacal gas on perchlorosuc- 
cinic ether. The products of the reaction are chlorocarbethamide, chlo- 
razosuccate of ammonia, and sal-ammoniac. For this decomposition, 
Malaguti, who regards chlorocarbethamide (ix, 228) as C'N*H®CI'0%, 
gives the following equation: 


ClHCI3018 + 8NH? = ClNSHSClVO? + NH?,CSNHCE,O?,3HO + 3NH4Cl, 


X 


———— - 
Chlorosuccinic Ter-hydrated chlorazosuccate 
Ether. > of ammonia. 


If, on the other hand, we represent chlorazosuccic acid by Gerhardt’s 
formula, C®8NH*®CI*O*, and regard chlorocarbethamide, according to 
Gerhardt’s most recent experiments, as chloracetamide =C*N H°CPO’, 
the equation will be: 


ChHCIRO® + 7NH? = 2C!NH?CHO? + NH?,C°NH®CiHO* + 3NH#4CL. 


ee 
Chlorazosuccate of 
ammonia. 


Preparation. Ammoniacal gas is passed over pulverized perchlo- 
rosuccinic ether contained in a tubulated retort, as long as the gas is 
absorbed and heat evolved; the mass then pulverized; ammoniacal gas 
again passed over it; the operation repeated as long as any wbsorption 
takes place; the mass treated with pure ether; the solution of chlorazo- 
succate of ammonia and chlorocarbethamide (chloracetamide) filtered 
from sal-ammoniac and a trace of paracyanogen; the liquid evaporated; 
the residue treated with a small quantity of water; the liquid again 
filtered; the chlorocarbethamide (chloracetamide) remaining on the filter 
repeatedly washed with a small quantity of water, til the water which 
runs away is no longer bitter; and the brown filtrate mixed with hydro- 
chloric acid, whereby the chlorazosuccic acid is precipitated in the form 
of a brown oil which soon solidifies in a erystalline mass. The brown 
acid is freed from the brown matter (paracyanogen?) by repeated 
solution in ammonia and precipitation by hydrochloric acid, after which 
it crystallizes in a state of purity by spontaneous evaporation from its 
alcoholic solution. (Malaguti.) Gerhardt precipitates the acid from the 
solution of its ammoniacal salt by nitric acid, and washes it with cold 
water. 


Properties. Four-sided prisms acuminated with pyramids. Melts 


CHLORAZOSUCCIC ACID. ot 


under water at 83° to 85°, and per se at 200°, but begins to sublime at 
125°, and to show colour at 150°. Tastes extremely bitter. 


Calculation, according to Gerhardt. 
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Calculation, according to Malaguti. Malaguti. 
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[Malaguti’s formula is improbable on account of the uneven number of the atoms 
and the mode of formation of the acid; Gerhardt’s requires much less N and much more 
H and O than are given by experiment,—a result which Gerhardt attributes to a partial 
decomposition by drying before the analysis. A repetition of the analysis is desirable. ] 


The acid is insoluble, or nearly so, in water. 

It effervesces with carbonates. 

Its solution in aqueous Ammonia evaporated in vacuo yields the 
ammonia-salt, half in crystals, half as a syrup. This salt, when heated 
to 100°, gives off carbonic acid (and as Malaguti supposes, but has not 
proved, also carbonic oxide), and is converted into a mixture of chloro- 
succilamide (ix, 272) and sal-ammoniac, which may be separated by 
ether. (Malaguti.) Equation according to Malaguti: 


NH3,CSNHCBO%2HO = C*NH?CPO + CO? + CO + NHICI. 


But, according to Gerhardt’s more probable assumption, chlorosuccilamide 
= C°N H‘Cl?0?, ¢. ¢., the acetamide of the propylene-series, and hence the 
equation is: 


NH?,C8NCBCI4O* + 2HO = C°NH‘CBO? + NH* + 2CO?. 


The concentrated solution of the ammonia-salt forms with /ime-salts, 
a white precipitate, consisting of fine needles; with copper-salts, a lilac; 
and with mercury and_ silver-salts, a white amorphous precipitate. 
(Malaguti). It does not precipitate chloride of barium, sulphate of 
magnesia, sulphate of zinc, or sulphate of manganese. (Malaguti.) 

The szdver precipitate, which is at first amorphous, becomes crystal- 
line in a few seconds. Washed with cold water and dried at 100°, it 
leaves, when ignited, 40°23 p.c. chloride of silver, consequently contains 
30°3 p.c. silver. (Malaguti.) The formula C°N H?AgClO* requires 
31:25 p. c. silver, but Malaguti’s formula C'NAgClO’, 37:9 p. c. 
(Gerhardt. ) 

The acid dissolves very readily in alcohol and ether. (Malaguti.) 


38 CAUTCHENE : AMIDOGEN-NUCLEUS C8Ad?H?0?, 


y. <Amidogen-nucleus, C&Ad?H?0*. 
Fumaramide. C*N?H°O0!=C8Ad?H?02,02, 
Ros. Hacen. (1841.) Ann. Pharm. 38, 275. 


Fumaric ether, mixed with aqueous ammonia, and set aside for some 
time in a cold place, deposits white scales of fumaramide. 


Hagen 
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Fumaramide yields by dry distillation, ammonia, a crystalline sub- 
linate, and a carbonaceous residue. Heated with aqueous alkalis, it 
gives off ammonia, and when heated for some time with water, it is 
converted into fumarate of ammonia : 


C8N?H°O! + 4HO = 2NH3,C8H408. 


It is insoluble in cold water, but dissolves in boiling water and 
separates out unchanged on cooling. It is insoluble in alcohol. (Hagen.) 


I Fumaramide with Mercurie Oxide. — Red oxide of mercury boiled 
in water with fumaramide is rapidly decolorized, and yields a white pul- 
verulent compound, which must be carefully washed with boiling water 
and dried at 100°. It is decomposed by hydrochloric acid and sul- 
phuretted hydrogen. (Dessaignes, WV. Ann. Chim. Phys. 34, 143; Ann. 
Pharm, 82, 233.) 


Dried at 100°. Dessaignes. 
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4 Fumarimide. C*NH30!> 


DessaIcnes. Compt. rend. 30, 824; .V. J. Pharm. 17, 349; Jahresber, 
1850, 414, 
J. Wotrr. Ann. Pharm.75, 293. 


Formed by the action of heat on bimalate of ammonia. When this 
salt is heated in an oil-bath to 160°— 200°, it melts, swells up, gives off water 
contaiuing a very small quantity of ammonia, and leaves a reddish, trans- 
parent, somewhat resinous mass, very sparingly soluble in water even at 
a boiling heat. This residue, after being washed with hot water, forms 
an amorphous powder, having a pale brick-red colour and earthy taste. 
When dried at 100°, it exhibits the composition of fumarimide + 1 At. 
water. (Dessaignes.) — When the residue obtained as aboye is exhausted 


SINAPOLINE. 39 


with boiling water, the wash-water yields on cooling a fine white powder, 
which remains suspended in the liquid, but is immediately precipitated 
by acids. This substance, after being several times dissolved in water 
and reprecipitated, exhibits nearly the composition of anhydrous fuma- 
rimide. (Wolff. ) — Asa small quantity of ammonia is always evolved in the dry 
distillation of the bimalate, a corresponding quantity of malic acid must be set free; 
consequently a certain quantity of maleic and fumaric acids must be formed together 
with the fumarimide, and the soluble parts of the residue contains malic acid, both 
active and inactive. Ifthe bimalate be moistened with ammonia, before heating it to 
200°, the residue yields scarcely anything to water. (Pasteur, Ann, Pharm. 82, 231. 


Anhydrous. Wolff. 
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Wolff supposes that the substance which he analysed was contaminated with 
aspartic acid. 
The composition of fumarimide is that of (unknown) fumaramic acid minus water: 


. C83NH50' — 2HO = C8NH304 


Fumarimide is a very stable substance. It dissolves in hot concen- 
trated acids, whence it is precipitated by water, without alteration, even 
after boiling for some seconds. But if heated for 5 or 6 hours with 
hydrochloric or nitric acid, and then evaporated to dryness, it yields a 
crystalline residue containing a combination of hydrochloric or nitric 
acid with inactive aspartic acid (Dessaignes, Wolff): 


C83NH30! + 4HO = C8NH/038 
Fun.arimide. Aspartic acid. 


Bimaleate and bifumarate of ammonia yield by dry distillation, a 
substance closely resembling fumarimide in most of its reactions, but not 
identical with it. (Dessaignes.) T 


Sinapoline. 
C4NFH YO? — GN YO? H? — CHIOAG HO tH? 


Ep. Simon. (1840). Ann. Pharm, 33, 258; Pogg. 50, 377. 
Witt. Ann Pharm. 52, 25. 


Formation. In the decomposition of mustard-oil by hydrated oxide 
of lead or aqueous fixed alkalis (p. 45.) 


AO ~ CAUTCHENE: AMIDOGEN-NUCLEUS C8Ad?H?02, 


Preparation. 1. One part of mustard-oil is mixed with 12 pts. of 
recently precipitated oxide of lead, and 3 pts. of water, and digested for 
several days in a closed vessel at a gentle heat and with frequent agita- 
tion, till the odour of mustard is no longer perceptible; the mass then 
dried in an open basin on the water-bath; and the sinapoline extracted 
from it by hot water or alcohol. (Simon.) The hydrated oxide of lead 
must be well washed; the digestion in the water-bath continued, as long 
as fresh portions of lead-oxide become blackened; the mixture imme- 
diately exhausted by boiling with water; and the liquid filtered to 
separate the sulphide, carbonate and excess of oxide of lead; pure sina- 
poline then crystallizes out on cooling. (Will.)—2 Oil of mustard is 
boiled with a large quantity of baryta-water; the liquid evaporated to 
dryness after the odour of mustard has disappeared [during which how- 
ever, some of the sinapoline may volatilize]; and the sinapoline extracted 
from the residue by alcohol or ether. (Will) 


Properties. Sinapoline crystallizes from the hot aqueous solution in 
colourless, shining lamin, unctuous to the touch. (Will.) They melt at 
90° (Simon), at 100° (Will), without loss of weight, and immediately 
solidify on cooling in a beautiful crystalline mass. (Will.) Sinapoline 
may be sublimed (Simon), but undergoes partial decomposition at the 
same time (Will); when distilled with water, it passes over undecom- 
posed. (Simon. ) 


Crystallized. Will. 
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Decompositions. 1. Sinapoline decomposes between 170° and 180°. 
(Simon.) — 2. Nitric acid converts it into an acid, and its solution in oil 
of vitriol turns brown when heated. (Simon.)— It may be boiled with 
potash without giving off ammonia, and melts in the potash to oily drops 
without decomposition. ( Will.) 


Combinations. Sinapoline dissolyes in Water, abundantly at the 
boiling heat. (Simon, Will.) 

It dissolves without decomposition in cold o7 of vitriol and cold nitric 
pe eee likewise in other acids, and may be separated by ammonia. 

Will, 

It absorbs dry hydrochloric acid gas, with rise of temperature suffi- 
cient to melt it, and without separation of water. The saturated com- 
pound contains 25°555 pts. hydrochloric acid to 100 pts. sinapoline = 
35°77 : 140, therefore equal numbers of atoms. It is viscid, does not give 
off hydrochloric acid when dry air is passed over it, but emits fumes of 
hydrochloric acid in moist air, and deposits a portion of the sinapoline on 
addition of water. (Will.) 

Aqueous sinapoline precipitates aqueous protochloride of mercury and 
bechloride of platinum. (Will.) 

It dissolyes in alcohol and ether. (Simon, Will.) 
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ce. WNitrogen-nucler. 
a. Nitrogen-nucleus, CNH, 
Oil of Mustard, C*NH*S?=C*NH},S’, 


THIBIERGE. J. Pharm. 5, 439; also NV. Tr. 4, 2, 252. 

Juxu. FoNTENELLE. J. Chim. méd. 1,131. 

HorneEMANn. Berl. Jahrb. 29, 1, 29. 

Boutron & Ropiquet. J. Pharm. 17, 296. 

Henry & Puisson. J. Pharm 17, 451. 

Dumas & PELouzE. Ann. Chim. Phys. 53, 181; also J. Chim. méd. 
9, 641; also Ann. Pharm. 10, 324; also Pogg. 29, 119. 

Ascuorr. WV. Br. Arch, 3,7; also J. pr. Chem, 4, 314. 

WrrerstooKk,. Berl Jahrb. 35, 2) 257. 

Ropiqurt & Bussy. Ann. Chim. Phys. 72, 328; also J. Pharm. 26, 
P63 also J. pr: Chem. 19, 232. 

Boutron & Fremy. J. Pharm. 26, 112. 

Lowia & WeripMANN. J. p27. Chem. 19, 218. 

Wit. Ann. Pharm. 52, 1.— Further Ann. Pharm. 92, 59. 

Werruerm. Ann. Pharm. 55, 297. 

GERHARDT. Compt. rend. 20, 894; also WV. Ann. Chim. Phys. 14, 125; 
also J. pr. Chem. 35, 487. 


Volatile Oil of Mustard, Ethereal Oil of Mustard, Sulphocyanide of Allyl, 
Essence de moutarde. 


Sources. The seed of black mustard—not that of white mustard,— 
contains a substance (myronic acid) not very well known in the free 
state, which, in presence of water, is decomposed by the emulsion-like 
myrosin likewise present, with formation of oil of mustard (pp. 50—54). 
The seeds of many other cruciferous plants behave in the same manner, 
but yield oil of garlic at the same time (ix, 372); the moist parts of 
cruciferous plants contain oil of mustard already partially formed. 


Formation from Ou of Garlic. When the precipitate which an 
aleoholic solution of oil of garlic forms with corrosive sublimate is mixed 
with excess of sulphocyanide of potassium, and the mixture heated to 
120—130°, a mixture of oil of mustard and oil of garlic distils over. 
(Wertheim.) The precipitate is in fact C°H'S, 2HgS + C°H®C], 2HegCl; 
this latter member, with 8C*NKS? forms C8NH°S? + 20?NH¢S? + 3KCl; 
but at the same time, the first member C°H°S,2He8 is resolved into oil 
of garlic, C°H*S, and residual sulphide of mercury, 2HgS. (Wertheim.) 


— Formation from Ow of Asa fetida. — Concentrated alcoholic 
solutions of crude oil of Asa fetida and corrosive sublimate yield a white 
flocculent precipitate which, when boiled with strong alcohol, is resolved 
into a soluble compound (C”’H™S? + 5HeS) + C?H’C? + HgCl, which 
separates on cooling in white microscopic crystals, and an insoluble com- 
pound (C¥H™S* + 2HgS) + 4Hg°Cl + 4H9°S*Cl; and when either of 
these compounds 1s triturated with sulphocyanide of potassium, a strong 
odour of oil of mustard is evolved, and a few drops of the oily liquid 
which passes over on heating the mixture forms with ammonia crystals 
resembling thiosinnamine (p. 57). (Hlasiwetz, Ann. Pharm. 71, 28.) 
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_ 3. From Jodopropylene, by the action of sulphocyanide of potas- 
sium (or of silver): 
CHI + C2NKS? = C8NH5S? + KI. 


It would appear from this reaction that oil of mustard is the sulphocyanide of 
sulphopropylene C®H°S (identical or isomeric with oil of garlic) the latter being formed 
from iodopropylene -by the substitution of S for I. (Berthelot & De Luca, Compt. 
rend. 39,746; N. Ann. Chim. Phys. 44, 495. — N. Zinin, Petersb. Acad. 
Bull, 138, 288; Anni Pharm, 95, 128.) 


Preparation of crude oil of mustard. — 'The bruised seed of black 
mustard is macerated over night with 3 to 6 pts. of cold water, and then 
distilled as long as any oil passes over with the water. — The mustard 
may be previously freed from the fixed oil by pressure. If the seeds are 
not macerated before they are heated, the myrosin is rendered inactive 
by the heat, before all the oil is formed, and consequently the product is 
smaller. At each distillation of a fresh quantity of mustard, the watery 
distillate obtained in former operations and already charged with oil of 
mustard, may be used with advantage. — In the ordinary mode of distil- 
lation, the sides of the still become too strongly heated, and consequently 
the quantity of oil is smaller than that which is obtained by vapour. distil- 
lation, viz. by passing steam from a small boiler through a bent leaden 
tube into the still in which the mustard is mixed with cold water. 
(Wittstock.) If the distillation be too long continued, the oil redissolves 
in the water which passes over. (Aschoff.) — The distillate may be made 
to run from the condensing tube into a wet filter covered with a glass 
plate; the water then passes through, and the oil collects at the apex of 
the filter, from which, at the end of the distillation, it may be run off by 
piercing the filter at the bottom. (Wittstock.) 

100 pts. of mustard yield 0:2 pts. of oil (Boutron & Robiquet); 0°55 
pts. (Aschoff); 0°8 pts. (Hesse, Ann. Pharm. 14, 41); 1:2 pts. (Hoffmann, 
Berl. Jahrb. 85, 2, 251); by ordinary distillation after maceration with 
water, 0°5 pt.; after maceration with the mustard-water of the previous 
distillation, 0°7 pt.; by vapour-distillation, when the mustard is macerated 
with common water, 0°7 pt.; and when it is macerated with the mustard- 
water of the preceding distillation, 1°] pt. (Wittstock.) 
| The crude oil of mustard thus obtained is more or less yellow, but 

exhibits in other respects the properties of the purified oil. 


Purification. By simple rectification (Dumas & Pelouze); by distil- 
lation with an equal quantity of water (Aschoff); by placing it in contact 
with chloride of calcium, then decanting and distilling, a small quantity 
of black-brown resin remaining behind. (Will.)—If the crude oil of 
mustard be heated for some time in a distillatory apparatus to 100°, a 
colourless oil passes over, having an ethereal odour and lighter than 
water; the residue begins to boil at 110°, and its boiling point becomes 
constant at 155°. Crude oil of mustard, therefore, contains one or more 
lighter and more volatile oils. (Robiquet & Bussy.) These might arise 
from adulteration. (Will.) 


q Preparation from Todopropylene.—1. Iodopropylene and sulpho- 
cyanide of potassium in nearly equal numbers of atoms are heated to 
100° in sealed flasks with addition of a small quantity of water. Oh 
opening the flasks after some hours, and pouring water into them, a 
solution of iodide of potassium is obtained, with an oily liquid floating 
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on the surface. This oil, when ‘separated from the watery liquid and 
distilled, begins to boil at 100°, but the greater part distils over at about 
150°. The more volatile portion appears to contain a small quantity of 
oil of garlic, due to some secondary reaction; but the principal part of 
the distillate consists of oil of mustard. (Berthelot & De Luca.) — Or 
iodopropylene is distilled with an alcoholic solution of sulphocyanide of 
potassium, the alcoholic distillate mixed with water, and the oil thereby 
separated, distilled as above, the portion which passes over between 145° 
and 150° being collected apart. (Zinin.) — 2. Oil of mustard may be 
distilled with still greater facility by the action of sulphocyanide of 
silver on iodopropylene. The action takes place at ordinary tempera- 
tures, iodide of silver being formed, while the iodopropylene disappears 
and is replaced by oil of mustard. At 1C0° sulphide of silver is formed. 
(Berthelot & De Luca.) 7 


Properties. Colourless transparent oil. (Dumas & Pelouze, Aschoff, 
Will); refracting power=1°516 (Will); sp. gr. 1:015 at 20° (Dumas & 
Pélouze); 1:009 to 1-010 at 15° (Will); boiling point 143° (Dumas & 
Pélouze); perfectly constant at 148°. (Will.) Vapour-density= 340. 
(Dumas & Pelouze); 3°54. (Will.) — The oil has a sharp penetrating 
taste and odour; excites tears; inflames and blisters the skin. (Thibierge.) 
— Neutral to vegetable colours, (‘Lhibierge) 
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As Dumas & Pelouze found too small a quantity of sulphur, they concluded that 
the oil contained oxygen,—an error which was corrected by Lowig & Weidmann,— 
Wertheim and Will are disposed to regard oil of mustard as sulphocyanide of allyl, 
=C5H5,C2NS?. This view is supported by the convertibility of oil of garlic into oil of 
mustard, and vice versa; also by the formation of oil of mustard from iodopropylene. 


Decompositions. 1. The oil kneaded with alumina yields by dry 
distillation, carbonic acid, carburetted hydrogen, and a small quantity of 
sulphuretted hydrogen gas, together with water. (Fontenelle.) —2. Kx- 
posed to daylight for three years in well closed vessels, it gradually 
becomes brownish-yellow, and deposits an orange yellow amorphous 
substance. (Will.) This body, after being washed with ether and dried 
in vacuo; contains 28°60 p. ¢. C. 5 87 H, 20°72 5, and (as loss) 44°81 N. 
It has the aspect of pseudosulphocyanogen, It swells up and assumes a 
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dark colour when heated, gives off a strong odour of oil of mustard, and 
leaves a dull, perfectly combustible charcoal. It dissolves in warm 
potash-solution, forming a yellow liquid, from which acetic acid preci- 
pitates light yellow flocks; and the liquid filtered therefrom still gives a 
light yellow precipitate with acetate of lead, but does not redden ferric 
salts, and therefore does not contain hydrosulphocyanic acid. (Will.) — 
8. The aqueous solution of the oil, after exposure to the air for some 
hours, loses its sharpness, but retains its taste and mustard odour, and 
deposits a grey powder, containing sulphur. (Thibierge.) — The oil 
undergoes no change by exposure to the air or to oxygen, even fora 
considerable time, becoming neither acid nor alkaline, (Boutron & 
Robiquet.) 


4, When chlorine gas is very slowly passed into a retort filled with 
oil of mustard, very volatile crystals are formed, having a silky lustre 
(with evolution of hydrochloric acid, according to Dumas & Pelouze). 
These crystals become coloured and decompose when exposed to the air, 
and are dissolved by a large excess of chlorine, yielding a viscid, no 
longer crystallizable liquid. Potash-ley converts them into a resinous 
substance insoluble in potash. They are insoluble in water and ether, 
but dissolve in alcohol in all proportions. (Boutron & Fremy. ) — 
5. Bromine acts upon oil of mustard with frothing and evolution of heat, 
and forms a brown resin nearly insoluble in water; the solution contains 
sulphuric and hydrobromic acid. (Aschoff.) —6. Jodine dissolves quickly 
in the oil, forming a dark red-brown liquid. (Aschoff.) 


7. Nitric acid quickly decomposes the oil, with evolution of a large 
quantity of nitric oxide, aud formation of a large quantity of nitric acid 
{sulphuric ?] (Boutron & Robiquet.) — Even with moderately strong nitric 
acid, the oil becomes very strongly heated, with brisk evolution of nitric 
oxide; assumes first a light green, then a reddish-yellow colour, and lastly 
thickens and dissolves, forming a yellow liquid, on which a yellow, porous, 
resinous substance, nitrosinapylic resin, floats. If the action of the nitric 
acid be continued, this substance disappears, forming a yellow solution 
of nitric, sulphuric, oxalic, and nitrosinapylic acid. (Lowig & Weidmann.) 
Hlasiwetz (Ann. Pharm. 76, 294,) likewise obtained formic acid. 

The nitrosinapylic resin, if taken out as soon as all the oil has dis- 
appeared, and washed with water, melts at the heat of the water-bath, 
toa dark yellow mass, which gradually solidifies and becomes quite 
solid on cooling. At a stronger heat, 1t decomposes after previous 
fusion. It dissolves partially in dilute ammonia, potash, or baryta; 
forming a dark yellow liquid, from which acids separate yellow flakes; 
the undissolved portion dissolyes in strong boiling potash. ‘The entire 
resin dissolves sparingly in ether, but not in water or alcohol. It contains 
86°65 p.c. C, 28°56 N, 3:12 H, 16:04 S, 20°63 O, and is therefore 
C8N?H48"03i, (Léowig & Weidmann.) As it is but partially soluble in 
dilute alkalis, it cannot be a simple compound. (Berzelius, Jahresber, 
21, 362.) [The perfectly formed resin is perhaps free from sulphur, 
anidie= CON tH Ol Cea Eee : 

The yellow solution of the four acids, yields by evaporation and 
cooling, crystals of oxalic acid, whereas the mother-liquor chiefiy con- 
tains sulphuric and nitrosinapylic acid, in case this latter acid bas not 
been decomposed during the evaporation by too great an excess of 
nitric acid. To obtain the nitrosinapylic acid from this liquid, it is 
saturated with carbonate of baryta, filtered from the sulphate and 
oxalate of baryta, the baryta carefully precipitated from the filtrate by 
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sulphuric acid, and the filtrate evaporated over the water-bath to the 
consistence of an oily liquid. This liquid solidifies on cooling, to a 
yellow, waxy, easily fusible mass, which, however, if too strong a heat 
has been applied, is no longer soluble in water. The acid gives off 
ammonia when boiled with excess of potash. It dissolves in water, 
forming a solution which reddens litmus. Its solution in aqueous potash 
is yellow. The solution of the baryta-salt (vid. sup.) evaporated over 
the water-bath, leaves the dry baryta-salt in the form of a reddish 
yellow, shining, amorphous, brittle mass, which yields a yellow powder; 
after being heated for some time over the water-bath, it leaves, when 
dissolved in water, traces of a red powder; at a higher temperature, it 
suddenly rolls together in masses, and decomposes, the decomposition 
beginning at a point and spreading through the whole mass. It dis- 
solves with yellow colour in water, but is insoluble in alcohol and in 
elucrmm it contamsys ):200pe cu bao lo JotC s1G71GeNS W66t, 2°7458; 
and 21:96 O, and is therefore BaO,C°N?H'S'O®, [If the sulphur be 
regarded as unessential, the baryta-salt may be C°NX*Ba,O*, and the 
acid C°N X*,04.] The aqueous solution of the baryta-salt forms with 
neutral acetate of lead, a yellow precipitate, which dissolves slowly in 
cold, more readily in hot water, and after drying at 100°, contains 
15°93 p.c. C and 1°65 H, which leads to the same formula. With 
mercurous nitrate or nitrate of silver, the baryta-salt likewise forms a 
yellow precipitate, but it does not precipitate a solution of ferric or mercuric 
chloride. Nitrosinapylic acid is insoluble in alcohol and ether. (Léwig 
& Weidmann.) 

Oil of mustard oxidized with chromic acid yields a large quantity of 
acetic and a very small quantity of propionic acid. (Hlasiwetz.) 

8. With hydrated oxide of lead, oil of mustard yields sinapoline, 
carbonate of lead, and sulphide of lead (If. Simon, Will): 


2C°NHSS? + 6PbO + 2HO = CMN?H?O? + 2(PhO,CO?) + 4PbS (Will). 


Perhaps, 2 At. oil of mustard give up 2CS’, which then, with the 6PbO, 
forms 2(PbO,CO?) and 4PbS. (Will.) —1 pt. of oil of mustard mixed in 
a close vessel with 12 pts. of recently precipitated hydrated oxide of lead 
and 3 pts. of water, and digested at a gentle heat for several days, with 
frequent agitation, disappears and loses its sharp odour, the mixture 
acquiring an odour of garlic and turnips, which, however, is completely 
destroyed by evaporating the hquid, together with the blackened oxide 
of lead, in the water-bath, during which process, the last portions*of 
sulphur are precipitated as sulphide of lead. The remaining black 
pulverulent mixture, when evaporated in the chloride of calcium bath, 
gives off water and a large quantity of ammonia, while sinapoline and 
sulphide of lead remain behind. (Hd. Simon, Pogg. 50, 377.) 

Heavy metallic oxides in the dry state, and metallic salts dissolved 
in absolute alcohol, abstract sulphur from oil of mustard, but very slowly 
and imperfectly. (Will.) — Thus nitrate of silver (or dehydrated acetate 
of lead), dissolved in absolute alcohol, yields a black precipitate when 
heated with oil of mustard; but the liquid still retains sulphur, even 
after the mixture has been boiled for several days. A few drops of 
water, however, immediately produce an evolution of carbonic acid, and 
precipitate all the sulphur as sulphide of silver, while sinapoline remains 
in the liquid. (Will.) Oil of mustard dissolved in water forms with 
basic acetate of lead, a white precipitate, which turns grey after a while, 
and ultimately black; with acetate of copper, it forms after 24 hours a 
red-brown precipitate; with nitrate of silver a precipitate which soon 
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‘turns black; and with terchloride of gold, a yellow precipitate. (Hor- 
nemann.) — It forms with nitrate of silver a black precipitate, and with 
terchloride of gold a yellow-brown precipitate. (Aschoff.) — It does not 
precipitate neutral acetate of lead, protochloride of tin, ferrous salts, or 
ferric salts. (Hornemann). 

9. Aqueous potash, soda, or baryta, likewise forms, with oil of mustard, 
sinapoline, an alkaline carbonate and a sulphide; but if the mixtare be 
too much heated, ammonia is evolved in consequence of further decom- 
position. (EH. Simon, Ann. Pharm. 33, 258; Will.) — A few drops of oil 
of mustard, heated to the boiling point with baryta-water, precipitate a 
large quantity of carbonate of baryta without any evolution of ammonia, 
the filtrate containing sinapoline and sulphide (but no sulphocyanide) of 
barium. (Will.) —4J. Hlasiwetz finds that, when oil of mustard is boiled 
for some time with solution of caustic soda, in such a manner that the 
vapour may be condensed and flow back again, the remainder of the 
sulphur then removed by means of a warm solution of oxide of lead in 
potash, and the oil washed with dilute sulphuric acid and water, and 
lastly rectified, a colourless oil of fishy odour is obtained; the same oil is 
formed when oil of mustard is treated with lime; Hlasiwetz assigns to it 
the formula, 6C°H°O?+HO. The remaining alkaline liquor contains 
traces of propionic acid, sulphide of sodium, and carbonate of soda. 
During the action of the soda-solution on oil of mustard, ammonia 
appears to escape. With oil of mustard from another source, Hlasiwetz 
obtained, by boiling with solution of soda, an oil having the odour and 
composition of sage-oil; it contained 80:0 p. c. C, 11:1 H, and 8:9 O. 4. 

Karlier statements: An alcoholic sulution of oil of mustard, mixed 
with potash-ley and distilled after several days, yields alcohol having an 
odour of mustard, and a residue consisting of a dark brown oil and 
aqueous sulphocyanide of potassium. (Hornemann.)— The solution of 
1 pt. of crystallized baryta in 256 pts. of mustard-water gradually yields 
a yellowish grey precipitate containing carbonate of baryta, sulphur, 
and a less volatile oil; and on distilling the liquid filtered therefrom, 
ammonia is given off, carbonate and sulphate of baryta are precipitated, 
and sulphocyanide of barium remains in solution. (Hornemann.) — Fixed 
alkalis form with oil of mustard, a sulphocyanide and a sulphide of the 
alkali-metal. (Dumas & Pelouze.) — Oil of mustard, heated with potash- 
solution, gives off ammonia, and, after some days, deposits crystals [of 
sinapoline ?]. (Aschoff.) — The oil mixed with potash-solution, gives off 
ammonia, and forms sulphide of potassinm, together with a crystallized 
nitrogenous substance [sinapoline], from which the remainder of the 
sulphur may be extracted by boiling with oxide of lead. (Simon, Pogg. 
44,599; Marchand & Simon, J. pr. Chem. 19, 235.) — Oil of mustard 
agitated with concentrated potash ina stoppered bottle, dissolves com- 
pletely, forming a brown, faintly smelling liquid, which, when neutralized 
after a few days, with caustic potash, deposits a few oily drops and 
small radiating crystals, not of bitartrate of potash, but of a peculiar 
substance [sinapoline]. The liquid separated from these crystals yields 
by distillation, a very yellow and strongly alkaline distillate, which 
blackens lead-salts, whereas the residual liquid precipitates them white. 
(Boutron and Fremy.) 

10. When oil of mustard is dropt into a saturated solution of potash- 
hydrate in absolute alcohol, great heat is produced, which, if 1 or 2 
grammes of the oil are quickly added, may rise in a few seconds to 
violent ebullition, attended with projection of the mixture; but no per- 
manent gas is evolved, excepting perhaps a little ammonia. The brown- 
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red mixture exhibits, instead of the pungent odour of oil of mustard, 
merely a mild garlic odour; deposits, after a while, crystals of mono- 
carbonate of potash with 2 At. water; and when decanted from these 
crystals and mixed with water, is resolved, with milky turbidity, into 
equeous sulphosinapic acid (p. 33), holding in solution a certain quan- 
tity of oil which may be dissolved out by ether, and an oil which sinks 
to the bottom, and if the mixture has been heated to the boiling point, 
is dark-coloured, and contains insoluble flakes. (Will.) 

The peculiar oil obtained by keeping the mixture cold, when sepa- 
rated from the aqueous sulphuric acid by collecting it on a wet filter, 
purified from potash by washing with water, rectified with solution of 
common salt, and freed from the water which makes it turbid, by stand- 
ing for several days over chloride of calcium, and decantation, is 
transparent and colourless; has a density of 1:036 at 14°; has a mild 
alliaceous odour; a taste which is not burning but cooling; boils between 
115° and 118°; but is partially decomposed by distillation, even in a 
stream of gas, ammonia being formed, as shown by the vapour browning 
turmeric paper slightly, and a brown resin remaining, which gives off a 
large quantity of ammonia when more strongly heated, and from which, 
by continued boiling with water, a volatile alkaloid, not yet further 
examined, may be extracted. The oil, when boiled with baryta-water, 
forms sulphide of barium, and a non-volatile substance which remains 
in solution and appears to be an alkaloid. From lead and silver salts 
it also precipitates the sulphides on boiling. It forms a precipitate 
with alcoholic corrosive sublimate, and if the solution be not too dilute, 
likewise with alcoholic bichloride of tin. It is sparingly soluble in 
water, but dissolves in all proportions, in alcohol and ether. (Will.) 
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As the oil gives off ammonia at each rectification, whereby the amount of nitrogen 
is principally diminished, it is probable that the original oil, before the first rectification 
was C23N3HS404 + NH3=C8N4H28S104, or divided by 2: CN?HS?O2, and therefore 
C4N?H2O? (sinapoline) +2HS (Will). 

According to this assumption, the equation for the decomposition of oil of mustard 
by alcoholic potash should be the following : 


3C8NH5S? + 3KO + 5HO = 2(KO,CO?) + CSNH®KS* + C¥N?HMS*O? (Will) 


11. When oil of mustard is mixed with pulverized soda-lime, and 
heated for some time to 120° ina sealed tube, the sharp mustard odour 
is found, on opening the tube, to be replaced by an aromatic alliaceous 
odour ; and on distilling the liquid, oxide of allyl (ix. 363,) is ob- 
tained, while sulphocyanide of sodium remains, often mixed with sul- 
phide of sodium, produced by the secondary action of the excess of soda 
on the sulphocyanide of sodium. (Wertheim.) 


C8NHiS? + NaO = C°H5O + C°?NNaS?’, 
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Pulverized hydrate of potash acts in the cold upon oil of mustard, 
just like alcoholic potash; but the products do not come out so pure, 
because it is more difficult to prevent the temperature from rising too 
high. In this case also the potassium-salt C°NH°KS*‘ is produced with- 
out any evolution of gas, but no sulphocyanide of potassium. The mass 
dissolved in water, and slightly supersaturated with acid, sometimes 
shows a slight reddening with ferric salts; but the colour is altogether 
different from that which is produced by sulphocyanide of potassium, 
and disappears on the addition of more acid. ( Will.) — Even when oil of 
mustard is heated with hydrate of potash, whereby violent action and 
ebullition are produced, no hydrogen is evolved, but only ammonia, and 
the residue contains C°NH®KS*, (Will.) Hydrate of potash, thrown in 
pieces into oil of mustard, produces a violent action, evolves hydrogen, 
and forms a potash-salt soluble in water and alcohol, the acid of which 
is oily and floats on water without dissolving. (Boutron & Fremy.) 

12. Oil of mustard and monosulphide of potassium, heated together 
for some time to 100° in a sealed tube, yield a distillate of oil of garlic, 
and a residue of sulphocyanide of potassium. (Wertheim.) 


C5NHDbS?' + KS = Cho's + CNKS?*, 


If a polysulphide of potassium be used, crystalline needles sublime, con- 
sisting probably of an oil of garlic with a larger amount of sulphur. 
(Wertheim. ) 

13. Potassium acts upon oil of mustard, even at ordinary tempera- 
tures, with evolution of gas, and when heated produces a fiery explo- 
sion. When this does not take place, sulphocyanide of potassium 
appears to be formed, together with an oil different from oil of mustard, 
— Potassium immersed in the oil, becomes covered with gas-bubbles, and 
forms a brown mixture; when the mixture is gently heated in closed 
(but not in open vessels), a slight fiery explosion takes place, accom- 
panied by black smoke and evolution of ammonia; and the residue, if 
more strongly heated, gives off a small quantity of gas which burns with 
a red flame, and leaves sulpbocyanide and sulphide of potassium, mixed 
with charcoal. (Aschoff.) — Oil of mustard, even when dehydrated by 
chloride of calcium and then rectified, acts immediately on potassium at 
ordinary temperatures, the action being accelerated by gentle heating in 
a retort (if too strongly heated the liquid would take fire). The mass 
becomes slightly coloured; gives off a gas not yet examined; yields a 
distillate of oil of garlic | or something similar], and leaves a white residue 
of sulphocyanide of potassium. The oil thus obtained is colourless; exhi- 
bits the odour and reactions of oil of garlic, giving a black percipitate 
with nitrate silver, white with corrosive sublimate, and yellow with 
bichloride of platinum; and contains 58°8 p.c. C, and 84 H. But 
when rectified with potassium, it gives up more sulphur to that metal. 
The resulting sulphocyanide of potassium forms with a mixture of fer- 
rous and cupric sulphates, a white precipitate uncontaminated either 
with cyanide or sulphide of copper. (Gerhardt.) [As the evolved gas was not 
examined, Gerhardt gives no equation for this decomposition. As oil of mustard con- 
tains only 2S, oil of garlic 1S, and sulphocyanide of potassium 2S, the reaction is 
not very intelligible. Moreover, Gerhardt’s oil differs from oil of garlic in many 
respects-] Compare Liebig. (Ann. Pharm. 57, 116.) 

14. Oil of mustard coats certain of the heavy metals with sulphide. 
— The oil, shaken up with water and mercury, blackens the mercury 
immediately, but nevertheless retains its pungent odour for several days, 
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and yields by distillation a pungent oil, still containing a large quantity 
of sulphur. (Boutron & Robiquet.) In contact with mercury and oxygen 
gas, it forms sulphide of mercury, becomes thicker, and acquires the 
power of reddening litmus. (Aschoff.) In the preparation of oil of 
mustard, the still becomes coated with sulphide of copper, not, however, 
if the distillation be performed with steam. (Wittstock.) 

15. In contact with ammonia, oil of mustard is immediately con- 
verted into thiosinnamine (p. 57). 

7 It absorbs ethylamine with great rapidity, and is converted into 
thiosinethylamine (p. 61); it appears to act in a similar manner on 
methylamine, propylamine, and amylamine. (Hinterberger, dnn. Pharm. 
83, 346.) 

17. With aniline and naphthalidine, it forms compounds which do 
not appear to be of basic nature. (Zinin, dan. Pharm. 85, 328.) T 


Combinations. —'The oil, when it has not been dried with chloride of 
calcium, contains in solution a small quantity of water, and therefore 
becomes turbid in the cold (Wittstock).—It dissolves sparingly in 
water; this mustard-water is obtained in the preparation of oil of 
mustard. 

With the aid of heat it dissolves a very large quantity of phos- 
phorus, which, on cooling, first separates in the liquid form, and then 
solidifies at a temperature below 48°. (Fontenelle, Dumas & Pelouze.) 

With the aid of heat, it dissolves a very large quantity of su/phur, 
which erystallizes out on cooling. (Fount. Dum. & Pel.) 


— Mustard-oil with Sulphide of Potassium.—a. C®NH°S*,2KS:— 
Deposited in the form of a white granular salt, on mixing an alcoholic 
solution of monosulphide of potassium with oil of mustard, the former 
slightly in excess, and evaporating at a gentle heat. Gives off oil of 
mustard when heated, but does not change colour, (Will. dan. Pharin. 
92, 62.) 


Will. 
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b. CSN H*S’, KS. — Separates from the mother-liquor of the salt a, 
when left to stand in vacuo over oil of vitriol, in needle-shaped crystals, 
haying a scarcely perceptible yellowish tinge. (Will.) 


Will. 
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Mustard-oil with Sulphide of Barium —C&N HS? 2BaS. — When 
oil of mustard is gradually added toa warm yellow solution of sulphide 
of barium (as obtained by treating the crude sulphide with water), till 
its odour remains permanent, the filtered liquid yields on cooling colour- 
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less or slightly yellowish lamine, which crumble to a white powder when 
exposed to the air. The salt smells of mustard-oil, and burns with a 
glimmering light when somewhat strongly heated. Precipitated from the 
aqueous solution by alcohol. Crystallizes with 2 At. and with 6 At. 
water. (Will. Ann. Pharm. 92, 65.) 


With 2 At. Water. Will, 
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Mustard-water forms with mercurous nitrate a white precipitate 
(Hornemann), which turns grey (Aschoff). It likewise forms a white 
precipitate with mercuric nitrate, and, after a while, with corrosive sub- 
limate. (Hornemann.) Oil of mustard dissolved in alcohol, forms with 
corrosive sublimate, a precipitate which contains mercury and chlorine 
in unequal numbers of atoms. ( Will.) 

Under certain circumstances, a crystallizable compound of oil of 
mustard with bichloride of platinum may be obtained, which, in presence 
of water, is gradually decomposed, with evolution of carbonic acid, and 
formation of a dark pulverulent body. (Will.) 

Oil of mustard dissolves very readily in alcohol and ether. (Dumas & 
Pelouze, Fauré & others.) 


APPENDIX To Ort oF MustTArRp. 


1. Formation of Oil of Mustard. 


Bourron & Ropiquet. J. Pharm. 17, 294; abstr. Schw. 63, 94. 

Faure. J. Pharm. 17, 299; abstr. Schw. 63, 101. J. Pharm. 21, 
464, 

GuispourtT. J. Pharm. 17, 360. 

Ep. Simon. Pogg. 43, 651; 51, 383. 

Bussy. J. Pharm. 26, 89; also Ann. Pharm. 34, 223. 

Boutron & Fremy. J. Pharm. 26, 48; also Ann. Pharm. 34, 2380; 
also J. pr. Chem. 19, 230; J. Pharm. 26, 112. 

WINCKLER. Jahrb. pr. Pharm. 3, 93. 

Lepace. J. Chim. med. 22, 171. 


Oil of mustard does not exist ready formed in cruciferous plants, at 
least not in their dry parts, as in the seeds, especially in the seed of black 


] 


Or 
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mustard. (The seed of white mustard does not yield oil of mustard, 
but owes its sharpness to sulphosinapine; it likewise contains myrosin.) 
The production of the oil requires the presence of water, by which the 
mutual action of two substances contained in black mustard is brought 
about. One of these substances is, according to Bussy, Myronic acid, 
(p. 53,) which is present in the form of a potash-salt; the other is 
Myrosin, (p. 54,) a substance closely allied to emulsin, which, in 
presence of water, acts as a ferment on the myronic acid, and forms oil 
of mustard out of it. These propositions are deduced from the follow- 
ing experiments, which, on the other hand, are thereby explained. 

The dry powder or flour of black mustard, is inodorous. (Guibourt,) 

When dried over the water-bath, it exhibits the mustard odour 
only at first, so long indeed as it contains moisture. The inodorous 
residue tastes sharp, and when treated with cold water, immediately 
gives off the strong odour of mustard. (Fauré.) 

The fat oil expressed from dry mustard-flour is mild; that obtained 
from the wet powder has a strong mustard-odour. (Fauré.) Mustard- 
flour moistened either with cold or with luke-warm water, soon exhi- 
bits its sharpness, the more quickly indeed as the water is warmer. 
(Fauré.) 

Scurvy-grass loses all its odour when dried, and if distilled with 
water, yields an insipid distillate; but when distilled, even after the 
lapse of a year, with the cold aqueous infusion of white mustard (or 
with 4 pt. of the powder of white mustard), it yields an acrid oil. It, 
therefore, contains myronic acid, even after drying; but its emulsion- 
like substance must have lost its power by drying. (Simon.) — With 
recently dried parts of plants, the addition of white mustard-flour is by 
no means necessary. If dried horse-radish, scurvy-grass, or cress, after 
fourteen days’ keeping, be immediately heated with water, an insipid 
distillate is obtained; but if before distillation, it be macerated in water 
for 24 hours, the distillate is as strong as that obtained from the fresh 
plant. But if the plant be subjected to the same treatment after half 
a year’s drying, the distillate obtained from horse-radish and scurvy-grasg 
is less powerful, unless an emulsion of white mustard be added before the 
distillation. (Lepage.) 

Mustard-flour heated till it begins to roast, no longer exhibits any 
sharpness on being mixed with water. (Fauré.)—So likewise the 
strongly heated seeds of various kinds of Lepidiwm. (Pless.) 

The cold aqueous infusion of mustard-flour smells strongly of mustard, 
tastes sharp and bitterish, reddens litmus, and deposits a coagulated 
albuminous substance when heated. (Iauré.) — The coagulation takes 
place at 70° to 80°. (Boutron & Fremy.) 

When mustard-flour is introduced into a tubulated retort, containing 
water at 75° to 80°, no mustard-oil is obtained by distillation, but an 
insipid distillate; if the water be at 60°, a tolerably large quantity of 
oil is obtained; but water under 50° yields the entire quantity. Hence 
mustard-paste prepared with boiling water, is inactive, the emulsion- 
like matter being coagulated by the hot water, and thereby losing its 
power of producing mustard-oil. (Fauré.) 

If the mustard-flour be macerated for some hours in cold water before 
distillation, till the myrosin is dissolved, and has eliminated the mustard- 
oil from the myronate of potash, the whole of the mustard-oil is obtained 
by distillation; but the more quickly the water is heated to the boiling 
point in contact with the mustard-flour, and the myrosin thereby coagulated 
before it has time to act on the myronate of potash, the smaller is the 
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quantity of oil obtained; hence also no oil is obtained by distilling 
mustard-flour in Beindorf’s apparatus with the vapour of boiling water. 
(Hesse, Ann. Pharm. 14°41.) 

Entire mustard-seeds distilled with water, yield no mustard-oil; but 
if they are boiled with water for five minutes, then dried and bruised, 
they no longer exhibit any sharpness when treated with cold water. 
(Fanré. ) 

The aqueous decoction of black mustard-flour does not emit any 
odour of mustard when mixed with white mustard-flour or its cold 
aqueous infusion. (Robiquet & Bussy.) Similarly with the decoction of 
horse-radish, scurvy-grass, or cress, when mixed with an emulsion of 
white mustard. (Lepage.) © 

Chlorine-water, dilute sulphuric acid, and other mineral acids, coagu- 
late the emulsion-like substance, and consequently neither prodice sharp- 
ness nor yield any acrid distillate. (Boutron & Robiquet; Iauré.) — 
But the sharpness of mustard-flour macerated with cold water, is by no 
means removed by dilute sulphuric acid. (Iauré.) 

Dilute solutions of alkali-salts evolve the sharpness from mustard- 
flour. (Fauré.) Aqueous solutions of copper and mercury-salts (and of 
silver-salts, according to Lepage,) produce no sharpness with mustard- 
flour. (Faaré.) 

With dilute carbonate of potash, mustard-flour emits, not a sharp 
odour, but an odour like that of melilot, and afterwards an hepatic odour; 
it does not yield any acrid distillate. (Boutron & Robiquet.) Aqueous 
caustic alkalis likewise emit no sharpness; and the mustard-flour, which 
is thereby coloured dark yellow, does not yield mustard-oil, if subse- 
quently washed with water and distilled. (Hauré.) 

Mustard-flour forms with vinegar neither a sharper nor a milder paste 
than with water. (Boutron & Robiquet.) Vinegar almost wholly pre- 
vents the development of the acrid quality. (Guibourt.) 

Mustard-flour, mixed with at least twice its weight of powdered 
nutgalls, does not exhibit any sharpness on addition of water, because the 
emulsion-like substance is coagulated by the tannin. (Fauré.) Mustard- 
flour does not form an acrid paste with alcohol. When exhausted with 
alcohol, it yields a slightly bitter but not acrid tincture, and an insipid 
powder, which no longer exhibits any acridity when mixed with water. 
(Boutron & Robiquet, Fauré.) But after immersion in water for a day 
. or two, the tasteless powder again emits the sharp mustard-odour. 
(Bussy.) [The myrosin which has been coagulated by the alcohol, is, 
probably, restored to activity by long contact with water.] When the 
mustard-flour which has been exhausted with alcohol, is well boiled 
with water, a bitter decoction [containing myronate of potash] is 
obtained, which, after cooling, yields a large quantity of mustard-oil 
with the emulsion of white mustard [containing myrosin], but not with 
the emulsion of sweet almonds or linseed. (Boutron & Fremy.) — The 
seed of various species of Lepidium, after exhaustion with alcohol, no 
longer exhibits any acridity when treated with water. (Pless.) When 
horse-radish, scurvy-grass, or cress 1s exhausted, after drying, with cold 
85 per cent. alcohol, and the alcoholic extract is dissolved in water, 
the solution yields, with emulsion of white mustard, a certain quantity 
of mustard-oil; and the plant, after exhaustion with alcohol, still yields, 
with the same emulsion, a large quantity of oil. (Lepage.) [The alcohol 
probably dissolves only part of the myronic acid. | 

Ether does not deprive mustard-flour of the capability of producing 
mustard-oil with water. (Fauré.) 


Si MYRONIC ACID, oo 


Myronic Acid, 


Myronsiure, Acide myronique ; from pipoy, sweet-smelling ointment !—Occurs 
in black mustard, in combination with potash. 


Preparation. Black mustard-flour is dried at 100°, the fat oil pressed 
out as completely as possible, and the residue exhausted first in the 
strainer, at the temperature of the air, and then with 85 per cent. alco- 
hol at 50° or 60°. The alcohol removes a cértain quantity of foreign 
matter, which would impede the crystallization of the myronate of pot- 
ash, and likewise a very small quantity of myronate of potash, which 
may, however be recovered by evaporating the alcoholic infusion, exhaust- 
ing the extract with water, and evaporating the filtrate. The mustard 
which has been exhausted with alcohol, if freed from alcohol under the 
press, and treated with water, either warm or cold, gives up to the water 
the myronate of potash, which may then be obtained in the colourless state 
by evaporating the filtrate to a thin extract at a gentle heat, exhausting 
with weak alcohol, which separates a viscid substance, evaporatiug the 
alcoholic filtrate, and washing the resulting crystals with weak alcohol. 
The acid may be obtained from the potash-salt, either by mixing the 
aqueous solutions of 100 pts. myronate of potash and 88 pts. tartaric 
acid, evaporating to a certain extent, and extracting the myronic acid 
with alcohol; or, which is better, converting the potash-salt into a baryta- 
salt, and precipitating its aqueous solution with an equivalent quantity 
of sulphuric acid. (Respecting this preparation, compare E. Simon, Pogg. 51, 
383, and Winckler, Jahrb. pr. Pharm. 3, 93).— Lepage did not succeed in preparing 
myronate of potash from horse-radish. 

The colourless aqueous acid thus obtained, leaves, on evaporation, an 
inodorous, bitter, and sour, uncrystallizable syrup, which reddens litmus 
strongly. 

It contains C, N, H, S, and O. 

It decomposes when more strongly heated, yielding various volatile 
products. — Its dilute solution, when boiled for some time, gives off sul- 
phuretted hydrogen. — With aqueous myrosin it yields oil of mustard. 


The Myronates are inodorous, They likewise yield oil of mustard 
with aqueous myrosin. ‘They are all, even the baryta, lead and silver- 
salts, soluble in water. ‘The ammonia, potash, soda, and baryta-salts are 
erystallizable. The potash-salt forms large, transparent, colourless 
crystals, which are neutral, permanent in the air, have a cooling and 
bitter taste, neither give off water nor undergo any other change at 100°, 
but fuse at a stronger heat, swelling up, giving off an odour like that of 
burnt gunpowder, and leaving first a tumefied charcoal, and then sulphate 
of potash. Hot nitric acid acts upon the potash-salt with evolution of red 
fumes, and forms sulphate of potash. Weak alcohol dissolves a small 
quantity of the potash-salt, absolute alcohol none at all, 

Myronic acid dissolves in alcohol, but is not perceptibly soluble in 
ether. (Bussy.) 
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Myrosin. 


The emulsion-like substance in black and white mustard-seed. The 
seed of Raphanus sativus, Brassica .Napus, oleracea and campestris, 
ELrysimum Alliaria, Cheiranthus Cheiri, Draba verna, Cardamine pratensis 
and amara and Thlaspi arvense, likewise contain myrosin. (Lepage.) 

Pulverized white mustard is exhausted with cold water; the filtrate 
evaporated to a syrup, at a temperature below 40°; the syrup preci- 
pitated by a moderate quantity of alcohol; the precipitate dissolved in 
water after the alcohol has been poured off, and the solution evaporated 
to dryness, at a temperature below 40°. 

Myrosin, as thus obtained, resembles other protein-compounds. 
When incinerated, it leaves sulphate of lime. ; 

In the state of aqueous solution, it is coagulated by heat and also by 
alcohol, and loses its power of eliminating oil of mustard from myronic 
acid; but it recovers this power after immersion in water for 24 to 
48 hours. 

The solution of myrosin mixed with myronates, gives off, after five 
minutes, a faint odour of mustard-oil, which gradually grows stronger; 
and if the liquid, which has become turbid and perceptibly sour, be then 
distilled, the mustard-oil passes over. The turbidity proceeds from a 
protein-compound, which, when collected on a filter, appears like a white 
cream, and under the microscope is seen to consist of small globules like 
those of beer-yeast ; this substance does not eliminate mustard-oil from 
myronate of potash.— Myrosin does not eliminate hydrocyanic acid 
from amygdalin: neither, on the other hand, does synaptase (the emul- 
sion of almonds), evolve mustard-oil from the myronates. 

The aqueous solution of myrosin is transparent, colourless, and gummy, 
and froths when agitated. (Bussy, J. Pharm. 26, 44; comp. Winckler, 
Jahrb. pr. Pharm. 3, 93). 


2. Ouls related to Oil of Mustard. 


Many of the oils obtained from cruciferous plants by distillation with 
water exhibit, to a certain extent, the same chemical relations as oil of 
mustard, the slight differences of odour perhaps arising from the pre- 
sence of small quantities of other oils. In several oils obtained from 
crucifere, considerable quantities of garlic-oil may be detected. Others 
again exhibit quite peculiar chemical characters. But they all appear to 
agree with mustard-oil in containing nitrogen and sulphur. 


A. Outls nearly identical with Oil of Mustard. 


a. Oil of Horse-radish. — Obtained from the root of Cochlearia Arno- 
racia, by making it into a paste and distilling it per se. (Hinhof.) —The 
oil exists in the root ready formed, and exhibits its odour immediately 
on triturating the root. If the distillation be performed in a copper 
still with a tin head, only a small quantity of oil is obtained, in conse- 
quence of the formation of metallic sulphide; hence it is best to distil 
3 pts. of the finely chopped root with 2 pts. of water in a glass vessel; 
100 pts. of the root thus treated, yield about 0:05 pts. of crude oil, 
which must be rectified with water, and dried over chloride of calcium. 
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The purified oil is colourless or very pale yellow; has a density of 1:01; 
smells like oil of mustard; and contains 48°41 p.c. C and 5:26 H. 
(Hubatka.) The crude oil is light yellow, of the consistence of cinnamon- 
oil, and sinks in water; it evaporates quickly, and has an intolerable 
odour of horse-radish, so strong indeed that a drop of it is sufficient to 
filla room with the odour; tastes sweet at first, afterwards sharp and 
burning, and inflames the lips and tongue. (Einhof.) — When the oil is 
kept for a year under water in a closed vessel, it disappears, and silvery 
needles are formed, which smell like horse-radish, excite irritation in the 
throat, melt when heated, exhaling an odour, first of horse-radish, then 
of peppermint, then of camphor, and volatilize at the same time com- 
pletely; they dissolve but slowly in alcohol. (Kinhof.)— The pure oil 
acquires, after a time, a deeper yellow colour. When it is treated with 
nitric acid, a violent evolution of nitric oxide takes place, and a porous 
substance | nitrosinapylic acid ?| separates out; but long-continued action 
is required to convert the sulphur completely into sulphuric acid. Oil of 
vitriol acts violently on the oil, with evolution of sulphurous acid. 
Chlorine gas converts the oil, with formation of hydrochloric acid and 
chloride of sulphur, into a thick dark mass, which melts at 100°, and 
when treated with alcohol, leaves a viscid insoluble residue, smelling like 
melted sulphur. Horse-radish oil not only yields sinapoline with hydrated 
oxide of lead, but likewise thiosinnamine with ammonia. (Hubatka.) 
—The solution of horse-radish oil in water is neutral, forms a brown 
precipitate with neutral acetate of lead, and black with nitrate of silver, 
The oil dissolves readily in alcohol. (Hinhof, V. Gehl. 5, 365.) Hubatka, 
Ann. Pharm. 47, 153; see also Tingry, Crell. Ann. 1790, 2, 68; Gutret, 
Crell. Ann. 1792; 2, 180. 


b. Oui of Scurvy-grass. — Obtained from the fresh herb of Cochlearia 
of. The dry herb does not yield any oil by distillation with water, unless 
it be previously mixed with white mustard-flour. The oil is exactly 
like oil of mustard, but does not boil below 156° to 159°, (EK. Simon, 
N. Br. Arch. 29, 185; Pogg. 50, 377.) The oil is yellowish, heavier 
than water, has a transient penetrating odour, and a very sharp taste. 
(Bucholz.) It is brownish yellow and lighter than water. (Reybaud, 
J. Pharm. 20, 453.) By 2 pts. of fuming nitric acid it is converted into 
a soft resin. (Hasse.) This oil, ike oil of mustard, yields sinapoline 
with hydrated oxide of lead, and thiosinnamine with ammonia, and the 
thiosinnamine thus formed likewise yields hydrosulphocyanic acid by dis- 
tillation with dilute sulphuric acid, and sinnamine! when treated with 
hydrated oxide of lead. (E. Simon.) — The solutiou of the oil in alcohol, 
the Spiritus Cochlearie, deposits, when kept for some time, colourless, 
inodorous, warm-tasting, very delicate needles, which, when heated, emit 
a strong odour of horse-radish, and blacken a silver needle; are decom- 
posed by nitric acid, giving off, first nitrous fumes with effervescence, 
and then an odour of bitter almonds; and dissolve in oil of vitriol, hydro- 
chloric acid and potash. (Riem. Jahrb. prakt. Pharm. 1, 327.) The 
Spiritus Cochlearie comp. deposits crystals of sulphur. (Lepage, J. Chim. 
méd. 17, 293.) 


e. Oil from the root of Lrysimum Alhiaria (Alliaria of.) The 
root in spring, before the leaves are developed, smells like horse-radish, 
and, when fresh cut and distilled with water in a glass retort, yields 
0:03 p. c. of an oil resembling oil of mustard, and forming thiosinnamine 
with ammonia, — The /eaves of this plant, on the contrary, smell of 
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garlic, and yield by distillation with water, a watery liquid, having the 
smell and taste of garlic. Perhaps many cruciferous plants first pro- 
duce oxide of allyl, which is subsequently transformed, in the roots into 
sulphocyanide of allyl (oil of mustard), and in the leaves into sulphide 
of allyl (oil of garlic). (Wertheim, Ann, Pharm. 52, 52.) —The seed 
of Lrysimum All. from sunny situations, yields only oil of mustard; that 
from other situations 0°6 p. c. of a mixture of 90 p. ¢, mustard oil, and 
10 p. ¢. garlic-oil. (Pless. Ann. Pharm. 58. 38.) 


d. Oil from the herb and seed of Iberis amara. — Behayes like oil of 
mustard. (Pless.) 


B. Mixtures of the Oils of Mustard and Garlic. 
Already mentioned (ix., 872, 373). 


C. Peculiar Oils. 


a. Ol of Cress—The herb of Lepidiwm vuderale and the inodorous 
seed of Lepidium ruderale, sativum, and campestre, bruised and macerated 
in water, yield by distillation a milky water, from which, by repeated 
fractional rectification in glass vessels, (inasmuch as copper exerts a 
decomposing action), a yellow oil may be obtained. ‘This oil, after 
further rectification, is colourless, but turns yellow again on exposure to 
light. It is heavier than water, neutral, exhibits the refreshing but 
somewhat alliaceous odour and biting taste of water-cresses, and, when 
its vapour is inhaled in rather large quantity, produces dryness in the 
throat and head-ache. It cannot be distilled undecomposed without 
water. By oxidation with nitric acid, it yields sulphuric acid. With 
mercurous nitrate it forms a black precipitate of sulphide of mercury; 
with corrosive sublimate a white precipitate; with nitrate of silver, 
sometimes white, sometimes black; with bichloride of platinum in alco- 
holic solution, an orange-yellow precipitate after a while. Aqueous pot- 
ash and ammonia have no action on this oil. It dissolves with red colour 
in oil of vitriol, and may be separated again by water. It dissolves 
slowly in water, readily in alcohol and ether. (Pless, Ann. Pharm. 
58, 36.) 

The fresh leaves of Lepidium latifolium yield by distillation with 
water, a neutral oil heavier than water, together with a milky, strong- 
smelling and sharp-tasting water, which loses its sharpness by exposure 
to the air, and likewise in a few hours after being mixed with chlorine 
(whereupon it precipitates chloride of barium); it gradually forms a black 
precipitate with nitrate of silver; blackens metallic silver after a while; 
and is deprived of its taste and odour by charcoal powder. (Steudel, 
Diss. de Acredine nonnull. Vegetab. Tubing. 1805.) 


b. Oil of Radish. — The root and seed of Raphanus sativus yield with 
water a milky distillate, from which a small quantity of oil may be 
obtained by rectification. This oil is colourless, heavier than water, and 
has the taste but not the smell of radishes. It contains sulphur. It 
forms a white precipitate with corrosive sublimate and yellow with 
bichloride of platinum. It dissolves with tolerable facility in water. 
(Pless.) 

The same oil is obtained by distilling with water the seeds of Brassica 
Napus, Cochlearia Draba, and Cheiranthus annuus. (Pless.) 


* OILS RELATED TO OIL OF MUSTARD. Lil 


3. Peculiar Acid obtained from Mustard. 


Black mustard, whether previously exhausted with alcohol or not, 
or scurvy grass, or horse-radish, is digested in water containing a small 
quantity of carbonate of soda, the liquid distilled with sulphuric acid, 
the distillate nentralised with soda, and again distilled with sulphuric 
acid after sufficient evaporation. 

The aqueous acid thus obtained precipitates silver from the solution 
of the nitrate, like formic acid. But its salts crystallize less easily and 
less soluble than the formiates; the lead-salt dissolves in 4 or 5 pts. of 
water. 


B. Nitrogen-nucleus. C&NAdH*, 


Thiosinnamine. 
C®N?HS?= C°N AdH4, H8?, 


Dumas & Penovuzre; Ascnorr; Ropiquer & Bussy; Léwic & WeEtp- 
MANN: in the memoirs cited under oil of mustard. 
ip. Simon. Pogg. 50, 377. 


Senf dl-ammoniak, Rhodallin.—Discovered by Dumas & Pelouze in 1834. 


Formation. Oilof mustard absorbs ammoniacal gas in large quantity, 
and forms with it thiosinnamine without separation of any substance 
whatever; it behaves in the same way with aqueous ammonia, in which 
indeed it is converted into a crystalline mass of thiosinnamine. (Dumas 


& Pelouze.) 
CSNH'S? + NH? = C®N?HSS2, 


The formation of a small quantity of sulphocyanide of ammonium in this 
reaction is merely accidental. Since oil of mustard cannot be recovered 
from thiosinnamine by the action of either acids or alkalis, and as 
thiosinnamine does not give off ammonia when treated with cold potash, 
and but slowly when treated with boiling potash, the arrangement of the 
atoms must have been altered in its formation, and an amidogen-com- 
pound produced. (Dumas & Pelouze.) This supposition is corroborated 
by the fact that whereas oil of mustard, when treated with hydrated 
oxide of lead, &c., loses carbon and sulphur, thiosinnamine is by the 
same reagents deprived of sulphur only. (Will.) 


> Preparation. 1. By saturating oil of mustard with ammoniacal gas. 
(Dumas & Pelouze.) — By placing oil of mustard together with excess of 
ammonia in a closed bottle, till it is completely converted into a crys- 
talline mass; dissolving this mass in water; decolorizing it with animal 
charcoal; then filtering; and bringing it to the crystallizing point by 
evaporation and cooling. (Dumas & Pelouze.) — To 1 vol. oil of mustard, 
3 or 4 vol. strong ammonia may be taken. If the non-rectified oil be 
used, the mother-liquor decanted from the crystalline mass is coloured 
by a resinous substance; but, when freed frum this impurity by boiling 
with animal charcoal, it yields crystals of thiosinnamine to the last drop. 
If it be not decolorized, the crystals obtained are less pure, but larger 
and more deyeloped. (Will.) The two liquids need not be agitated 
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together. As soon as the crystals are completely formed, the excess of 
ammonia should be left to evaporate in the air. (Robiquet and Bussy.) — 
The crystals first obtained are yellowish, and contaminated with a large 
quantity of sulphocyanide of ammonium: they may be purified by repeated 
crystallization from water and by animal charcoal. If the ammonia be 
allowed to act gradually and in small portions on the oil of mustard, the 
quantity of thiosinnamine obtained is smaller, especially if the mixture 
be frequently heated; and there remains an oil, haying no longer a sharp, 
but rather a sulphurous odour. (Aschoff.) 


Properties. White shining rhombic prisms. (Dumas & Pelouze.) 
Prisms belonging to the right prismatic system, exactly similar to those 
of formiate of baryta. (Will.) Oblique rhombic prisms often having the 
base very much developed, and the obtuse edges of the rhomboidal faces 
replaced by several planes parallel to the diagonal of the base which 
joins the acute edges of the prism. (Berthelot & De Luca. WV. Ann. 
Chim. Phys. 44, 498.) —Melts at 70° (Dumas & Pelouze), at 74° 
(Wertheim), to a colourless liquid (Will), which on cooling solidifies in 
a white enamel-like mass (Aschoff), or in a radiating mass (Wertheim). 
— Cannot be volatilized without decomposition. (Will.) — Inodorous 
and bitter. (Dumas & Pelouze.) In moderate doses, it does not exert a 
poisonous action on the human organism, but nevertheless produces 
palpitation of the heart, sleeplessness, &c. (Wohler & Frerichs, Ann. 
Pharm. 65, 342.) Neutral to vegetable colours. (Aschoff, Robiquet & 
Bussy, Will.) — Thiosinnamine prepared from artificial oil of mustard 
(p. 42) exhibits the same properties as that which is obtained from the 
natural oil. (Berthelot & De Luca; Zinin.) 


Berthel. 

Crystallized. Will, Dum. & Pel. Wertheim. Hubatkaa & © 
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Wertheim analysed the thiosinnamine prepared from Hrysimum Alliaria; 
Hubatka, that obtained from Cochlearia off.; Berthelot & De Luca, that obtained from 
the artificial mustard-oil prepared from iodopropylene, 


Decompositions. 1. Thiosinnamine is decomposed when somewhat 
strongly heated, leaving a residue of charcoal, and giving off white, 
pungent-smelling, alkaline fumes, from which drops of oil and hydro- 
sulphocyanic acid condense. (Aschoff.) : 

2. The concentrated aqueous solution mixed with chlorine-water ex- 
hibits a turbidity which disappears after a while, but is reproduced by 
the addition of more chlorine, then disappears again, and afterwards 
contains hydrochloric, and sulphuric, but no hydrosulphocyanic acid. — 
In like manner, bromine forms with the solution, a white precipitate 
which quickly disappears, and is reproduced on the addition of more 
bromine. When the bromine has been added to the solution till a 
yellowish colour is produced, the liquid deposits a red-brown oil, no 
longer smelling like mustard-oil, while hydrobromic and sulphuric acids 
remain in solution. — A small quantity of iodine dissolves in the con- 
ceutrated solution of thiosinnamine without colour, a larger quantity 
with yellowish colour, depositing a red-brown oil; and the litmus red- 


THIOSINNAMINE., og 


dening liquid filtered therefrom deposits on boiling a white powder, 
containing sulphur and iodine. (Aschoff.) 


3. Netric acid decomposes thiosinnamine with formation of sulphuric 
acid. (Dumas & Pelouze.) 


4. When thiosinnamine is distilled with dilute phosphoric or sulphuric 
acid, hydrosulphocyanic acid passes over. (Aschoff, E. Simon.) 


5. Mercurie oxide or lead-oxide decomposes thiosinnamine, forming 
sinnamine, a metallic sulphide, and water (Robiquet & Bussy, Will): 


C8N2H882 ic 2HgO = C8N2H6 at 2HigS + 2HO. 


One pt. of thiosinnamine triturated with 5 pts. of mercuric oxide, quickly 
becomes heated above its melting point, and from the resulting black 
mixture, water or ether extracts sinnamine. (Robiquet & Bussy). Simi- 
larly with oxide of lead anhydrous or hydrated. After the extraction 
of the sinnamine by ether, there remains sulphide of mercury or sulphide 
of lead, mixed with the excess of the metallic oxide, but free from 
carbonic acid and sulphocyanogen, . (Will.) — According to HE. Simon, 
there is formed, besides sinnamine, another alkaloid, which likewise 
dissolves in water, alcohol and ether, but is of unctuous consistence; but, 
according to Will’s suggestion, this supposed alkaloid is probably 
nothing but basic acetate of lead, inasmuch as the hydrated oxide of 
lead used by Simon may have contained acetic acid. According to 
Marchand & Simon also (J. pr. Chem. 19, 225), thiosinnamine, freed 
from part of its sulphur by the action of hydrated lead-oxide and water, 
yields a filtrate which reddens ferric salts, crystallizes with difficulty, 
and again yields oil of mustard by distillation with sulphuric acid. 


6. Thiosinnamine boiled with fired alkalis gives off ammoniacal gas but 
slowly. (Dumas & Pelouze.) —When boiled for some time with baryta- 
water, it slowly deposits carbonate of baryta, while the liquid slowly 
takes up sulphide of barium, and gives off a small quantity of ammonia 
only when the baryta-water becomes somewhat concentrated. The 
remaining liquid, freed from baryta by carbonic acid, yields by evapo- 
ration, a very bitter but scarcely alkaline syrup, which appears to 
contain an alkaloid different from sinnamine. (Will.) 


7. Thiosinnamine, heated with potasseum till it melts, assumes a 
brown colour; at a higher temperature it detonates slightly, with emis- 
sion of black smoke, and forms sulphide and sulphocyanide of potassium. 
(Aschoff. ) 

Aqueous sesquichloride of iron is gradually deprived of its yellow 
colour and acid reaction by thiosinnamine, and deposits black flakes 
when boiled. Sulphate of copper is decolorized by thiosinnamine if not 
too dilute, and alcohol added to the solution throws down light blue 
flocks. (Will.) —Aqueous thiosinnamine forms with acetate of copper 
a scanty whitish precipitate, which afterwards turns brown; and the 
liquid filtered therefrom assumes, when mixed with protochloride of iron, 
a reddish colour, and yields a copious white precipitate insoluble in 


hydrochloric acid. (Aschoff.) 


Combinations. Thiosinnamine dissolves in cold and much more 
readily in hot water (Dumas & Pelouze, Will); after fusion, it dissolves 
less easily. (Aschoff.) — I. When thiosinnamine (prepared from natural 
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mustard-oil) is dissolved in boiling water, the solution rarely crystallizes 
on cooling; it may even be kept in capsules exposed to the air, without 
depositing crystals; bnt on stirring the liquid briskly with a glass-rod, 
it solidifies in a mass. Moreover, when thiosinnamine is melted under 
a small quantity of water, it remains at the bottom after cooling in the 
form of a viscous layer which preserves’ its liquid form for a long time 
if left at rest, but solidifies immediately on agitation. These phenomena 
are sufficiently marked to interfere with the regular crystallization of 
thiosinnamine; hence to effect the crystallization it is advisable to intro- 
duce into the tepid liquid a glass rod, having crystals of thiosinnamine 
already attached to it, and so placed that the crystals may be just at 
the upper surface of the liquid or even a little above. (Berthelot & De 
Luca, V. Ann. Chim. Phys. 44, 499). 4. 


fHydrochlorate of Thiosinnamine. — 116 pts. of pulverized thiosinna- 
mine exposed to the action of a stream of hydrochloric acid gas, and 
gently heated towards the end of the action till fusion takes place, 
absorb 64°82 pts. of hydrochloric acid. The compound, when exposed 
to moist air, gives off vapours of hydrochloric acid. (Will.) 


Thiosinnamine does not appear to combine with sulphuric, nitric, oxalic, or acetic 
acid. (Will.) 

Mereury-compound. — The hydrochloric acid solution of thiosinnamine 
forms with aqueous corrosive sublimate a white curdy precipitate 
soluble in acetic acid; it must be pressed between paper, and dried at a 
gentle heat. (Will.) 
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Aqueous thiosinnamine forms with mercurous nitrate a grey pre- 
cipitate, and with mercuric nitrate, after a while, a white precipitate. 


(Aschoff.) 


Silver-compound. —a. A warm aqueous solution of thiosinnamine 
dissolves a large quantity of recently precipitated chloride of silver, and 
becomes milky on cooling, with separation of a turpentine-like compound 
of thiosinnamine and chloride of silver. (Will.) 

6. The thick white crystalline precipitate obtained with concentrated 
aqueous solution of thiosinnamine and nitrate of silver, after being washed 
with water, and dried at 100°, is greenish white, and in the dried state 
is bat little altered by exposure to light. When decomposed by aqueous 
sulphuretted hydrogen, it yields sulphide of silver and a solution of 
thiosinnamine and nitric acid; hence no mustard-oil is reproduced. 


(Léwig & Weidmann.) 
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Aschoff formerly made the following statements regarding this com- 
pound: Thiosinnamine forms with nitrate of silver, if concentrated 
solutions be used, a copious white crystalline coagulum, soluble in excess 
of either re agent. The precipitate turns brown even in the dark, acd 
glimmers when heated, evolving a large quantity of cyanogen and leaving 
sulphide of silver. If it be suspended in water and slowly decomposed 
by sulphuretted hydrogen (too rapid decomposition causes rise of tem- 
perature and evolution of nitrous fumes), and the liquid then distilled, a 
light yellow oil having the odour of mustard-oil passes over, together 
with an acid liquid. —'The precipitate dissolves when slowly washed with 
water, leaving however a black powder probably consisting of sulphide 
of silver; the aqueous solution does not redden ferric salts. The pre- 
cipitate dissolves in warm dilute nitric acid, and separates again on 
cooling, provided the liquid be not too dilute, and has not been heated 
too long. Very dilute solutions of thiosinnamine and nitrate of silver 
remain clear when first mixed, but turn brown after a while and yield a 
black precipitate. (Aschoff.) 

Aqueous thiosinnamine forms a yellow-brown precipitate with ¢er- 
chloride of gold. (Aschoff.) 


Platinum-compound, — Thiosinnamine saturated with hydrochloric 
acid gas and dissolved in water forms with bichloride of platinum — 
which may contain a certain quantity of free hydrochloric, but no nitric 
acil—at ordinary temperatures, a yellow-red precipitate, which fuses 
and blackens ata gentle heat, and leaves sulphide of platinum when more 

strongly heated. (Will.) 

If the precipitation be performed with warm solutions, or if the 
chloride of ees be precipitated by thiosinnamine dissolved in water 
and mixed with hydrochloric acid, the precipitate exhibits the somewhat 
different composition given under 6. (Will.) 
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Thiosinnamine dissolves very readily in ether and alcohol, whence it is 
partially precipitated by water. (Dumas & Pelouze.) 
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HINTERBERGER. Wien, Akad. Ber. 9, 249; Ann. Pharm. 83, 346; 
J. pr. Chem. 58, 263; abstr. V. Ann. Chim. Phys. 38, 107; Pharm. 
Centr. 1852, 956. Jahresber, 1852, 629. 

Wetrzien. Ann. Pharm. 94, 108 


Formation. 1. By the action of ethylamine on mustard-oil, (Hin- 
terberger.) —2, By the action of iodide of ethyl on thiosinnamine 


(Weltzien.) 
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Preparation. Oil of mustard absorbs gaseous ethylamine with con- 
siderable rise of temperature. Liquid ethylamine hisses when dropt 
into mustard-oil; and on adding the oil to liquid ethylamine, it is thrown 
out by the violence of the action. When ethylamine was passed in 
excess into mustard-oil cooled with ice, a thin syrupy liquid was formed 
having the odour of ethylamine, and a bitter aromatic taste. This liquid, 
after standing for some time, became red-brown but did not yield crystals 
or form crystallizable salts with acids; when heated, it gave off white 
fumes, which condensed to oily, alkaline drops, exhibiting a blood-red 
colour with sesquichloride of iron. (Hinterberger.) 


Hydriodate of Thiosinethylamine or Iodide of Thiosinethylammoniumn. 
— When thiosinnamine and iodide of ethyl are heated together in alco- 
holic solution and the liquid evaporated, a white feathery crystalline 
mass resembling sal-ammoniac is obtained, which turns yellow in the air 
from separation of iodine, and dissolves in water, alcohol, and ether. 


( Weltzien.) 
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HHydrochlorate. — Obtained by decomposing the iodide with oxide 
of silver, precipitating the excess of the silver from the filtrate with 
hydrochloric acid, and evaporating the filtered solution. The residue 
is a syrupy uncrystallizable mass, soluble in water and _ alcohol. 


(Weltzien. ) 


Platinum-salt.— By saturating the syrupy liquid obtained by the 
action of ethylamine on mustard-oil with dry hydrochloric acid gas, 
dissolving the resulting viscid mass in absolute alcohol, and adding an 
alcoholic solution of bichloride of platinum, yellow needle-shaped crystals 
of the platinum-salt quickly separated; the mother-liquid, when left to 
itself for some time, yielded crystals of more definite shape. (Hinter- 
berger.) — Weltzien’s hydrochlorate mixed with chloride of platinum 
yielded a yellow, easily soluble, indistinctly crystalline mass. 
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The salt is sparingly soluble in water and alcohol. (Hinterberger.) 

Hinterberger has also endeavoured to prepare compounds of mustard-oil with 
methylamine, propylamine and amylamine, but has hitherto obtained nothing but 
syrupy liquids which refuse to crystallize. The platinum-salts of these compounds 
appear however to be crystallizable. 4. 
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y. Netrogenenucleus, O®N*H*. 
Sinnamine. C®N?H*=C®N?H‘,H?. 
Ropiquet & Bussy; Witt. Inthe memoirs cited under oil of mustard. 


Discovered by Robiquet & Bussy in 1839. 


Formation. In the decomposition of thiosinnamine by mercuric 
oxide or lead-oxide (p. 58). 


Preparation. 1. One part of thiosinnamine and 5 pts. of mercuric oxide 
are rubbed together, without application of heat; the mass when cold 
exhausted with ether; the filtrate evaporated; the viscid residue dissolved 
in hot water; and the solution left to crystallize. (Robiquet & Bussy.) — 
2. Pulverized thiosinnamine is triturated with recently precipitated, still 
pasty, and well washed hyrated oxide*of lead; the mixture heated in the 
water-bath till a sample diluted with water and filtered, no longer pro- 
duces a black colour with fresh oxide of lead and potash; the entire 
mass then repeatedly boiled, first with water and then with alcohol, 
because the sinnamine is obstinately retained by the sulphide of lead; 
the whole of the decoctions evaporated to a syrup; and the crystals 
which form after several months taken out, and freed from the syrup by 
gentle pressure between paper. (Will.) The syrup is distinguished from the 
crystals by its smaller amount of water; if the hydrated oxide of lead obtained from the 
acetate was not well washed, the syrup contains also basic acetate of lead. ( Will.) 

The crytals are freed from their water of crystallization by fusion 
at 100°. 


Properties. Sinnamine dehydrated by fusion is a white, slightly 
crystalline, opaque mass. It is inodorous and tastes strongly and per- 
sistently bitter. (Will.) Its aqueous solution has a strong alkaline reac- 
tion. (Robiquet & Bussy.) 


Dried at 100°. Will. 
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Decompositions. 1. Sinnamine heated in a retort in the oil-bath, gives 
off ammonia from 160° to 200°, without blackening, and leaves a yellow 
resinous body [C°NH*?]. This body is almost insoluble in water, but dis- 
solves sparingly in alcohol, forming an alkaline solution. Its solution in 
hydrochloric acid becomes milky when mixed with ammonia, and if 
subsequently heated, again deposits resinous matter; the hydrochloric 
acid solution forms a white precipitate with corrosive sublimate and 
yellow with bichloride of platinum. (Will.)— 2. A cold mixture of 
aqueous sinnamine and hydrochloric acid does not give off ammonia or 
become turbid on the addition of potash; but after the hydrochloric acid 
has been boiled, potash eliminates ammonia from it, and throws down a 
basic substance, which behaves like the resinous body remaining when 
sinnamine is heated. (Will.) S/ydrochloric acid gas, passed over the 
crystals is absorbed without fusion; the resulting mass when gently 
heated suddenly emits thick white fumes of sal-ammoniac, and leayes a 
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tumefied residue. (Will.) —4. The hydrated crystals exposed to a stream 
of sulphuretted hydrogen gas, quickly assume a sulphur-yellow colour, with- 
out losing water, and if then gently heated, melt to a transparent liquid, 
which takes up an additional quantity of sulphuretted bydrogen and 
becomes liver-coloured, but if still subjected to the action of heat, not 
however rising to 160°, gives off the water of crystallization, together 
with hydrosulphate of ammonia. Ultimately there remains a trans- 
parent, liver-coloured, inodorous mass, amounting in weight to 94°88 
p.c. of the crystals. This mass forms with water or alcohol, a solution, 
which colours lead-salts light-red, and does not precipitate sulphide of 
lead till it is boiled. (Will.) —If this decomposition by sulphuretted 
hydrogen took place according to the equation, 


C3N2H5,HO + 2HS = CSNH‘S + NH‘4S + HO, 
the liver-coloured mass would amount to only 90 p.c. of the crystals. 
( Will.) 
Combinations. With water. 


a. Syrup. 8C°N*H®, HO? Remains when the aqueous solution is 
evaporated over the water-bath, or when the crystals are heated for a 
short time. 
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6. Crystals. —Separate from the syrup when it is set aside for some 
time (vid. sup.). White, shining, hard, rhombic prisms belonging to the 
doubly oblique prismatic system. Acute angle of the prisms about 36°. 
The crystals placed in vacuo over oil of vitriol gradually lose their lustre; 
they melt at 100°, and gradually part with their water, being converted 
first into the syrup, and then into anhydrous sinnamine. (Will.) 


Air-dried crystals. 
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c. Sinnamine dissolves in water. 


Sinnamine-salts, —Sinnamine expels ammonia from ammoniacal salts 
(Robiquet & Bussy, Will); it also precipitates the salts of lead, iron, 
and copper. (Will.) Nevertheless it does not form solid salts with any 
acid except oxalic acid with which it slowly forms crystals. ( Will.) 
The acid solutions impart a yellow colour to fir-wood. (Hofman, Ann. 
Pharm. 47, 55.) 


Sinnamine with Mercurie Chloride. — The solution of sinnamine in 
aqueous hydrochlori¢e acid forms with excess of aqueous corrosive subli- 
mate a precipitate, which on account of its tendency to decompose in 
washing, must be merely collected on a filter, strongly pressed, and dried 
in vacuo over oil of vitriol. As it contains 14°89 p.¢. ©, 55:48 He and 
17°06 Cl, its formula is C°N*H®, 2HgCl]. (Will.) 
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Sinnamine forms with nitrate of silver a soft resinous precipitate. (Will.) 


Platinum-compound. — Aqueous sinnamine mixed with a small quan- 
tity of hydrochloric acid, forms with bichloride of platinum, yellowish 
white flakes, which settle down slowly, so that the liquid filtered after 
standing for several hours, yields a fresh precipitate, and the filtrate from 
that yields another, &c. All the precipitates exhibit about the same 
amount of platinum, viz. about 39°6 p.c. after drying in a current of air 
at 115°; hence the precipitate is perhaps C°’N*H®, 2HC1+2PtCl. (Will.) 
[The much more probable formula: C8N?H®, PtCP gives 39°3 p. c. platinum. ] 

Sinnamine dissolves in ether and in alcohol. (Robiquet & Bussy, Will.) 
~ IL) aqueous solution is precipitated by tannin. (Robiquet & Bussy, 

ill. 


3 
{. Sinethylamine. C™N os ttre pH 
HINTERBERGER. Ann. Pharm. 83, 348. 


Formation and Preparation. By decomposing thiosinethylamine with 
hydrated oxide of lead. When the two substances are heated together 
till a filtered sample no longer blackens on the addition of hydrated 
lead-oxide and potash, the resulting mass boiled with water and then 
with alcohol, and the solutions evaporated,—a dark yellow syrupy residue 
is obtained, which becomes almost wholly crystalline after a few months, 
and when pressed between bibulous paper and recrystallized from ether, 
yields pure sinethylamine. 


Properties. Sinethylamine crystallizes in needles arranged in 
dendritic groups; tastes very bitter. At 100° it melts into a colourless 
liquid, which when touched with a cold body, quickly solidifies in a crys- 
talline mass, the crystallization spreading from the point of contact. 


Mercury-compound. A solution of sinethylamine forms with aqueous 
mercuric chloride a white flocculent precipitate, which, when heated over 
the water-bath, melts to a yellow resinous mass, solidifying in the crystal- 
line state on cooling. 


Hinterberger. 
Le Cat. ayehak ot eit 720 ig Loan. 13°63 
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Platinum-compound. C”¥N?H*,HCl1+ PtCl*?.— A solution of sine- 
thylamine in hydrochloric acid forms with bichloride of platinum, reddish 
yellow feathery crystals, yielding by analysis 31°55 p.c. platinum; the 
preceding formula requires 31:24 p.c. 

Sinethylamine is insoluble in water, but dissolves in alcohol and ether, 
forming solutions which have an alkaline reaction. (Hinterberger.) 
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BUTYLENE SERIES. 
A. Primary SmErRIEgEs. 


Primary Nucleus. Butylene. C*H*. 


Faravay (1825). Phil. Trans. 1825, 440; also Schw. 47, 840 and 441; 
also Pogg. 5, 303. 
Kouse. Ann. Pharm. 69, 258. 


Bute, Butyren, most volatile oil of oil-gas, Ditetryl, Butyrene, Tetrylene. 


Formation. 1. By the dry distillation of glycerides. (Faraday.) 
Butylene is also produced, together with caoutchene, and other still less 
volatile oils, in the dry distillation of caoutchouc. (Bouchardat.) —2. In 
the decomposition of valerate of lime by the galvanic current. (K olbe.) — 
3. In the decomposition of valerianic acid vapour ata red heat. (Hof- 
mann.)— 4, In the decomposition of butylic alcohol by oil of vitriol or 
by chloride of zinc. (Wurtz, p. 72.) — 5. In the decomposition of iodide 
of butyl by potassium. (Wurtz, p. 72.) 


Preparation. 1. Oil-gas, prepared on the large scale for illumination; 
by passing fixed oils and other fats through moderately red-hot iron 
tubes, and consisting of a mixture of several gases, deposits under a 
pressure of 30 atmospheres, a thin oily mixture composed almost entirely 
of butylene, benzin (C”H®), and an oil (C”H®?), which boils at 85°5°. 
(Faraday.) — 1000 cubic feet of oil-gas yield about a gallon of the mix- 
ture. It is transparent and colourless; sometimes however green by 
reflected, and yellow-brown by transmitted light; neutral; of sp. gr. 0°821 
at—1s°. It burns with a bright flame; is but slowly decomposed by 
nitric acid; and is scarcely soluble in water or in aqueous alkalis, but 
dissolves readily in alcohol and ether. It boils for some time, even at 
ordinary temperatures, as soon as the increased pressure is removed. 
(Faraday.) — When this oil is gradually heated to 38° in a distillatory 
apparatus provided with a cooled receiver, and the distillate several times 
partially rectified at a continually lower temperature, the benzin and the 
oil C”¥H® are left behind more and more completely, and butylene in the 
pure state is obtained as the most volatile distillate. Sometimes a few deli- 
cate needles, which have not been further examined, condense together with the buty- 
lene; they melt and volatilize at —13° to —12°.— After the butylene has been 
removed by distillation, there remains a mixture of benzin and C”H®, 
which does not boil below 85°5°; and when this mixture is cooled to 
—18°, the benzin crystallizes out, and may be separated by stirring and 
pressure from the oily C?H®, which may then be poured off. (Faraday.) 
—2. Aqueous valerate of potash is decomposed by the current of a 
Bunsen’s battery (see Valerianic acid), and the evolved gas is passed 
through a tube surrounded with a frigorific mixture and through alcohol, 
to condense and absorb the admixed vapour of valyl [butyl], then through 
water to take up the alcohol, and then through strong potash-solution 
and over hydrate of potash to abstract carbonic acid and water. There 
then remains a mixture of 27°8 vol. butylene-gas (which may be absorbed 
by oil of vitriol) and 72:2 yo), hydrogen. 
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Properties. Thin, transparent, colourless oil, whose specific gravity 
at + 12:2° would be 0'627. Boils between — 18° and 0°. Its vapour or 
gas is 27 or 28 times as heavy as hydrogen. [Therefore, vapour-density 
=1'8711 to 1:9404]. Its tension at 15°5° is equal to 4 atmospheres. 
(Faraday.) Vapour-density = 1:993. (Kolbe.) 


Calculation, according to Faraday : . Vol. Density. 
S Somer... GOa are Co Ll C-vapour.... 8 .... 3°3280 
BAG. 8 .... 14:29 H-gas ........ 8... 0°5544 
CoH. 00 410000 Butylene-gas 2 .... 3°8824 

j ome et eb 


Decompositions. 1. The oil burns with a brilliant flame. 1 vol. of 
the gas exploded with excess of oxygen, consumes 6°3 vol. oxygen and 
produces 4°3 vol. carbonic acid gas. Kolbe obtained very nearly the same 
results. [The 8 vol. hydrogen contained in 2 vol. butylene gas consume 4 vol. O-gas; 
the 8 vol. carbon vapour therein consumed 8 vol. O-gas, and produce 8 vol. carbonic 
acid) — 2. One vol. oil of vitriol absorbs 100 vol. butylene-gas very 
quickly and with great rise of temperature. If however too much 
heating takes place, the absorption is incomplete and there remains a gas 
which burns with a pale blue flame. No sulphurous acid is evolved. 
Oil of vitriol charged with the gas is very much darkened, exhibits a 
peculiar odour, and generally becomes turbid on addition of water, with- 
out however giving off any gas, and is converted into a conjugated acid 
which forms peculiar salts. [C°H%,2S0%?]. (Faraday.) — 3. Butylene 
gas unites with an equal volume of chlorine gas, quickly condensing to 
chloride of butylene C*®H®Cl?, and other products richer in chlorine. 
(Faraday, Kolbe.) Pentachloride of antimony acts in a similar man- 
ner. (Kolbe.) — 4. When the gas obtained by decomposing valerianic 
acid vapour at a red heat (ix, 395) is mixed with bromine vapour, an 
oily liquid is obtained, the least volatile portion of which appears to 
consist of bromide of butylene C*H*Br?. (Hofmann, Chem. Soc. Qu. J. 8, 
121.) — By the action of bromine on butylene, Cahours has also obtained 
the compound C*H"Br. (Compt. rend. 31, 291.) 


Combinations. Water shaken up with the gas absorbs it in small quan- 
tity. — Aqueous hydrochloric acid and alkalis have no action upon it. 


Alcohol absorbs a very large quantity of the gas, acquiring a peculiar 
odour, and afterwards effervesces when mixed with water. — Ovis, both 
fixed and volatile, likewise absorb the gas; olive-oil six times its volume 
(Faraday.) 


9 
(3 Butyl. C°H® or CMH =I Gero 


Korzpr. Chem. Soc. Mem. 8, 278; Phil. Mag. J.[3], 31, 848; abstr. 
Ann. Pharm. 64, 889;—more fully: Chem. Soc. Qu. J. 2, 157; 
Ann. Pharm. 69, 257. 

Wouriz. WN. Ann. Chim. Phys. 42, 144; Ann. Pharm. 98, 112. 


Butyle, Butylium (Wiirtz); Valyl (Kolbe); Tetryl (Gerhardt.)—Discovered by 
Kolbe in 1847. 
F 2 
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Formation and Preparation. 1. By the action of potassium on iodide 
of butyl,—butylene and hydride of butyl, C*H, being formed at the 
same time (Wurtz): 


2C8H*l + 2K 


oar + {OH} 


2KI + C8H® + C&H, 


The two substances enclosed together in a sealed glass tube and heated 
in the water-bath for several days, act slowly on each other, the potas- 
sium swelling up considerably, and being converted into a mass of iodide 
of potassium saturated with a colourless liquid. To ensure complete 
decomposition the potassium must be in excess. On opening the tube after 
cooling, butylene gas escapes; and the remaining liquid, when gently 
heated, gives off vapours of hydride of butyl, which may be condensed 
by a frigorifie mixture. The boiling point then rises quickly to 100°, and 
at 105°, the butyl distils over. (Wurtz.) 


2. By the electrolysis of Valerianic acid: 
CYHYO* = C8H® + 2CO? + H. 


When an electric current from four Bunsen’s cells is passed through a 
cold saturated solution of valerate of potash, hydrogen, carbonic acid, 
and butylene gases are evolved, and an oily liquid rises to the surface 
consisting of butyl and valerate of butyl (wid. Valerate of Potash). On 
boiling this liquid with an alcoholic solution of potash, valerate of potash 
gradually separates, while the butyl remains dissolved in the alcoholic 
liquid, and may be purified by washing with water, drying over chloride 
of calcium, and rectification. 


Properties. Colourless, oily liquid, lighter than water, and having a 
faint odour. (Wurtz.) Light ethereal oil, having an agreeable ethereal 
odour, and a density of 0°694 at 18°. (Kolbe.) Boils at 105° (Wurtz); 
at 108° (Kolbe.) Vapour-density 4°053. (Kolbe.) 


Wurtz Kolbe 
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[Respecting the vapour-volume of the alcohol-radicals, vid. vii., 171—174.] 


Decompositions. Butyl is very inflammable and burns with a strongly 
luminous flame. (Kolbe.) Under certain circumstances, as in the decom- 
position of iodide of butyl by potassium (p. 101), it splits up into buty- 
lene and hydride of butyl. -According to Kolbe also, it is resolved by 
the influence of nascent oxygen, during the electrolysis of valerate of 
potash, into butylene and water [C°H® + O = C°H®+ HO]. It is not 
oxidized by ordinary nitric acid, or by a mixture of chromate of potash 
and sulphuric acid; but strong fuming nitric acid, especially if mixed 
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with sulphuric acid, oxidizes it completely after long boiling, forming 
apparently a mixture of butyric and nitrobutyric acids. — Dry chlorine 
gas appears not to act on butyl in the dark, but the faintest ray of light 
is sufficient to induce the formation of hydrochloric acid vapours and of 
chlorinated subtitution-products, the liquid being finally converted by 
an excess of chlorine, into a viscid mass. — Bromine acts in a similar 
manner, but less strongly. —Jodine dissolves in butyl, without decom- 
posing it. 


Combinations. Butyl does not appear to combine directly with any 
element excepting iodine; but according to the radical theory, it exists 
in a great number of compounds homologous with the ethyl compounds. 
It is insoluble in water, but dissolves in all proportions in alcohol and 


ether. (Kolbe.) 


Hydride of Butyl. C’SH°=C8H®,H.— This compound has not yet 
been obtained perfectly pure, but is evolved, together with butylene, by 
the action of chloride of zine on butylic alcohol. When butylic alcohol 
is heated with excess of anhydrous chloride of zinc, and the evolved 
gases are passed, first through a tube surrounded with ice and inclined 
upwards to condense the less volatile hydrocarbons formed at the same 
time and allow them to flow back again —then through a tube sur- 
rounded with a freezing mixture, a very volatile, mobile, colourless 
liquid condenses in this tube, and on being removed from the freezing 
mixture, quickly evaporates, yielding a mixture of about equal volumes 
of butylene and hydride of butyl. The butylene may be absorbed by a 
coke-ball saturated with anhydrous sulphuric acid, and hydride of butyl 
then remains nearly pure — 


Calculation : Vol. Density. 

SoC uae. AS os, 82°76 C-vapour.... 8 ..... 3°2480 

LOST ee TOSS. e524 Hegas p.nte 10 ¢... 076930 
Si eee ooege ee LO0:0 Vapsof.CeH its ah. 2a35 08:9410 
La oie 


1 vol. of the gas which remained after absorption of the butylene 
yielded by explosion with oxygen, 4:26 vol. CO,, consuming 7:21 O, and 
exhibiting a condensation of 3°95 vol. Now 1 vol. hydride of butyl (regarded 
as diatomic) contains 4 vol. C-vapous, which consume 4 vol. O, producing 4 vol. CO,, 
and 5 vol. H, which consume 2°5 vo. O, making together 6°5 vol. O, and exhibiting a 
condensation of 3°5 vol. The differeicze probably arises from the vapour of hydride of 
butyl being at a temperature only a ‘ew degrees above its boiling point, and therefore 
not having attained its full amount o expansion. (Wurtz.) 


~ 


7. Oxide of Butyl, or Butylic Ether. 
C*H°0 =C°H8 HO or SIN es OF 


Wortz. WN. Ann. Chim. Phys. 42, 152; Ann. Pharm. 98. 


Obtained: 1. By the action of iodide of butyl on butylate of po- 
tassium; 
C2A°KO? + CAH°l = KI ChHeO*, 
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The product however is difficult to purify from butylic alcohol, the 
boiling points of the two liquids differing but little from each other. 
The portion which distilled over between 100° and 104° had a very 
agreeable odour, but contained only 71 p.c. carbon, whereas the cal- 
culated quantity is 73°8. 1f the excess of butylic alcohol be saturated 
with potassium and the resulting liquid treated, while still hot, with 


iodide of butyl, a very energetic action takes place, resulting in the 
formation of butylic alcohol and butylene: 


C8H°KO? + C8H°T = C8H0? + C8H8 + KI. 
2. By the action of iodide of butyl on oxide of silver — 
C8H°l + AgO = Agl + C8H90. 


Dry oxide of silver is completely decomposed by iodide of butyl at 100°, 
with formation of iodide of silver and butylic ether, accompanied however 
with small quantities of butylene, water, butylic, alcohol, and carbonate 
of butyl: 
CSH°I + AgO + HO= C8H"O? + Agl, 
2C5H°I + 2AgO = C®8HO? + C8H8 + 2AgT. 


The formation of water and carbonic acid is probably due to the oxidiz- 
ing action of the excess of oxide of silver. (Wurtz.) 


q. Vinobutylic Ether. 


C#HO= C'H*0,0°H"0= Gers} 0” 


Wurtz. N. Ann. Chim. Phys. 42,118; Ann. Pharm. 98. 


Ethylobutylic ether, Butylate of Ethyl, Ethylate of Butyl. 


Obtained by the action of iodide of ethyl on butylate of potassium, 
in the cold: 


CH°KO? + CHT = KI + Cory}? 


On distilling the mixture after two days’ standing, the excess of iodide 
of ethyl passes over first, then the vinobutylic ether, then (above 95°) 
the excess of butylic alcohol. The last portion was again treated with 
potassium, the first portion added to it, in order to form a fresh quantity 
of vinobutylic ether, and the whole product rectified, the portion which 
passed over between 78° and 80° being collected apart. 

Colourless liquid, of sp. gr. 0°7507; has an agreeable odour. 


Wirtz 
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{]. Butylic Alcchol. 


CsH? 
CH°0*= CH? H°0*— CHO, HOS” 5 or 


Wurtz. (1852.) Compt. rend. 35, 310; Instit, 1852, 277; Arch. ph. 
nat. 21,147; Ann. Pharm. 85, 197; J. pr. Chem. 57, 805; Pharm. 
Centr..1852, 798. Further and more fully: WV. Ann. Chim. Phys. 
42,1;’Ann. Pharm. 93, 107. 


Hydrate<of Butyl, Hydrated Oxide of Butyl, Tetrylic Alcohol, Hydrate of 
Tetryl. 


Sources. In some kinds of fusel-oil, viz., in potato-fusel-oil, and in 
that which is obtained in the rectification of the alcohol produced from 
the molasses of mangold-wurzel. Different samples of the latter, however, con- 
tained very different quantities of butylic alcohol, and some samples none at all. 
(Wurtz.) — From the experiments of Medlock also (Ann. Pharm. 69, 217), and from 
others made in the Giessen laboratory, it appears that this alcohol does not always 
exist in potato-fusel-oil. 


Formation. By the fermentation of grape-sugar, whereby it may 
be produced either alone or in conjunction with vinic and amylic 
alcohols, as shown by the following equations (Wurtz): 

C#HMO = 2C9H™O2 + 8CO2 + 4HO 
2CHH4O™ = 2CHO? + CSH™O2 + CHO? + 16CO? + 8HO. 


Preparation. Fusel-oil obtained in the rectification of mangold- 
wurzel molasses is subjected to fractional distillation, the portions which 
distil over between 80° and 105°, 105° and 115’, 115° and 125°, being 
collected apart. The first portion is washed with water, and the sepa- 
rated oily layer repeatedly rectified, the portion which passes over at 
104° being each time collected apart. The latter is mixed with the 
portion which distilled over between 105° and 115°, and with that 
part of the last fraction (between 115° and 125°) which, when the 
latter was repeatedly rectified, passed over below 115°. The whole 
of the distillates obtained between 105° and 115° are then mixed 
together and boiled for 48 hours with a concentrated solution of caustic 
potash, in such a manner that the vapours may be condensed and 
allowed to run back again; the impure butylic alcohol then distilled 
over; separated from the water which passed over with it; afterwards 
mixed with half its weight of quick lime to dehydrate it more completely, 
and distilled off after standing for 24 hours; this distillate repeatedly 
rectified; and the portion which passes over between 108° and 110° 
collected apart: if the boiling point remains within these limits 
during the distillation, the butylic alcohol thus obtained is very nearly 
pure. The process of rectification may be considerably abridged by 
interposing between the flask and the condensing apparatus an upright 
tube with two bulbs and having a thermometer inserted into its upper 
part; the less volatile portions then condense on the sides of the tube 
and run back into the flask, whereby the separation of the more volaitle 
portions is greatly facilitated.— Wurtz first obtatned butylic alcohol from potato- 


fusel oil. When this liquid was distilled, the thermometer remained stationary for a 
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long time between 108° and 118°; the liquid which psased over between these tempe- 
ratures was collected apart, set aside for 48 hours in contact with caustic potash, and 
repeatedly rectified, the portion which passed over at 112° being collected apart. 
(Compt. rend. 35, 310.) 

For complete purification, the butylic alcohol is converted into iodide 


of butyl (p. 100), which boils at 121°, and is easily separated by fractional 
distillation from iodide of ethyl, boiling at 73°, and iodide of amyl at 
146°; the iodide of butyl converted into acetate by treating it with 
acetate of silver; the acetate of butyl decomposed by continued boiling 
with strong solution of potash, the vapours being condensed and made to 
run back; and the butylic alcohol thereby separated, decanted and 
rectified over caustic baryta. (Wurtz.) 


Properties. Transparent, colourless liquid, more mobile than amylic 
aleohol, and having an odour similar to that of the latter, but less 
pungent and more vinous. Does not turn the plane of polarization of 
light. Sp. gr. =0°8032 at 18°5°. Boiling point 110°. Vapour den- 
sity 2°589, (Wutrz.) 


Wiirtz. 
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The analyses a and & were made with butylic alcchol purified merely by fractional 
distillation (p. 71); and boiling at 110°; ce, with the purer product obtained by decom- 
posing butylic acetate with potash, and boiling at 109°. 


Decompositions. 1. Butylic alcohol takes fire on the approach of a 
burning body, and burns with a bright flame.— 2. Potassium decom- 
poses it with evolution of hydrogen, forming butylate of potassium 
C*H°KO?,— 3. Caustic potash in a state of fusion converts it into 
butyric acid, with evolution of hydrogen and formation of a butyrate. 
When dropt upon soda-lime heated to 250°, it is likewise decomposed 
with evolution of hydrogen and formation of a butyrate. —4. Hydro- 
chloric acid heated in a sealed tube with butylic aleohol, converts it 
into chloride of butyl (p. 102).—5. Pentachloride and oxychloride 
of phosphorus likewise convert it into chloride of butyl.—6. Bromine 
and phosphorus added alternately in small portions convert butylie 
alcohol into bromide of butyl, with evolution of hydrobromic acid 
(p. 101) —7. Similarly, iodine and phosphorus give rise to the for- 
mation of iodide of butyl (p. 100).— 8. Oil of vitriol acts violently on 
butylie alcohol, the mixture becoming very hot and strongly coloured, 
while sulphurous acid is evolved, and an oily layer separates out, con- 
sisting chiefly of hydrocarbons polymeric with butylene. When the 
alcohol is rapidly mixed with excess of oil vitriol, great heat is pro- 
duced, and gas is given off in small quantity, which may however be 
increased by external heating; it consists chiefly of butylene, together 


5 . 
with sulphurous and carbonic acid. — When butylic alcohol is gradually 
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mixed with an equal volume of oil of vitriol, and the vessel kept cool, 
sulphobutylic acid is produced —9. Butylic alcohol heated with excess 
of chloride of zine is decomposed, with formation of butylene, hydride of 
butyl, and other less volatile hydrocarbons (p. 66). The butylene is formed 
by simple abstraction of water: CSH!O?=C8H8 + 2HO; the excess of hydrogen which 
the hydride of butyl contains more than the butylene appears to be derived from the 
liquid hydrocarbons formed at the same time.. The mixture of these hydrocarbons 
which remained in the retort began to boil a little above 100°; but the boiling point 
gradually rose to 300° or even higher. The portion which distilled over between 
240° and 280° exhibited the following composition : 


Calculation. 
Wiirtz. ae CHS 1. C4“ 2s CPS 
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The formation of the hydride of butyl may possibly take place as represented by 
one of the following equations: 4C°H® = C8H! + C¥H”;—6C8H® = C8H! + C33 
(Wurtz.) 


10. With Chloride of Cyanogen, butylic alcohol forms chloride of butyl 
and butylic urethane : 


2C2H"O? + C2NCl = C®H°C!] + CYNH"O4. 


If the butylic alcohol, as is generally the case, contains a little water’ 
carbonate of butyl and sal-ammoniac are formed at the same time: 


2CHMO2 + C2NC] + 2HO = 2(C®H°0,CO?) + NH*‘Cl. 


(E. Humann, N. Ann. Chim. Phys. 44, 437; Ann. Pharm. 95, 256; Chem. Soe. 
Qi J. > 214.) 


Combinations. Butylic alcohol dissolves in 103 times its weight of 
water at 18°, and is precipitated therefrom as an oily layer on addition 
of chloride of calcium, chloride of sodium, or any other easily soluble 
salt. — It dissolves chloride of calcium, forming a crystallizable compound. 
—It also dissolves recently fused chloride of zine at ordinary tempera- 
tures, forming a syrupy liquid. (Wurtz.) — 4. 


Butyral. C*H%0°. 


CuANcEL. (1845.) WV. J. Pharm. 7, 118. 
GUCKELBERGER. Ann. Pharm. 64, 52. 


Butyric Aldide, Butyric Aldehyde, Butaldid, Butyrale, Butyraldehyde. | Nebute. } 


Formation. 1. By the dry distillation of butyrate of lime. (Chancel.) 
—2. By the distillation of casein, fibrin, albumin, or gelatin with 
manganese and dilute sulphuric acid. (Guckelberger). 


_ Preparation. 1, Butyrate of lime in considerable quantity is subjected 
to dry distillation, and the butyral, which boils at 95°, separated by 
repeated fractional distillation from the butyrone which boils at 144°, 
and an oil whose boiling point is 225°, the fractionation being continued 
till the boiling point becomes constant. (Chancel.) —2. By the same 
process as for the preparation of propylic aldide (ix. 400, 401). 
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After the latter has passed over between 65° and 70°, butylic aldide is 
obtained as the principal product between 70° and 100°, and being less 
soluble in water than the propylic aldide, may be separated therefrom 
by agitation with water. (Guckelberger.) To obtain it perfectly pure, 
crystalline butyral-ammonia (gq. v.) is prepared from it, and suspended 
in water; a concentrated solution of alum added in sufficient quantity to 
cause the mixture to redden litmus; the liquid distilled, and the butyral 
separated from the distillate, dehydrated over chloride of calcium, and 
rectified. (Guckelberger. ) 


Properties. Thin transparent, colourless oil, which does not solidify 
when surrounded with a mixture of solid carbonic acid and ether. 
(Chancel.) Sp. gr. 0°821 at 22° (Chancel); 0°80 at 15° (Guckelberger), 
Boils steadily at 95° (Chancel); at 68° to 75° (Guckelberger). -Vapour- 
density =2°61. (Chancel.) Has a brisk penetrating odour, a burning 
taste, and is neutral (Chancel); it has an ethereal somewhat pungent 
odour and a burning taste. (Guckelberger.) 


Guckelberger. Vol. Density. 
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Chancel’s analyses likewise agree with the formula. 


Decompositions. Butyral is very inflammable and burns with a bright 
flame slightly tinged with green at the edges. (Chancel.) —2. In the 
air or in oxygen gas, especially in presence of platinum-black, it absorbs 
oxygen and soon turns sour, but without colouring, in consequence of the 
formation of butyric acid, which may be extracted by a small quantity 
of water; in a stoppered bottle completely filled, it remains unaltered. 
(Chaneel.) Jt quickly turns acid on exposure to the air. (Guckelberger). 
—38. With chlorine or bromine it rapidly gives off hydrochloric or 
hydrobromic acid, and yields products containing chlorine or bromine, 
such as C®°C1H'’0?, C®Cl’H*O*, C®Cl2H°O?, C®Cl*H*0? (Chancel). — 4. In 
contact with crystallized chromic acid, it takes fire with slight detona- 
tion. (Chancel.) —5. With dilute nitric acid, it gives off nitrous fumes 
and yields nitropropionic acid (ix. 430). (Chancel.) —6. Heated with 
water and oxide of silver, it easily reduces the metal, without evolution 
of gas, and the water takes up a silver-salt containing butyric acid, or 
perhaps a butyrous acid C*H*O*®. (Chancel.) According to Guckelberger’s 
analysis of the silver-salt thus formed, it appears to be butyrate of silver. 
An aqueous solution of butyral mixed with ammonia and then with 
nitrate of silver till the alkaline reaction disappears, silvers the vessel 
very beautifully on the application of a gentle heat. (Chancel, Guckel- 
berger.) — 7. Butyral gradually added, with agitation, to twice its bulk 
of fuming oil of vitriol, yields, with evolution of heat, a dark red solution, 
which at 100°, gives off a very small quantity of sulphurous acid and turns 
brown, but does not blacken, and if subsequently diluted with water, 
yields a very small quantity of butyric acid, but not any trace of a con- 
jugated sulphuric acid. (Chancel.) Consequently the sulphuric acid 
converts a portion of the butyral into butyric acid by oxidation 


(Chancel): 
C8H8O? + 280° = C8H8O* + 280? 
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8. When 2 parts of butyral are distilled with 3 pts. of pentachloride of 
phosphorus, chlorobutylene (= Butak=C*C1H’) is obtained (Chancel): 


5C2H°O? + 2PCH = 5C8C1IH? + 5HCI + 2PO° (Chancel). 


9. Butyral coats hydrate of potash with a brown crust, and when gently 
heated with aqueous potash forms a brown lumpy mass. (Guckelberger.) 


Combinations. Butyral on the one hand takes up a certain quantity 
of water; and on the other, dissolves sparingly in water, imparting its 
peculiar odour. (Chancel.) 


BuTYRAL-AMMONIA — Butyral prepared by (2) forms with strong 
ammonia a crystalline mass, and with very dilute ammonia a milky 
liquid, which soon deposits crystals and becomes transparent. —If the 
butyral is contaminated with propylal (propylic aldide) — which is the 
case when it is prepared by (2),— and if it be then mixed, first with 
water, and then with dilute ammonia, the butyral-ammonia is completely 
precipitated in the crystalline form, so that the filtrate, when distilled 
with sulphuric acid, yields pure propylal. — The resulting crystals are 
collected on a filter, washed with dilute ammonia, pressed between 
paper, and dried over lime in an atmosphere of ammonia. — The 
crystals thus formed are very small acute rhombic octohedrons; the 
alcoholic or ethereal solution yields by spontaneous evaporation, large 
tables having their acute edges truncated. The crystals after drying 
remain unaltered in a dry atmosphere, but in damp air, or if they 
have not been dried, they turn brown lke aldehyde-ammonia, and 
acquire an empyreumatic odour.— When gently heated, they melt 
without loss of ammonia; if the heat be then slowly raised, the liquid 
boils, and at a temperature somewhat above 100°, yields a sublimate of 
transparent and colourless drops, which solidify on cooling, and perhaps 
consist of the unaltered compound; at a still higher temperature, am- 
monia is given off.— Aqueous acids decompose butyral-ammonia, sepa- 
rating the butyral which rises to the surface in oily drops; cold potash 
does not eliminate ammonia from it. When sulphuretted hydrogen gas 
is passed through the alcoholic solution of butyral-ammonia, an empy- 
reumatic odour is evolved like that of thialdine (ix. 313); and from 
the resulting liquid, which does not deposit crystals, ether extracts, on 
agitation, a sulphuretted oil, which immediately forms a crystalline 
compound with hydrochloric acid. — Butyral-ammonia is nearly insoluble 
in water, but dissolves readily in ether and alcohol; the alcoholic solution 
becomes turbid on the addition of water, and in a few hours deposits the 
greater part of the compound. (Guckelberger.) 


Crystallized. Guckelberger. 
CeCe AS Wolo kn bts AGO 2 PQS 2 F. 26°69 
Mg eet ere, Meer ere ae 14 LESM Gras 7°81 
Olds RB tea aw teieant tubs cg ates 21 hb Kdae aseaies L187 
LO Se ee ee eee 96 5 BOS Mes: sae 53°63 


Chancel’s butyral prepared by (1) does not according to Chancel and Henneberg, 
absorb ammoniacal gas; neither does it appear to be altered by aqueous ammonia. This 
difference and the higher boiling-point lead to the suspicion that the products (1) and (2) 
are not identical but isomeric compounds (Guckelberger), 
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Butyral mixes in all proportions with wood-spirit, alcohol, ether, and 
Susel-oil. (Chancel.) 


Butyric Acid. C®H%,04. 


CuevrevL. J. Pharm. 3, 80.— Ann. Chim. Phys. 28, 28; also Schw. 
39, 179. — Recherches sur les corps gras. 115 and 209. 

Pretouze & Gris. WV. Ann. Chim. Phys. 10, 484; abstr. Ann. Pharm. 
47, 241; abstr. J. pr. Chem. 29, 4538. 

Wertz, NV. Ann. Chim. Phys. 11, 253; also Compt. rend. 18, 704; also 
J. pr. Chem. 32, 501. 

Lercu. Ann. Pharm. 49, 217. 


Acide butyrique ; Buttersaiire. — Discovered by Chevreul in 1814—1818. 


Sources. 1. Butyric acid has been found, either in the free state or 
combined with bases: In many samples of gastric juice (Tiedemann & 
Gm.); also in a liquid discharged in a case of cancer of the stomach 
(Buchner, Repert. 52, 155); once in human urine (Berzelius, Pogq. 18, 
84); in the liquid expressed from the chopped flesh of man and of various 
animals (Scherer. Ann. Pharm. 69, 196); in the fruit of Ceratonia 
Siliqua, which, when distilled with dilute sulphuric acid, yields 0°6 p. o. 
butyric acid (Redtenbacher, Ann. Pharm. 57, 177); also in the old fruit 
of Sapindus Saponaria and Tamarindus indica (Gorup-Besanez, Ann. 
Pharm. 69, 869); in the milk of the cow-tree after it has turned sour 
(Marchand, J. pr. Chem. 21,48). J. Also in cod-liver oil (R. Wagner, 
J. pr. Chem. 46, 155); in flesh-juice (Scherer, dun. Pharm. 69, 196); in 
crude oil of amber (Marsson, Arch. Pharm. [2], 62,1); in liquid from 
the spleen (Scherer, Verhandl, der phys-med. Cresellsch. zu Wurzburg, 2, 
298); in perspiration (Schotten, Archiv. f. physiol. Heilkunde, 11, 73; 
Brendecke, Arch. Pharm. [2], 70, 84).— 2. Combined with glycerine in 
the form of butyrin and mixed with other fats; in the butter of the cow 
and of other mammalia. (Chevreul.) 


Formation. 1. By the dry distillation of various substances. In that 
of tobacco for example; whence the liquid which collects in the smoking of tobacco 
contains butyric acid. (Zeise, J. pr. Chem. 29, 386.) — 2. In the Butyric acid 
Fermentation, which takes place sometimes in sugar, starch, and similar 
bodies in contact with protein-compounds, sometimes in the latter when 
alone, and appears to be always preceded by a lactic acid fermentation. 

The aqueous solution of common sugar, grape-sugar, gum-sugar, milk- 
sugar, or dextrin, mixed with an equal weight of powdered chalk and 
10 p.c. of ordinary cheese either new or old, or fresh, moist, coarse gluten, 
and set aside for some weeks in a warm place, either in an open vessel, 
or in a vessel provided with a cork and gas-delivery tube, becomes turbid 
and viscid; acquires the odour of sour milk; gradually loses its sweet 
taste; and finally becomes so thick, that the vessel may often be inverted 
without the contents running out. At about this stage of the process, 
the solution, which also contains a little alcohol, yields on addition of 
alcohol, a white, pasty precipitate, possessing all the properties of gum, 
so that the solution then precipitates neutral acetate of lead. After the 
solution has stood for a somewhat longer time, its viscidity diminishes; 
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carbonic acid is evolved; and crystals of lactate of lime are formed in 
sueh quantity that the whole becomes solid. Gradually, however, these 
crystals disappear; the liquid recovers its transparency; and, after the 
lapse of 6 to 12 weeks (reckoned from the beginning of the experiment) 
when the evolution of gas has ceased, contains nothing but butyrate of 
lime, with a very small quantity of lactate, and traces of acetate of lime, 
alcohol, and a volatile, odoriferous substance. Mannite cannot be de- 
tected at any stage of the fermentation.— Sometimes, however, these 
phenomena are less sharply defined, namely when the formation of 
butyric acid takes place simultaneously with that of lactic acid. At 
the commencement of the process, the hydrogen in the evolved gaseous 
mixture does not exceed 10 to 15 per cent., but in the later stages, it 
amounts to between 55 and 60 per cent. Thesugar appears therefore first 
to be converted into a gum; then into lactic acid, which combines with the 
lime and expels the carbonic acid; and finally into butyric acid. (Pelouze 
& Gélis.) 

[Since lactic acid is C?H”O™, and butyric acid C*H*O*, the evolution 
of hydrogen together with the carbonic acid, which proceeds first from 
the chalk, and afterwards from the decomposing lactic acid, is explained 
by the following equation: C?-HY¥O”=C*H*O*+ 4CO?-+ 4H. ] 

Respecting the formation of lactic acid in this process, see Lactic acid. 

Diabetic urine, which contains grape-sugar, together with animal 
matters, likewise exhibits the butyric acid fermentation. This liquid, 
set aside between 15° and 35°, with or without beer-yeast, ferments the 
more quickly as the temperature is higher; exhibits a continually in- 
creasing white turbidity, from separation of globules which appear 
transparent under the microscope, and look like globules of beer-yeast; 
gives off carbonic acid and hydrogen gases, first in the proportion of 
1:2 to 24, and ultimately in that of to 1:2to 3. After 5 to 28 days, 
when the evolution of gas has ceased, the urine is turbid; has a rancid 
odour; reddens litmus; and no longer contains sugar or urea, but a 
larger quantity of ammoniacal salts and butyric acid, which passes over 
together with an odoriferous principle on distilling the liquid with 
tartaric acid. The fermented urine does not contain either alcohol or 
acetic acid. A few drops of sulphuric acid stop the fermentation of the 
diabetic urine, but a small quantity of alkali accelerates it. Boiling the 
urine suspends the fermentation for a while; so that the urine, if boiled 
every 8 or 4 days, may be kept fora month. Healthy urine mixed with 
grape-sugar behaves like diabetic ure. (Fomberg, Ann. Pharm. 63, 360.) 

If into an aqueous solution of grape-sugar, which does not ferment 
by itself, pieces of white paper, previously exhausted by potash and 
water, be introduced, the solution begins to ferment between 17° and 
40°, a large quantity of carbonic acid [and hydrogen ?] being evolved, 
and butyric acid formed, but no alcohol. (Dépping & Struve, Ann. 
Pharm. 41, 275.) 

Starch in contact with animal matters, likewise passes into the 
butyric acid fermentation. The fibrous residue of the preparation of 
potato-starch, which still contains a large quantity of starch and a small 
quantity of animal matter, if left for two or three days in a pot, at a 
temperature above 30°, gives off carbonic acid, and forms butyric and 
acetic acids, (Scharling, Ann. Pharm. 49, 213.) — When starch paste 
or boiled potatoes, stirred up with water, are mixed with flesh, a large 
quantity of butyric acid is formed in six days, with evolution of gas. 
(Schubert, J, pr. Chem. 36, 47; comp. Liebig, Ann. Pharm. 57, 125.) — 
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Wheat accidentally spoiled and saturated with sea-water in ships, smells 
strongly of butyric acid, and when distilled with water, yields this acid, 
together with valerianic acid. (L. L. Bonaparte, Compt. rend. 21, 1076.) 
— ‘I Butyric acid is also formed in the fermentation of wheat-flour, 
when that substance is stirred up with water, and left to ferment in con- 
tact with 4 pt. carbonate of lime; the addition of cheese accelerates 
the formation of the butyric acid, but likewise gives rise to the forma- 
tion of lactic acid. (H. Schulze, Arch. Pharm. [2] 57, 272.) 1. 

When fresh or dry marsh-mallow roots, coarsely bruised, or exhausted 
with ether and alcohol, and thereby freed from sugar, are placed toge- 
ther with 8 or 12 times their quantity of water, at a temperature of 15° 
to 25° in a flask provided with a gas-delivery tube, and left for about 
six weeks, till the evolution of gas ceases and the pieces of root sink to 
the bottom, the liquid is afterwards found to contain butyric acid, toge- 
ther with small quantities of alcohol and acetic acid. During the fer- 
mentation, the water becomes turbid and deposits yellowish-white flocks. 
At the same time, nitrogen gas is first evolved, and afterwards a mix- 
ture of that gas with a very large excess of carbonic acid and with 
hydrogen. The latter amounts in the mixture at first to 70, then to 
only 33 to 25 per cent., and does not yield any trace of carbonic acid 
when exploded with oxygen. After the fermentation, the root is 
found to be dissolved in the form of a pasty mass, the gum has dis- 
appeared, and the asparagin is converted into aspartate of ammonia.— 
The fermentation takes place, even if the liquid be constantly main- 
tained in a slightly alkaline state. — The bulbs of lilies behave like 
marsh-mallow roots, excepting that the liquid must be neutralized with 
chalk. At first a very small quantity of nitrogen gas is evolved, then 
carbonic acid and hydrogen, and butyrate and acetate of lime are forined. 
Quince-seeds immersed in water, likewise evolve carbonic acid and 
hydrogen gases, and yield butyric and acetic acid. — On the other hand, 
the roots of Symphytum of’. and the seed of Plantago Psyllium yield the 
same gases, but no butyric acid, only acetic. (Larocque.) 

A butyric acid ferment may also be obtained trom marsh-mallow 
roots, lily bulbs, and from Semen Cydoniorum, Psyllu and Lini. Thus, 
when fresh marsh-mallow roots are bruised and fermented for 8 or 10 
days with a six-fold quantity of water, the liquid strained through linen, 
yields with alcohol a viscid coagulum, which may be washed with water, 
and preserved under water. This substance is elastic like gluten. It 
diffuses itself in water, and is partially dissolved thereby. If 1 pt. of it 
together with a small quantity of water, be exposed to the air for two 
or three days, and a solution of 5 pts. sugar in 33 pts. water be then 
added, together with 2 pts. of chalk, nitrogen gas is evolved at first, but 
after 48 hours carbonic acid and hydrogen are given off with only a 
small quantity of nitrogen, and, in the course of four weeks, lactate and 
butyrate of lime are formed, but no alcohol. If the chalk be left out, 
nothing but nitrogen gas is evolved for the first 9 days, and it is only 
when the chalk is subsequently added, that the other two gases are 
given off, and the two acids formed. (Larocque, N. J. Pharm. 6,352.) 
That the acid produced by the fermentation of marsh-mallow roots, lily- 
bulbs, and quince-seeds, is really butyric and not valerianic acid, is 
shown by Larocque’s analysis of the silver-salt. (V. J. Pharm. 10, 107.) 

Tan, when brought to a state of fermentation, is usually exhausted 
with water, and in the sour tan-liquor thus produced the hides are soaked. 
This liquor yields butyric acid by distillation. (Jul. Chautard, N. J. 
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Pharm. 7, 455, and J. pr. Chem. 36, 43.) According to later analyses 
of silver-salts, Chautard & V. Dessaignes (WV. J. Pharm. 13, 244; also 
J. pr. Chem. 45, 49) suppose the acid of sour tan-liquor to be a variable 
mixture of propionic and valerianic acids. [But to judge from the 
boiling point, which ranges from 140° to 160°, the acid appears to be 
chiefly butyric acid. The gum and pectic acid of the oak-bark are 
probably converted into butyric acid by the action of the animal skins. | 

Pure protein substances, even when not in contact with sugar, starch, 
&e. likewise yield butyric acid by putrefaction. — Moist fibrin, left to 
putrefy in summer, deliquesces, with formation of butyrate and acetate 
of ammonia. (Wurtz, V. Ann. Chim Phys. 11, 258; also J. pr. Chem. 
32, 501; compare Bopp, Ann. Pharm. 69, 16.) 

Pure casein, putrefying under water in summer, yields butyrate and 
valerate of ammonia, together with other products. (Iljenko, Ann. 
Pharm. 63, 364); hence also the strong-smelling Limburg cheese con- 
tains butyrate, valerate, caproate. caprylate, and caprate of ammonia. 
(Iijenko & Laskowsky, Ann. Pharm. 55, 78.) 

7 When 2 oz. of fibrin prepared from ox-blood and free from fat, 
were mixed with 2 drachms of bicarbonate of ammonia,the mixture stirred 
up with water to a thin paste, carbonic acid gas passed through it ata 
temperature of 37° to 44°, during the day for a month, the flask con- 
taining the mixture being closed at night, the gas, after passing through 
had a cheesy odour, in fact that of butyric acid; it hkewise contained 
sulphuretted hydrogen at one stage of the process. The putrefied mass 
yielded nothing soluble in ether, but was found to contain acetic, butyric, 
and valerianic acid. Six ounces of fibrin mixed with 3 oz. of chalk, 
stirred up to a thin paste with water, and left for some months at 37°, 
yielded acetic, butyric, valerianic, and capric acid. Cassein gave similar 
results. (Brendecke, Arch. Pharm. [2] 70, 26.) 

Butyric acid is likewise found among the products of the putrefaction 
of yeast. (A. Muller, J. pr. Chem. 57, 162, 447.) It is also formed, together 
with succinic and valerianic acids, by the fermentation of malate of 
lime. (Rebling, Arch. Pharm. [2] 67, 300.) Certain kinds of fuci, viz. 
Fucus vesiculosus and Fucus nodosus, fermented in contact with lime, 
yield acetic acid together with a small quantity of butyric. (Stenhouse, 
Phit. Mag. [4], 1, 24.) According to Salvétat, safflower yields butyric 
acid by spontaneous decomposition. (V. Ann. Chim. Phys. 25, 337.) . 

3. Fibrin heated to 160°— 180°, in .contact with potash-lime, also 
yields butyrate of ammonia. (Wurtz.) 

4, Many organic compounds distilled with nitric acid, or with a mix- 
ture of sulphuric acid and peroxide of manganese, or chromic acid, yield 
a distillate containing butyric acid. 

Maynas resin (from calophyllum) treated with nitric acid, yields 
butyric acid. (B. Lewy, WV. Ann. Chim. Phys. 10, 283.) — Oleic acid, 
similarly treated, yields butyric acid, together with several other acids. 
— When casein, albumin, fibrin, or gelatin is distilled with dilute sul- 
pharic acid and oxide of manganese or chromate of potash, a mixture 
of acids passes over, the most abundant of which is butyric acid. 
(Guckelberger, Ann. Pharm. 64, 39, and 79.) — 4. Gluten of wheat 
distilled with manganese and sulphuric acid, also yields butyrie acid, 
together with other volatile fatty acids. (I. Keller, dnn. Pharm. 72, 
24.) &. The more volatile portion of the empyreumatic oils, obtained 
by distillation of rape-oil, yields a small quantity of butyric acid when 
it is heated with strong nitric acid, or when its vapour is passed over 
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heated soda-lime. (Schneider, Ann. Pharm. 70, 109.) —%. Oil of tur- 
pentine oxidized with nitric acid, yields butyric acid, together with 
propionic and acetic acid. (F. C. Schneider, Wien. Akad. Ber. Noy. 
and Dec. 337; Jahresber. 1849, 447.) —Caprylic alcohol, oxidized with 
dilute nitric acid, yields butyric acid, together with other acids. (Bouis, 
Compt. rend. 33, 141.— Butyl (obtained by electrolysis of valerianic 
acid) oxidized with nitric acid, yields an acid liquid which smells of 
butyric acid, and appears to be a mixture of butyric and nitrobutyric 
acids. (Kolbe, Ann. Pharm. 69, 275.) Y. 


Preparation. A. From the Butter of Cow’s-milk. — This substance is a 
mixture of glycerine-fats, by whose saponification, the volatile butyric, caproic, capry- 
lic, and capric acids, and the fixed oleic and margaric acids are produced.—l. Butter 
is saponified in a still with potash-ley; the product supersaturated with 
dilute sulphuric acid; half the liquid distilled off; the water decanted from 
the residue; and the liquid again distilled till the water which passes over 
no longer reddens litmus. The resulting milky distillates, on which a fat 
greasy mass floats, consisting of caprylic, and capric acids, are immediately 
saturated with baryta-water; preserved, till the distillation process is 
finished, in well stoppered bottles; the united baryta-liquids then boiled 
down to 5!; in the open body of the still, after it has been cleaned; and the 
remaining liquid transferred to a retort, and evaporated to complete dry- 
ness. The residue, which amounts to about 10 per cent. of the butter, 
consists of a portion more soluble in water (amounting to 95 p. c. of the 
residue), and composed sometimes of butyrate and caproate, sometimes of 
vaccinate of baryta, and a less soluble portion (5 per cent.), composed 
of caprylate and caprate of baryta. The entire residue is boiled with six 
times its weight of water, the liquid filtered from the sparingly soluble 
portion, and the filtrate evaporated to the crystallizing point. If the 
first crop of crystals consists of silky needles of caproate of baryta, per- 
manent in the air and having the appearance of benzoate of lime, then 
the butyrate of baryta will be found in the mother-liquor. If, on the 
contrary, small, quickly efflorescing crystals are obtained, arranged in 
geodes of the size of nuts, such crystals consist of vaccinate of baryta, 
and it may then be concluded, that the butter used in the preparation 
did not contain either butyric or caproic acid. (A sample of butter obtained 
in the very dry summer of 1842, during which the cows were fed to a great extent upon 
straw, and also butter of the following winter, yielded nothing but vaccinic acid; a 
sample obtained in the summer of 1843, yielded nothing but butyric and caproic acid.) 
— If the above-mentioned filtrate yields needles of caproate of baryta, this 
salt separates out almost completely at the proper degree of concentra- 
tion, in crystals which may be purified by pressing and recrystalliza- 
tion; and the mother-liquor evaporated in the sunshine, yields at first a 
few more needles of the caproate, but afterwards pearly lamine of butyrate 
of baryta, which may likewise be purified by crystallization. (Lerch.) 
(For the preparation of the acid from the baryta-salt, vid. inf.) 

2. Four parts of butter are heated to 100° with 1 pt. hydrate of pot- 
ash and 4 pts. water, till the mass becomes translucent and uniform, and 
yields a clear solution with water; the solution diluted with so much 
water that it will no longer draw out into threads at the temperature of 
50°, then decomposed by an exactly equivalent quantity of tartaric acid; 
the solidified mixture of margaric and oleic acid separated, after cooling, 
from the lower liquid, and washed with water: the greater part of the 
potash precipitated from the lower liquid by further addition of tartaric 
acid; that liquid decanted from the cream of tartar; and distilled, toge- 
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ther with the wash-water of the margaric and oleic acid and the rinsings 
of the cream of tartar. The distillate is neutralized with baryta-water, 
and evaporated to dryness. The residue, which as a mixture of buty- 
rate, caproate, and caprate of baryta, is treated for 24 hours with 2°77 
pts. of cold water, the undissolved portion again with 2°77 pts. of water, 
&c. till nothing but carbonate of baryta remains undissolvei. As 
butyrate of baryta requires 2°77 pts. of cold water to dissolve it, the 
first solution contains that salt, with but small quantities of the other 
salts, whereas the following solutions consist chiefly of caproate, and the 
last of caprate of baryta, which is the least soluble of the three. These 
solutions abandoned separately to spontaneous evaporation, leave eight 
kinds of crystals, viz. (1), butyrate of baryta; (2), laminar, and (3), 
needle-shaped caproate; (4), caprate; (5), transparent lamin, united 
in cockscomb-like groups, soluble in 2°7 pts. of water, and yielding by 
spontaneous evaporation, besides the mother-liquor: partly, (6), trans- 
parent crystals (which by a second solution in water and recrystalliza- 
tion, are resolved into butyrate of baryta, octohedrons consisting of 
butyrate of baryta and lime, [the lime proceeding from the filter,| and 
delicate transparent needles, which are a mixture of butyrate of baryta 
and the octohedral salt,)—partly, (7), enamel-white crystals, which by 
repeated solution and crystallization, are also resolved into caprate and 
caproate of baryta; and (8), opaque laminz of capro-caproate of baryta: 
the latter, when treated with small quantities of water, impart to that 
liquid, at first, principally the caproate, afterwards the caprate. 
(Chevreul.) 

From the butyrate of baryta after purification by repeated solution 
in a small quantity of water and crystallization, the acid is separated. in 
two ways: By gradually adding to 100 pts. of the baryta-salt contained in 
a glass tube, 135 pts. of phosphoric acid of sp. gr. 1°12: the butyric acid 
thereby separated dissolves gradually in the liquid, whereupon 12 pts. 
more of phosphoric acid, sp. gr. 1:66 are added; the separated butyric 
acid decanted; 59 pts. of phosphoric acid of sp. gr. 1:12 then added; and 
the additional quantity of butyric acid thereby separated also removed. 
[The watery acid liquid still contains butyric acid, and when saturated with baryta-water, 
filtered, end evaporated, again yields butyrate of baryta]. The butyric aeid 
obtained by decantation, which is somewhat yellow, and solidifies to a 
white mass at —7°, is distilled, first in the water-bath, then in the sand- 
bath. [There then remains a black residue containing acid phosphate of baryta]. 
The distillate is freed from the water, which passes over, especially at 
the commencement of the process, by digestion and subsequent distil- 
lation with 4 pts. of chloride of calcium. —2. By decomposing 100 pts. 
of butyrate of baryta with a mixture of 63°36 pts. of oil of vitriol 
and 63°26 water; decanting the butyric acid, which is colourless and 
free from sulphuric acid, from the sulphate of baryta (from which a 
small additional quantity of butyrate of baryta may be obtained by 
treating it with baryta-water, filtering and evaporating), and distilling 
it carefully in the sand-bath. ‘There then remains a brown residue of decomposed 
butyric acid. The transpareot and colourless distillate is dehydrated b 
distillation with an equal weight of chloride of calcium. (Chevreul.) 


B. By Butyric acid Fermentation.— To a solution of 100 pts. of 
starch-sugar (or cane or milk-sugar) marking 8 to 10° Bm., 8 or 10 parts 
of fresh sour cheese or curd are added, — or 100 pts. of starch-sugar are 
dissolyed in 100 or 150 pts. of milk and so much water that the liquid 
exhibits a density of 10° Bm.; and the mixture, together with 50 parts of 
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chalk, set aside in an open bottle [frequently shaken] in a warm place, 
e.g. in the sun in summer, till the evolution of gas ceases, that is to 
say, for 6 to 12 weeks. The greater the quantity of liquid, the more 
quickly does the fermentation go on; if it be too slow, more cheese must 
be added. — When the fermentation is ended, the filtered liquid yields 
by evaporation, a large quantity of crystals of butyrate of lime, which, 
if they separate while the liquid is still warm, are free from acetate of 
lime. — 10 pts. of the crystallized butyrate of lime are dissolved in 30 
or 40 parts of water, the solution distilled with 3 or 4 pts. of commercial 
hydrochloric acid, till 10 pts. (consisting of water and butyric acid, with 
small quantities of hydrochloric and acetic acid) have distilled over. A 
large quantity of chloride of calcium is then dissolved in the distillate, 
and the impure butyric acid which rises to the top is decanted off, and 
distilled in a tubulated retort provided with a thermometer. The first 
portion cf the distillate consists of aqueous butyric acid, which is either 
used to prepare the butyrates, or dehydrated by contact with chloride of 
calcium, decantation and distillation. The boiling point soon rises to 
164° and remains there, and at this temperature, if the receiver be 
changed, pure butyric acid is obtained; this must be boiled for some time 
in an open vessel, to expel traces of hydrochloric acid, and then redis- 
tilled. (Pelouze & Gélis.)— The butyrate of lime froths up strongly 
when distilled with hydrochloric acid, and therefore requires a capacious 
distillatory apparatus; the butyric acid obtained by this process is diffi- 
cult to purify from admixed hydrochloric acid. (Bensch, dunn. Pharm. 
Olen {.) 

“} Butyric acid may also be obtained from the liquid which remains 
in the preparation of ferrous lactate by Wohler’s process (digestion of 
iron filings with sour milk, with addition of milk-sugar: Anz. Pharm. 
48.149), After that salt has been separated, the liquid is mixed with a 
sufficient quantity of milk of lime to render it alkaline; set aside for 
some weeks in a warm place; and the butyric acid separated by dis- 
tilling with dilute sulphuric acid, neutralizing the distillate with carbo- 
nate of soda, evaporating, and again distilling the residue with dilute 
sulphuric acid. (Bertram, Zeitsch. Pharm. 1858, 48; Jahresber, 1858, 
439.) § 


Properties. The acid surrounded with a mixture of solid carbonic 
acid and ether, crystallizes in broad, transparent, colourless lamine, but 
remains liquid at —20°. (Pelouze & Gélis.) At ordinary temperatures, 
it is a thin, transparent, colourless oil, of sp. gr. 0°9675 at 25° (0°963 at 
15°: Pelouze & Gélis; 0:9886 at 0°, 0:9739 at 15°: Kopp; 0°9817 at 0°: 
Pierre.) Forms on sized paper a greasy spot which gradually disappears; 
evaporates in the air without residue (Cbevreul); boils steadily at 164° 
(Pelouze & Gélis); at 157° under a pressure of 0°76 m. (Kopp, Pogg. 72, 
923), and passes over undecomposed. (Chevreul, Pelouze & Gélis.) Boils 
at 163° under a pressure of 0°7506m. In aclosed space, which it fills 
to 1, it passes completely into vapour at 220°. (Pierre, WV. Ann. Chim. 
Phys. 81,118.) Vapour-density = 8°30 (Pelouze & Gélis); varies with 
the temperature. (Cahours, vii, 54.) Has a pungent odour like that of 
butter (rancid butter, according to Pelouze & Gélis), and acetic acid Has 
a very strong and pungently acid taste, afterwards sweetish, like nitrous 
ether, and makes the tongue white. Reddens litmus strongly. (Cheyreul.) 
Attacks the skin like the strongest acids. (Pelouze & Gélis.) 
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The hypothetical anhydrous acid of the radical theory is C5H’0?= Bu, — The 


8H702 
hydrated acid may be represented by the formula, c gt kor 


Decompositions. 1. Butyrie acid is inflammable, and burns in the 
manner of volatile oils (Chevreul), with a blue flame. (Pelouze & Gélis.) — 
When distilled in a retort containing air, part of the acid is converted into 
an aromatic substance. (Chevreul.) — 3. Butyric acid dropt into a bottle 
filled with dry chlorine gas and exposed to strong sunshine, produces a large 
quantity of hydrochloric acid, crystals containing oxalic acid which con- 
dense on the sides of the vessel, and a pale yellow oil of bichlorobutyric 
acid, C®Cl?H°O*; if on the contrary, chlorine gas be passed through butyric 
acid contained in a Liebig’s potash-apparatus and exposed to the sun, the 
chlorine is very rapidly absorbed, and the only products are hydrochloric 
acid gas and bichlorobutyric acid, amounting to 173 to176 per cent. of the 
butyric acid. (Pelouze & Gélis.) Calcuiation gives 178 per cent.: 


C5H8O! + 4Cl = CCPH8O* + 2HCI. 


This bichlorobutyric acid is decomposed by further action of chlorine into 
hydrochloric and quadrichlorobutyric acid. (Pelouze & Gélis.) — When 
bromine is cautiously added to aqeous butyrate of potash till a few drops 
of a bromuretted acid are precipitated, the liquid then evaporated to 
dryness, the residue exhausted with alcohol, and a few drops of sulphuric 
acid added to the filtrate, a compound is produced somewhat different 
from butyric acid, having a fainter odour, likewise soluble in water and 
alcohol; but no bromobutyric acid, (C*Br*H°O*,) appears to be produced. 
(Cahours, V. Ann. Chim. Phys. 19, 507.) — Lodine likewise exerts but a 
slight decomposing action, even when aided by heat, forming a small 
quantity of hydriodic acid. (Pelouze & Gélis.) 

Cold nitric acid appears to dissolve butyric acid without decom-’ 
position. (Chevreul.) Butyric acid heated with nitric acid of sp. gr. 
1°40, is slowly oxidized and converted into succinic acid. (Dessaignes, 
Compt. rend. 80, 50.) — Cold aqueous iodic acid dissolves butyric acid 
vithout decomposition. (Millon.) 

4, Butyric acid dissolves in cold oil of vitriol with rise of temperature 
but without decomposition; the solution, which has a faint ethereal odour, 
becomes very slightly coloured at 100°, gives off butyric acid together 
with a small quantity of sulphurous acid at a higher temperature, and 
slowly blackens with formation of a small quantity of charcoal. (Chey- 
reul.) The greater part of the butyric acid passes over unchanged. 
(Pelouze & Gélis.) 

5. Pentachloride of phosphorus converts butyric acid into C®C1H’. 
(Cahours, Compt. rend. 25, 724.) 


Combinations. — Butyric acid mixes with water in all proportions. The 
mixture of 2 pts. acid and 1 pt. water has a sp. gr. of 1:00287. (Chevreul.) 


The Butyrates in the dry state are inodorous even at 100°, but when 
moist they have a strong odour of fresh butter. — They are all erystal- 
G 2 
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lizable, (Chevreul.) — Several of them yield butyrone by dry distillation. 
(Chancel.) — Dry butyrate of lime distilled in small quantities at a very 
slowly increasing heat, is resolved, without any evolution of gas, into 
white carbonate of lime, and butyrone which passes over: 


2C8H7CaO!t = 2(Ca0,CO2) + CHHMO?. 


But when it is more quickly heated and in larger quantity, a considerable 
quantity of charcoal remains with the carbonate of lime; 8 or 4 per cent. 
of a gaseous hydrocarbon absorbable by oil of vitriol are given off; and 
the distillate, which has an unpleasant odour, contains, besides the buty- 
rone which boils at 144°, butyral boiling at 95°, and a yellowish oil 
boiling at 225° to 230°, which, as potassium remains bright in it, appears to 
be a hydrocarbon. These products are doubtless produced from the 
butyrone by the action of too high a temperature. (Chancel ) — Butyrate 
of potash distilled with an equal quantity of arsenious acid, yields, with 
evolution of a stinking gas and considerable reduction of arsenic, a dis- 
tillate consisting of an acid, watery, colourless liquid, and below that, an 
oily liquid, blackened by arsenic, and smelling Jike alkarsin; this latter 
contains either alkarsin, or a corresponding compound of the butylene 
series. (Wohler, Ann. Pharm. 68, 127.) —The statement of Pelouze 
& Gélis, that a contamination of butyric acid with acetic acid may be 
detected by the odour of alkarsin evelved on neutralizing the acid with 
potash, evaporating, and heating with arsenious acid, 1s not recon- 
cilable with Wéhler’s observation just quoted. — Dry butyrate of soda 
heated with oxychloride of phosphorus or with chloride of benzoyl, yields 
anhydrous butyric acid. (Gerhardt; see page 88.) — All butyrates are 
soluble in water (Chevreul), and many, when thrown on water, rotate 
like camphor, till they are dissolved. (Chevreul, Pelouze & Gélis.) 


Butyrate of Ammonia. — Butyric acid absorbs ammoniacal gas, and is 
converted into crystals, which by further absorption, deliquesce to a thick, 
transparent, colourless liquid; but this, when exposed for a still longer 
time to the action of the ammoniacal gas, ultimately solidifies in needles. 
(Chevreul.) — The salt is deliquescent. (Pelouze & Gélis.) — Distilled 
with anhydrous phosphoric acid, it yields butyronitrile=C°NH" (Dumas, 
Malaguti & Leblane, Compt. rend. 25, 442): 


NH3,C&8H8O* = C8NH/ + 4H0O. 


Butyrate of Potash. — Potassium eliminates hydrogen gas with violence 
from butyric acid. ‘To prepare the salt, potash or carbonate of potash 
is neutralized with aqueous butyric acid, and the solution evaporated. 
Crystallizes between 25° and 80° in indistinct, cauliflower-like groups; 
its taste is sweetish and like that of butter. Very deliquescent; dissolves 
in 0°8 water at 15°. (Chevreul.) Rotates on water. (Pelouze & Gélis.) 


Dried. Chevreul. 
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A solution of 500 pts. of the salt in 400 pts. water, mixed with 
115 pts of butyric acid, does not decompose water without the aid of 
heat; but after dilution with water, the decomposition takes place at 
ordinary temperatures. The solution likewise does not redden litmus- 
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paper till it is diluted. Litmus-paper moistened with it, appears per- 
fectly blue after drying, but becomes red again every time it is moistened, 
till the excess of acid is evaporated, (Chev vreul, ) 


Butyrate of Soda. — Resembles the potash-salt, but is less deliquescent. 
(Chevreul.) 


Dried. . Chevreul. 
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Butyrate of Baryta. — Baryta-water neutralized with butyric acid, is 
left to evaporate, and the resulting crystals dried at 100° The salt 
may be melted to a colourless glass. “In the moist state it smells stron gly 
like fresh butter, has a warm alkaline and buttery taste, and blues 
reddened litmus slightly. A gramme of the salt subjected to dry distilla- 
tion, ina bent tube filled with mercury, melts, yields 47:3 cubic centi- 
metres of olefiant gas, and 1:7 of carbonic acid, and a thin, orange- 
yellow, neutral oil, having the ine of labiate plants (butyrone, accord- 
ing to Chancel), ‘and leaves a mixture of carbonate of baryta with 
0:°0033 grm. of charcoal. The aqueous solution of the salt does not 
decompose by keeping: carbonic acid precipitates from it a small quantity 
of carbonate of baryta, setting butyric acid free. (Chevreul.) 


Lerch. 
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Lerch’s salt (a) and (@) is differently crystallized (vid inf.) —Bromeis (Ann. 
Pharm. 42, 66) assumed, in accordance with his own analysis, 1At.H more in the salt ; 
but Lerch’s analysis is likewise confirmed by Rochleder, who found 4°47 to 4°50 per 
gent: H; 


Crystals with 2 At. Water.’— Separate from the concentrated hot-solu- 
tion; do not melt at 100°; contain 10:07 to 10°50 p. c. water. (Chancel, 
ed BL horn, £10.) 

Crystals with 4 At. Water.— Obtained by evaporation in the air, 
Melts below 100°. (Chancel.) Long, flat, compressed prisms, which are 
permanent in the air, transparent, colourless, and have a fatty lustre; in 
vacuo over oil of vitriol they remain transparent, but lose 2°25 p. c. of 
their weight, and then when heated, melt without further loss to a 
transparent glass. (Chevreul.) The crystals contain 18°83 p. c. of 
water, and melt without loss to a transparent glass at 100°, (Pelouze & 
Gélis.) 

Lerch constantly obtained anhydrous crystals infusible at 100°, and of the same 
composition, but sometimes (a) hard granular crusts, which by repeated crystallization 
passed into the following form, sometimes (3), nacreous laminz or flat flexible prisms. 
How these observations are to be reconciled with tiie preceding, remains to be seen. 

The salt dissolves in 2°77 pts. of water at 10°, and rotates upon the 
surface; at 5° it dissolves in 400 pts. of absolute alcohol. 


Butyrate of Strontia. — Obtained like the baryta-salt. Long flat 
needles, similar to those of the baryta-salt, and having the same odour, 
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When heated, it melts but does not turn brown. Dissolves in 3 pts, of 
water at 4°, (Chevreul.) 


Dried. Chevreul. 
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Butyraie of Lime. — Obtained in a similar manner. Transparent, 
very delicate needles, which smell like the baryta-salt. Melts when heated, 
emitting an aromatic odour, like that of the Labiate. (comp. Chancel, 
p- 84.) The crystals give off their water of crystallization with toler- 
able facility. They rotate on water. (Pélouze & Gélis.) The salt dis- 
solves in 5°69 pts. of water at 15°, and when the solution is heated, 
crystallizes out so completely that the whole becomes solid; on cooling, 
howeyer, it resumes the liquid form. (Chevreul.) 


Dried at 140°. Chevreul. Pel. & Gélis. 
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Putyrate of Lime and Baryta.— The aqueous solution of 2 pts. 
butyrate of lime and 3 pts. butyrate of baryta yields octohedrons by spon- 
taneous evaporation. 100 pts. of these crystals, ignited with sulphuric 
acid yield 68 pts. of sulphate. 1 pt. of the salt dissolves in 3°8 pts. of 
water at 18°. 


Butyrate of Magnesia. — Beautiful white lamine, resembling crys- 
tallized boracie acid, containing 5 At. water, which readily escapes; they 
dissolve very readily in water and rotate upon it. (Pelouze & Gélis.) 


_ Butyrate of Zinc. — Aqueous butyric acid dissolves carbonate of 
zinc with effervescence, at ordinary temperatures; the solution reddens 
litmus, even when the base is in excess; the filtrate evaporated in vacuo, 
leaves shining, fusible laming, having the taste and odour of the buty- 
rates. (Chevreul.) Light, snow-white, pearly lamin, sparingly soluble 
in water and alcohol. (Larocque & Hurault, V. J. Pharm. 9, 450. 


Dried in vacuo. Chevreul. 
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The aqueous solution, when evaporated, gives off butyric acid, depo- 
sits a basic salt, and yields a residue which is still partially fusible, but, 
when water is repeatedly poured upon it and evaporated, becomes com- 
pletely infusible, and ultimately retains only 100 pts. of C*H'O® to 
1525 pts. ZnO. (Chevreul.) [About 30 ZnO + CSH70%.] 


Butyrate of Lead.—a. Tribasic,— Oxide of lead is added in excess 
to butyric acid, whereupon heat is evolved; the solution is afterwards 
heated from without; the residue after evaporation exhausted with cold 
water; and the filtrate evaporated in vacuo over oil of vitriol. The 
residue is infusible, has but little taste, dissolves sparingly in water, and 
then absorbs carbonic acid rapidly from the air. (Chevreul.) — Alkaline 
butyrates form a copious white precipitate with subacetate of lead. 
(Zeise, J. pr. Chem. 29, 287.) —- When an aqueous mixture of butyric 
and acetic acid is saturated with oxide of lead, and the filtrate super- 
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saturated with ammonia, small rose-coloured needles of basic butyrate of 
lead separate out; they quickly absorb carbonic acid from the air, and 
dissolve in water through the medium of the acetate of lead which 
adheres to them. (Nicklés, Ann. Pharm. 61, 349.) 


Chevreul. 
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b. Monobasic, — The solution of lead-oxide in excess of the aqueous 
acid, yields fine silky needles by evaporation in vacuo over oil of vitriol. 
(Chevreul.) The same salt is precipitated by butyric acid from an 
aqueous solution of neutral acetate of lead, in the form of a colourless, 
very heavy oil, which solidifies after some time only. (Pelouze & Gélis.) 
Butyric acid, mixed with acetic acid, does not precipitate neutral acetate of lead. 
(Nicklés.) The needles distilled in a bent tube filled with mercury, yield 
1 vol. olefiant gas to 9 vol. carbonic acid, together with water, and an 
oil which has a less powerful odour than that which is obtained from the 
baryta-salt, and a residue consisting of lead-oxide and metallic lead. 
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Lutyrate of Iron. — Aqueous butyric acid exposed to the air in 
contact with iron forms without effervescence a red solution, from which 
water throws down a very small quantity of ferric salt, which appears 
to redissolve on the addition of more water. (Chevreul.) 


Butyrate of Copper. — Butyrate of potash (if not too dilute, according 
to Zeise) forms with cupric salts a blue-green precipitate, which may be 
obtained in the crystalline form by solution in boiling water. (Pelouze 
& Gélis.) — The crystals belong to the oblique prismatic system. vg. 
104, together with the m and p-faces. (Hauy.) In vacuo over oil of 
vitriol, they lose at most 1 per cent. of their weight, and become some- 
what turbid. Heated alone to 100°, they retain their form and colour, 
and do not give off any portion of their acid; but their aqueous solution, 
when boiled, deposits a blue substance, which changes to pure brown 
oxide of copper, so that by repeated distillation with water, all the 
butyric acid passes over and all the cupric oxide is precipitated. 


(Chevreul.) 


Crystals dried in vacuo. Chevreul. 
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According to Pelouze & Gélis also, the crystals contain 2 Aq., only 1 Aq. of which 
can be expelled by heat without decomposing the salt: according to Lies however 
(Compt. rend. 21, 321) the crystals contain only 1 Aq.; and since, accerding to his 
observations, they agree in form with crystallized verdigris, C*H*CuO*,Aq., he regards 
this as the first example of the isomorphism of two homologous salts, that is to say, of 
salts which differ in composition only in the number of atoms of C*H?, 

[Respecting a butylic acid compound resembling Schweinfurt green (viii, 329), see 
Additions to this volume. | 


88 BUTYLENE: PRIMARY-NUCLEUS CHS. 


Mercurous Butyrate.— Butyrate of potash precipitates from mer- 
curous nitrate, white shining scales, resembling those of mercurous 
acetate. (Pelouze & Gélis.) | 


Butyrate of Silver. — The potash-salt likewise forms with nitrate of 
silver, white shining scales, like those of acetate of silver; they must be 
washed with cold water. (Pelouze & Gélis.) — Butyrate of baryta forms 
with nitrate of silver, in somewhat concentrated solutions, a curdy 
precipitate, and but on more dilute solutions only a cloud, —-in which 
case, on leaving the liquid to evaporate, the butyrate of silver crystal- 
hizes out in dendrites. (Lerch.) The salt does not deflagrate when 
heated, but leaves metallic silver mixed with a little charcoal. It dis- 
solves sparingly in water. (Pelouze & Gélis.) 


Dried at 108° to 120°. Pel. & Gél. Lerch. J. Genks. 
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Butyric acid mixes in all proportions with wood-spiit and alcohol. 
(Chevreul, Pelouze & Gélis.) | 
It dissolves fived orls and tallows. (Chevreul, Barreswil.) 


8TI71)2 
‘|, Anhydrous Butyric Acid. Ons Meare 


GreruARDT. NV. Ann. Chim. Phys. 87, 318. 
Butyric Butyrate, Butyric Anhydride. 


Obtained by treating 4 pts. of dry butyrate of soda with 2 pts. 
of oxychloride of phosphorus, the oxychloride being added drop by drop 
to the butyrate, as in the preparation of anhydrous acetic acid (vill. 335). 
The reaction consists of two stages, the first being the formation of 
chloride of butyryl and phosphate of soda: 


3 C8H7NaO* + PO?CI® = PNa308 + 3(C8i2702,C1) ;sx 
and the second, the formation of anhydrous butyric acid by the action of 
this chloride on another portion of the butyrate of soda: 
C8H’7NaO* + C8H/702,Cl = NaCl + C¥HMOS, 

As soon as the reaction is complete, the product is distilled; after which 
it is poured back upon the butyrate of soda, to decompose any portion 
of butyric chloride that may have remained unaltered, and finally 
rectified, those portions only being collected which boil at 190°. That 
which passes over at a lower temperature contains hydrated butyric acid, 
the formation of which cannot well be avoided, as the butyrate of soda 
is very deliquescent. — 2. By the action of chloride of benzoyl on butyrate 
of soda, the decomposition being precisely similar to that which takes 
place in the formation of anhydrous acetic acid by method 1 (vill. 335), 
butyric benzoate being first formed, and subsequently splitting up into 
butyric butyrate and benzoic benzoate. 5 pts. of chloride of benzoyl are 
mixed ina retort with 8 pts. of dry butyrate of soda, the mixture distilled, 
and the distillate rectified, first over butyrate of soda, afterwards alone. 
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Celourless, very mobile, strongly refracting liquid. Sp. gr. 0°978 at 
12°5°. Its odour is very strong, but not disagreeable, like that of 
the hydrated acid, approaching rather to that of butyric ether. Boils at 
about 190°. — Vapour-density=5°38. (Gerhardt.) 
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Anhydrous butyric acid exposed to the air, gradually absorbs mois- 
ture. When poured into water, it does not mix immediately as the 
hydrated acid does, but rises to the surface in the form of a colourless 
oil. — In contact with aniline it becomes heated and forms butyranilide. 


C»™HRN O?= CMA HOS + 2CHRHIN pee SAS KOs 


Acid alhed to Butyric Acid, 


Hircic Acid. 


CHEVREUL. (1828.) Ann. Chim. Phys. 23, 22; also Schw. 39, 179. — 
Recherches sur les corps gras, 151 and 286. 


Found (doubtless combined with glycerine in the form of an unknown 
fat, Hircin) in mutton suet, to which, as well as to mutton-broth, it 
imparts the peculiar taste and smell. 


Preparation. 4 pts. of mutten suet are saponified with 1 pt. of 
hydrate of potash and 4 pts. of water; the whole supersaturated with 
phosphoric or tartaric acid; the watery liquid separated from the stearic 
and oleic acid distilled together with the wash-water; the distillate 
(which must be redistilled, if a sample of it leaves any residue on evapo- 
ration) neutralized with baryta-water; the solution evaporated; and the 
remaining baryta-salt decomposed with a mixture of equal parts alcohol 
and water. 


Properties. Colourless oil lighter than water, not solidifying at 0°, 
very volatile. Smells like goats and like acetic acid, and reddens litmus 
strongly. 


Combinations. It is slightly soluble in water. 


The Ammonia-salé smells stronger than the free acid. -— The Potash- 
salt is deliquescent. — The Baryta-salt is sparingly soluble in water, and 
contains 48°75 per cent. of baryta. 
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Hircic acid dissolves very readily in alcohol. (Chevreul.) 

The distillate obtained by Chevreul’s process yields, when neutralized 
with baryta-water and evaporated, two different salts, viz. crystalline 
hireate of baryta, which may be purified by washing with cold water and 
recrystallization, and a very soluble salt, which partly separates out in the 
form of a salve, partly remains in the mother-liquid, and when smeared 
on the hand, smells exactly like human feces. 

Hircate of baryta yields, by spontaneous evaporation of the aqueous 
solution, transparent, colourless pyramids, which are permanent in the 
air, have an alkaline, bitter taste, an alkaline reaction, and dissolve 
pretty easily in water. — The hircic acid obtained from this salt is very 
soluble in water. (Joss, J. pr. Chem. 4, 877.) 


Conjugated Compounds of Butyrie Acid. 
Butyrate of Methyl. C'H'0*=C?H?0,0°H"0*. 


PreLouze & Gris, (1844). MW. Ann. Chim. Phys. 10, 454. 
PrurRRE. WV. Ann. Chim. Phys. 


Methylic Butyrate, Butierformester. 


Formation and Preparation. A mixture of 2 pts. butyric acid with 
2 pts. wood-spirit and 1 pt. oil of vitriol, becomes heated and imme- 
diately separates into two layers, the upper of which must be taken off, 
washed with water, dried over chloride of calcium, and distilled. (Pelouze 
& Gélis.) -— The three liquids must be repeatedly shaken up together, and 
if the mixture has a tendency to cool, it must be kept for some time at 
50° to 80°, so that the formation of the butyrate of methyl may take 
place as quickly as possible; after the compound ether has been repeat- 
edly washed with water, it must be shaken up with chloride of calcium and 
chalk to remove water and free acid, and rectified two or three times 
over chloride of calcium. (Pierre.) 


Properties. Transparent, colourless liquid of sp. gr. 1:02928, 
(Piérre.) Boils at 102° (Pelouze & Gélis); at 102°1° under a pressure 
of 0°7439 met,; but with sudden starts, unless threads of glass or pieces of 
platinum wire are immersed in it. (Pierre.) Specific heat 0°49176. 
Latent heat of vapour 87°33. (Favre & Silbermann, Jahresber. 1853, 78.) 
Vapour-density, 3°52. (Pelouze & Gélis.) Its odour is peculiar, but some- 
what like that of wood-spirit (Pelouze & Gélis); rather pleasant, like 
that of pine-apples. (Pierre.) 
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Decomposition. Butyrate of methyl is inflammable. (Pelouze & 
Gélis.) 


Combinations. It dissolves sparingly in water, but in all proportions 
in wood-spirit and alcohol. (Pelouze & Gélis.) 
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Butyrate of Ethyl. c°H"0'=—C!H*0,0*H'0:. 


Priouze & Géiis. (1844.) MW. Ann. Chim. Phys. 10, 464. 
Lercu, WoHLER & BorntTRAGER, Ann. Pharm. 99, 220 and 359. 
Pierre. WV. Ann. Chim. Phys. 19, 214. 


Butyric Ether, Vinic or Ethylic Butyrate, Buttervinester. The so-called Ananas 
oil used in perfumery consists chiefly of this ether. (Hofmann, Ann. Pharm. 81, 87.) 


Formation and Preparation. — A solution of butyric acid in alcohol 
acquires after a while the odour of pine-apples, from formation of butyric 
ether. (Chevreul.) —1. Pelouze & Gélis, and likewise Pierre, prepared 
this compound by a process exactly similar to that above given for buty- 
rate of methyl. — 2. Lerch heats butyrate of baryta with a mixture of 
alcohol and sulphuric acid to the boiling point, takes off the butyric ether 
which rises to the surface, washes it with water, dries with chloride of 
calcium, and rectifies. — 3. Wohler saponifies butter with strong solution 
of potash; dissolves the resulting soap in the smallest possible quantity 
of hot strong alcohol; adds to the solution a mixture of alcohol and oil 
of vitriol till it acquires a strong acid reaction; distils till the distillate 
no longer smells of apples; rectifies the distillate several times; and dehy- 
drates it with chloride of calcium. [This product is ikely to be contaminated 
with caproic, caprylic, and capric ether]. — 4. Butyric ether is likewise obtained 
by the action of alcohol and hydrochloric acid on the butyrins. (Berthelot, 


p. 94.) 


Properties. Transparent, colourless, very thin liquid (Pelouze & 
Gélis); of sp. gr. 0°90193 at 0°. (Pierre.) Index of refraction 1°3778. 
(Delffs, Pogg. 81,470.) Boils at 110° (Pelouze & Gélis); at 119° under 
a pressure of 0:°7465 met. (Pierre.) WVapour-density = 4:04. (Pelouze & 
Gélis.). Has an agreeable odour something like pine-apples (Pelouze & 
Gélis); and like pippins (Pierre); tastes sweetish, with a somewhat bitter 
after-taste. (Lerch.) 
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Decompositions. 1. Butyric ether is very inflammable. —2. It is but 
slowly decomposed by aqueous potash, even at a boiling heat, the products 
being alcohol and butyrate of potash. (Pelouze & Gélis.) — 3. By agita- 
tion with aqueous ammonia, it is slowly resolved into butyramide and 
alcohol (Chancel): 

C°HEO! + NH3 = C8NH°0? + C502, 
4. Heated with glycerine and hydrochloric acid, or even with glycerine 
alone, it yields a butyrin, probably monobutyrin. (Berthelot, p. 93.) 


Combinations. It dissolves very sparingly in water, but in all pro- 
portions in alcohol and vinic ether. (Pelouze & Gélis.) 
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Butyrin. 


Cuevrevt., (1819.) Ann. Chim, Phys. 22, 371; 23, 27. — Recherches, 
192, 270 and 476. 


Butirine, Butterfett. — Occurs in small quantity in the butter of cows’ 
milk, together with caproin, caprin, olein, and margarin. (Cheyreul.) 


Preparation. Butyrin has not yet been obtained free from caproin, 
caprin, olein, and margarin. Butter is freed from adhering butter-milk 
by melting it at 60° in a tall vessel, decanting the upper transparent layer 
of fat, filtering it warm, agitating with water at 40°, and again leaving 
it to subside, decanting, and filtering. It must then be left for several 
days at 19°; the granules of margarin pressed against the sides of the 
vessel with a spatula, to extract the oily portion, and the butter filtered. 
This oily liquid, which does not redden litmus, is a mixture of butyrin, 
caproin, and olein. As the latter is much less soluble in alcohol than 
the other fats, the mixture may be shaken up at 19° with an equal 
quantity of alcohol of sp. gr. 0°796; the solution decanted from the 
undissolved portion, which consists of a large proportion of olein with a 
little butyrin; freed from the alcohol by distillation; digested —as it 
now contains free butyric acid — with carbonate of magnesia and water; 
the watery liquid containing butyrate of magnesia poured off; and the 
fat freed from admixed carbonate of magnesia by solution in alcohol, 
filtration, and careful evaporation. : 


Properties. The mixture of fats thus obtained [which, as the saponi- 
fication shows, contains only 16 p. ¢. butyrin] is, according to the kind of 
butter used, a colourless, or more frequently but perhaps only accidentally, 
a yellow oil; has a sp. gr. of 0:968 at 19°; solidifies at about 0°; has the 
odour of heated butter; neutral. 


Decompositions. 1. Butyrin, by the mere boiling of its alcoholic 
solution, acquires the property of reddening litmus, from liberation of 
butyric acid. In a warm atmosphere, butyrin acquires by incipient 
decomposition, the power of reddening litmus, and a strong odour of 
butyric acid, which may however be removed by magnesia. The odour 
of butter is likewise due to small quantities of butyric acid gradually 
eliminated from the butyrin contained in it; a mixture of butyric acid 
and hog’s lard loses the odour of butter much sooner, because in such a 
mixture all the acids which it contains are in the free state, and are not 
replaced by fresh quantities as they evaporate.—- 2. When heated to 
1€0° with an equal quantity of oil of vitriol, and then left to itself, it 
gives off an odour of butyric and sulphurous acids. It is saponified with 
peculiar facility by potash. In this decomposition, 100 pts. of the fat 
yield (1) a quantity of butyric acid (together with smaller quantities of 
eaproic and capric acid) sufficient to produce 26 pts. of baryta-salt; 
(2) 80°5 parts of a mixture of a large quantity of oleic and a small 
quantity of margaric acid, which solidifies at 32°; and (8) 12°5 pts. of 
glycerine. [Pure butyrin would probably yield nothing but butyric 
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acid and glycerin, and the substance examined as above still con- 
tained large quantities of olein, together with margarin, capric, and 
caproin. | 


Combinations. Butyrin mixes in all proportions with boiling alcohol 
of sp. gr. 0°822. The warm mixture remains clear on cooling if it contains 
120 pts. butyrin to 100 alcohol; but a mixture of 20 pts. butyrin to 100 
alcohol becomes somewhat turbid. (Cheyreul.) 


Artificial Butyrin.— When a mixture of butyric acid, glycerin, and 
oil of vitriol is heated, a yellowish oil rises to the surface. ‘Hydrochloric 
acid gas may also be passed at ordinary temperatures thr ongh a mixture 
of butyric acid and glycerin, and the separation of the oil effected by 
addition of water. The oil obtained by either of these processes, amounts, 
after being washed with a large quantity of water, to 60 or 70 p. c. of the 
butyric acid used, and has an odour and sharp taste, due perhaps to a 
foreign product. By saponification, it is reconverted into butyric acid 
and glycerin. It is insoluble or very sparingly soluble in water, but 
dissolves in all proportions in ether and alcoliol, whence it is separated 
by water. It remains still to be decided whether this artificial butyrin 
agrees in composition with natural butyrin, supposing that we can succecd 
in obtaining the latter in a state of purity. (Pelouse & Gélis, VW. Ann. 
Chim. Phys. 10, 455.) 

[According to the theory developed in vii, 231, butyrin shoald be formed from 
1 At. glycerine + 4 At. butyric acid—8 HO, therefore C°H80® + 4C8H8O! — 8HO= 
C8H402,4C8H703 = CSH2O4, ] 


| The three following artificial butyrins homologous with the acetins 
(ix. Maes have been obtained by the direct action of butyric acid upon 
glycerine. 


Monobutyrin. C“H“0O' =C8H'02,C'H*0*= cn Aare O*. 


BertuHetoT. WV. Ann. Chim. Phys. 41, 261. 


This compound is obtained by exposing a mixture of glycerine and 
butyric acid, either to sunshine or to diffused daylight for three months, 
at ordinary temperatures.-— 2. By heating butyric acid with excess 
of glycerine to 200° for three hours —the temperature not exceeding 
200°. 

1. Neutral, oily, odoriferous liquid, having an aromatic and bitter 
taste, without, any unpleasant after-taste. At —40° it remains liquid 
and almost as mobile as at ordinary temperatures. Sp. gr. 1:088 at 17°. 


a. b. c. 
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a and b were prepared at 200°; ¢ at ordinary temperatures. 
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Decompositions. 1. Monobutyrin when exposed to the air, acquires 
a slight acid reaction. — 2. Saponified with baryta-water, it yields gly- 
cerine and butyric acid, the quantity of the latter amounting to about 
half that of the butyrin, which agrees with the calculated result, [the 
atomic weight of butyrin being 162, and that of butyric acid, C°H*O*, 
amounting to 88|.—3. Treated with alcohol and hydrochloric acid, it 
is converted, without the aid of heat, into glycerine and butyric ether. — 
4. It is decomposed by the pancreatic juice, into butyric acid and 
glycerine. 


Combinations. Monobutyrin mixes with water, and in certain 
proportions forms a stable emulsion. When !, 2, and 8 vol. water are 
successively added to 8 vol. monobutyrin, the water dissolves, and the 
whole forms a limpid liquid. 2 vol. more water render the mixture 
slightly opalescent; and 13 vol. more (18 in all) produce an opaque 
homogeneous emulsion,* which is stable, and remains entire, even after 
several hours’ repose. If this mixture be successively diluted so as to 
mix with 1 vol. butyrin, first 5, then 32, and at last even 220 vol. water, 
the liquid still remains in the state of a perfect emulsion, stable and 
opalescent; 900 vol. water render the liquid almost wholly transparent, 
without actually forming a true solution. This behaviour of mono- 
butyrin with water serves to distinguish it from the other butyrins. 


A 'butyrin is likewise obtained by the action of hydrochloric acid gas cr strong 
sulphuric acid on a mixture of glycerine and butyric acid (p. 93). Phosphoric and 
tartaric acid also determine the combination. —— Also by heating a mixture of glycerine 
butyric, butyric ether, and hydrochloric acid to 100° for several hours. On decanting 
the undecomposed butyric ether, and evaporating, there remains a neutral, inodorous 
fixed residue which dissolves easily and completely in ether, and when treated with 
alcohol and hydrochloric acid, is resolved into butyric ether and glycerine. — Butyric 
ether heated to 100° with glycerine alone, also yields in the course of 102 hours a trace 
of neutral matter fixed and insoluble in ether. (Berthelot.) 


 Bibutyrin, C*H"0"=(CHO).CHO'=CO% cepigep }O 


Bertuetot. WV. Ann. Chim. Phys. 41, 264. 


Dibuiyrin. (Berthelot.) — Preparation. 1. By heating a mixture of 
glycerine and butyric acid to 275° for several hours. — Whenever, in the 
preparation of monobutyrin, the temperature rises above 220°, bibutyrin appears to be 
formed at the same time. In one experiment, six tubes containing the same mixture of 
glycerine and butyric acid were heated to 200° for three hours. On opening one of 
them at the end of that time, it was found to contain a considerable quantity of mono- 
butyrin. The other five, heated to 275° for 12 to 15 hours longer, yielded bibutyrin, 
but in quantity less than that of the monobutyrin obtained from the single tube pre- 
viously opened, — 2, By heating to 200° for several hours a mixture of 
glycerine and butyric acid diluted with water. —3. By heating to 200° 
for three hours a mixture of 1 pt. of glycerine with 4 pts. of butyric 
acid. — Berthelot originally supposed that this last mentioned process yielded another 


* This phenomenon is similar to that observed by Cheyreul with natural butyrin 
and alcohol (p. 93). 
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Cr 


body, butyridin=C'AO/,— but he now finds this product to be identical with 
bibutyrin. 

Neutral, odoriferous, oily liquid, which volatizes at 820°, without 
perceptible alteration. Sp. gr. 1:082 at 17° before distillation, 1:08] 
after distillation. Sp. gr. of a product obtained by the third process, 
1082. Remains liquid at —40°, but becomes less mobile. 
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a. prepared at 275°, J. the same after distillation; c. prepared at 200° with the 
aqueous acid; d. prepared by the third process and separated from the watery liquid at 
the moment of saturation by carbonate of potash ; e. the portion of the same preparation 
which remained dissolved in the watery liquid and was extracted by ether; f. another 
preparation. 

Berthelot assigns to bibutyrin the formula C?H°*O, supposing only 2 At. water to 
be eliminated in its formation [C“H*?O”=2C8H8O! + C6H8O%—2HO]; this formula 
requires C=52°8 p. c.; H=8°8, which agrees with the analyses rather better than the 
formula C*HO!; but as the formula C?H”O” is altogether anomalous and inconsis- 
tent with that of other bodies of the same group (see ix. 492), and as moreover there 
appears to. be considerable difficulty in obtaining this body in a definite state and free 
from monobutyrin, it is most probable that the correct formula is C?H*°O™, which 
supposes the elimination of 4 At. water. 


Decompositions. 1. Bibutyrin when heated above 320°, begins to 
turn acid and yield acrolein. — 2. Heated with water to 220° for some 
time, it is decomposed, with liberation of butyric acid. This decom- 
posing action of water appears also to be exerted at ordinary tempe- 
ratures, bibutyrin, as well as the other ‘butyrins, rapidly acquiring a 
slight acid reaction when exposed to the air. This acidification is not due to 
oxidation, for monobutyrin and bibutyrin in contact with moist oxygen, with or without 
addition of brass filings or oxide of lead, do not absorb any perceptible quantity of 
oxygen in the course of ten weeks. — 3, Bibutyrin (prepared either by the 
first or the third process) is resolved by baryta into glycerine (slightly 
saline) and about 2 of its weight of butyric acid, which nearly cor- 
responds with the calculated quantity, [C*’H?0°=242; 2C°H*O*=176.| 
4. Treated with aqueous ammonia, it yields in five days, crystals of 
butyramide C*H®NO*® — 5. ‘Treated with alcohol and hydrochloric acid 
at ordinary temperatures, it is resolved, in the course of a few hours, into 
butyric ether and glycerine. Alcohol alone produces the same decom- 
position in 48 hours, at 100° in an open vessel. 


Combinations. a. With Water.— 1 vol. bibutyrin and 1 vol. water 
form a limpid mixture; the addition of another 1 vol. water precipitates 
the bibutyrin, which collects quickly at the bottom of the vessel; the 
addition of 3 vol. more water accelerates the deposition considerably; 
150 to 200 vol. water form a transparent solution or emulsion, — 
b, Bibutyrin mixes with alcohol and ether, (Berthelot.) 
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Tributyrin. C*H0"=(C*H*°0*),C°H*0"= 0" (ito) ; 0°. 


BERTHELOT. V. Ann. Chim. Phys. 41, 267. 


Formation. From butyric acid and glycerine, with elimination of 
6 At. water: 
C°HSOR = 3C8HSO! + CSHSOS — 6HO. 


Preparation. By heating bibutyrin with 10 to 15 times its weight 
of butyric acid to 240° for four hours, 


Properties. Neutral, limpid, oily liquid, of sp. gr. 1056 at 8°. Has 
an odour like that of the other butyrins, and a pungent taste with 
bitter after-taste. 
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Treated with alcohol and hydrochloric acid at ordinary temperatures, 
it yields butyric ether and glycerine. 

Insoluble in water; very easily soluble in alcohol and ether; spa- 
ringly in cold dilute aleohol. (Berthelot.) 


Comparison of natural with artificial Bulyrias. Butter treated with alcohol 
yielded an oil containing 6°3 to 6°9 pts. glycerine to 10 pts. butyric acid. — The liquid 
portion of butter yielded oils containing 3:1, 3:4 and 4°0 pts. glycerine to 10 pts. 
butyric acid. — On the other hand, monobutyrin should contain 10°5 glycerine to 10 pts. 
butyric acid; bibutyrin 5°2 to 10; tributyrin 3:5 to 10. The composition of natural 
butyrin appears therefore to be intermediate between that of the artificial butyrins. 


Butyroglyceric Acid? When the liquid vbtained in the preparation of the 
butyrins, as above, is saturated with carbonate of potash, it separates into two layers. — 
On agitating with a small quantity of ether, the upper layer forms with the ether a stable 
mixture which admits of filtration: and if this mixture be decanted and ether added to 
it in large quantity, a watery stratum is immediately precipitated, and an upper ethereal 
stratum formed containing the neutral compound. ‘The precipitated aqueous stratum 
retains a considerable quantity of butyrin, which can only be separated by treating it 
25 or 30 times with cold ether. The watery liquid then remaining leaves on evaporation 
a saline mass which, when treated with hydrochloric acid and alcohol, yields butyric 
ether, glycerine, and chloride of potassium (in one experiment 0°088 grm. of glycerine 
and 0°133 grm. KCl, corresponding to 0°084 grm. KO.) This result seems to indicate 
the formation of a butyroglycerate of potash. (Berthelot, N. Ann. Chim. Fiys. 
cM yo’ i By ey 


Butyrone. CYMH“0?=C*H*02,C°H®. 


Cuancet, (1844.) WW. Ann. Pharm. 12, 146; also Compt. rend. 18, 
- 1023; abstr. J. pr. Chem. 88, 458; abstr. dnn. Pharm. 52, 295, — 
NV. J. Pharm. 7, 116, 18, 462. 
Chevreul obtained by the dry distillation of various alkaline butyrates, a volatile oil 


having the odour of the Labiate; this oil was more exactly investigated by Chancel in- 
1844, and recogniaed as the ketone of the butyric series.! 
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Preparation. Dry butyrate of lime in quantity not execeding a few 
grammes, is carefully heated in a retort till it is resolved into carbonate 
of lime and nearly pure butyrone, amounting to 42 or 43 p.c. of the 
lime-salt (p. 83). The product is distilled in a retort fitted with a 
thermometer; it begins to boil below 100°, but the boiling point soon 
rises to 140°; below 140°, the distillate consists chiefly of butyral; but 
between 140° and 150°, at which temperature the receiver must be 
changed, the butyrone passes over; it may be purified by a second dis- 
tillation. The liquid which passes over above 150°, is a mixture of 
butyrone with the oil mentioned on page 84. 


Properties. ‘Transparent, colourless, oil, of sp. gr. 0-838. When sur- 
rounded with a mixture of ether and solid carbonic acid, it solidifies in 
broad, transparent, and colourless laminz. Boils at about 144°. Vapour- 
density=3'99. (Compt. rend. 21, 273.) Has a peculiar penetrating 
odour and burning taste. 


Calculation, according to Chancel, Vol. Density. 
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Decompostiions. 1. Butyrone is very inflammable and burns with a 
luminous flame. — 2. When exposed to the air, it gradually absorbs 
oxygen gas, but without acquiring any colour. — 3. Takes fire imme- 


diately in contact with crystallized chromic acid. — Mixed with an equal 
volume of cold moderately strong nitric acid, it rises to the top, turns 
red, and afterwards green, and when gently heated gives off with 
violence nitrous vapours mixed with carbonic acid gas and an ethereal 
liquid smelling like butyric ether, while nitropropionie acid (ix. 430) 
remains behind.— 5. When butyrone is distilled with pentachloride of 
phosphorus, phosphoric acid remains behind, and hydrochloric acid 
passes over, together with a chlorobutyrone, C“H™Cl.— [This product 
appears rather to be chlorobutylene, CSH’C1; q. v.] 


Combinations. Butyrone is nearly insoluble in water, to which how- 
ever it imparts its odour. Mixes in all proportions with alcohol, 


Odmyl. C®H®,S?? 


Anprrson (1847). Phil. Mag. J. 31, 161; also Ann. Pharm. 63, 370; 
also J. pr. Chem. 42, 1. 


31b. of linseed or olive oil is gradually distilled for a whole day 
with a small quantity of sulphur, in a flask of 5 times the capacity of 
the liquid, over a fire which must be kept uniform and can be removed 
if the mixture threatens to froth over, a piece of sulphur being also 
added from time to time, so as to keep up a uniform effervescence; the 
distillate is received in a vessel surrounded with ice and fitted with a 
bent tube, to conduct the most volatile portion into a bottle containing 
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alcohol. If the heat be not sufficient, the mass becomes thick and 
froths over; if it be too great, the evolution of gas becomes too violent. 
When the mass has decreased to one-third, the residue becomes very 
thick, and often causes the flask to crack. A large quantity of sulphu- 
retted hydrogen is evolved, and a red-brown sulphuretted oil is obtained 
together with crystals of margaric acid. By repeated rectification of 
the oil, the most volatile portion, which is the least abundant, is obtained ~ 
in the form of a transparent, colourless, very mobile oil, boiling at 71°. 
This is impure odmyl, of variable composition, three analyses of dif- 
ferent preparations giving : 
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But this impure odmyl yields with corrosive sublimate and bichloride of 
platinum, precipitates of constant composition. 


Mercury-precipitate. — 'The alcoholic solution of impure admyl forms 
with an alcoholic solution of corrosive sublimate, a white bulky preci- 
pitate, which is washed on the filter with a large quantity of ether, (to 
remove another oil likewise containing sulphur,) then dissolved in a large 
quantity of boiling alcohol, from which, after filtration and cooling, the 
pure compound separates as a white nacreous powder, which appears 
under the microscope to consist of six-sided tables. Even after long 
washing with ether, it exhibits a slightly unpleasant odour, which in- 
creases when the compound is heated. 


Calculation according to Anderson. Anderson. 
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C8H8S?,2H Cl + C8H8S?,Hg°S. (Anderson.) Gerhardt (N. J. Pharm. 12, 369) 
prefers the formula C'%H'S?,2Hg°Cl. 
; The precipitate gives off when heated, an oil having a disgusting 
odour. Caustic potash turns it yellow, showing that it contains not 
dichloride but protochloride of mercury. [What becomes of the disulphide of 
mercury supposed to exist in the precipitate?] The precipitate, when diffused 
in water, is immediately blackened by sulphuretted hydrogen; and then 
yields by distillation a transparent, colourless oil, perhaps pure odmyl, 
which floats on water, and whose alcoholic solution again forms a white 
precipitate with chloride of mercury, and yellow with bichloride of 
platinum. The precipitate is insoluble in water, and is not readily 
moistened by that liquid; it dissolves in some hundred parts of boiling 
alcohol, but separates as a crystalline powder on cooling; it dissolves in 
oil of turpentine at about the same rate as in alcohol; but most abundantly 
in the most volatile oil of coal-tar. 


Platinum-precipitate. — The alcoholic solution of impure odmy] gra- 
dually forms a sulphur-yellow precipitate with bichloride of platinum. 
(The oil which passes over between 150° and 205°, after the impure odmyl, forms an 
orange-yellow precipitate, containing 49°6 p. c. platinum.) The precipitate, when 
heated, gives off the same oil as the mercury-precipitate, and leaves black 
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sulphide of platinum. Hydrosulphate of ammonia converts it into a 
brown powder. 
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CSHSS?, PtCl + CSHSS?,PtS. (Anderson.) If the precipitate be regarded as 
C1H16S!Pt?CP, odmyl will be C!©H!8S4, (Gerhardt.) 

Impure odmyl dissolved in alcohol produces but a slight cloud with 
neutral acetate of lead or nitrate of silver; but, on heating the liquid, 
sulphate of lead or silver is precipitated. (Anderson.) 


§ Butylic Mercaptan. C*H"S?=C*H®,H?s?. 


EK. Homann. WV. Ann. Chim. Phys. 44, 387; Ann. Pharm. 95, 256; 
Chem. Soc. Qu. J. 8, 274. 


Formation and Preparation. By distilling at the heat of the water- 
bath, a mixture of aqueous sulphydrate of potassium and concentrated 


aqueous sulphobutylate of potassium, the product being received in a 
well-cooled flask: 


C8H°K 02,2803 + KS,HS = CHMS? + 2(KO,S032). 


The oily liquid which condenses is decanted, placed in contact with 
chloride of calcium, and distilled, the portion which passes over between 
85° and 90° being collected apart. 


Properties. Colourless, very mobile liquid, having the peculiar 
disagreeable odour which characterises the mercaptans. Sp. gr. 0°848 at 
11°5°. Vapour-density 3:10. Boils at 88°. Has no action on vegetable 
colours. 


Humann. 
oe Oe ere ee AB sink) OS DOL ~aewesss 53°52 2, 53°16 
HORT etc eae: | rm GOR NBL Et ieee, blo 
io wee SEY ERE 32 an O20 
CP Ser rewe caer 90 100°00 
Vol Density. 
(eV AOE tare am ng lee 3°3 280 
Rhee Tense eee: 1G es 0°6930 
SPO ROUL 1 2s... ee ae 2'2186 
VADOUE OOo a ec) 2s aauuere 6°2396 
se cake 3°1198 
CPt oo 
May be regarded as CSH®S,HS or as ~ yy 1s 


Decompositions. 1. Butylic mercaptan is very inflammable, and 
burns with a pale blue flame. — 2. Dilute nitric acid acts very strongly 
on it; the liquid turns red from formation of nitric oxide, which dissolves 
in it, but the colour disappears gradually on heating, and an a liquid 

H ¢ 
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is found on the surface. — 3. Potassium decomposes butylie mercaptan, 
with evolution of hydrogen and formation of the compound C*H°KS*, — 
4. Several heavy metallic oxides in the free state, or dissolved in acids, 
decompose butylic mercaptan, forming water and a metallic butylomer- 
captide; e.g. with mercury : 


CSHUS? + HgO + C8HHgS? + HO. 


Combinations. Butylic mercaptan dissolves very sparingly in water. 
It dissolves sulphur and wodine. 


Butylomercaptide of Potassium. C&H°KS*.— White granular com- 
pound obtained by the action of potassium on butylic mercaptan. 


Butylomercaptide of Lead. C&H°PbS*. — Yellow crystalline precipi- 
tate formed on pouring an alcoholic solution of butylie mercaptan into 
acetate of lead. 


Butylomercaptide of Mercury. C®8H®HgsS*.— When an _ alcoholic 
solution of butylic mercaptan is poured upon red oxide of mercury, a 
rapid action takes place, attended with considerable evolution of heat; 
and on dissolving the product in alcohol, and leaving the solution to 
cool, this compound is deposited in white nacreous scales, which are very 
fusible and unctuous to the touch. The compound is decomposed by sul- 
phuretted hydrogen, yielding sulphide of mercury and butylic alcohol. 


Humann. 
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Butylic mercaptan forms white precipitates with acetate of copper and 
terchloride of gold. 

Butylic mercaptan dissolyes in all proportions in alcohol and ether. 
(Humann.) 


“| Todide of Butyl. c*H*I=C°H’ HI. 
Wurtz, NV. Ann. Chim. Phys. 42, 129; Ann. Pharm. 8, 115. 


Preparation. By the action of iodine and phosphorus on butylic 
alcohol. 1:5 pt. iodine is added to 1 pt. butylic alcohol in a vessel sur- 
rounded with cold water, and a quantity of phosphorus, equal to about 
z'o Of the iodine, added in successive small portions, the mixture being 
heated towards the end of the process, to render the action complete. 
Phe dark colour of the liquid then gradually changes to brownish yellow, 
whilst hydriodic acid is abundantly evolved, which, together with a 
small quantity of iodide of butyl that passes over with it, is received 
ina small quanty of cold water. As soon as the colouring produced by 
the iodine has disappeared, and the liqnid is in full ebullition, it is left to 
cool, and that which remains in the distillation-vessel is washed, first with 
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the aqueous hydriodic acid previously collected, whereby a small quantity 
of undecomposed butylic alcohol is dissolved, and then with pure water; 
it is then dehydrated with chloride of calcium, and freed from the still 
remaining portion of butylic alcohol, by treating it while warm with 
pulverized iodide of phosphorus,* till the latter crystallizes out on cool- 
ing. The liquid is then distilled, the distillate washed with water, dehy- 
drated over chloride of calcium, and rectified, the portion which passes 
over between 118° and 122° being collected apart. 


Properties. Colourless when recently prepared, but soon turns 
brown by exposure to light. Refracts light strongly. Boils at 121°, but 
when a mixture of water and iodide of butyl is distilled, the thermometer, 
at the beginning of the distillation, when the iodide of butyl chicfly 
passes over, indicates only 88° to 89°. Sp. gr. 1°604 at 19°. Vapour- 
density = 6°217. 


Wurtz. 
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Decompositions. 1. Iodide of butyl burns with difficulty, and only 
in contact with a burning bedy ; the combustion is attended with evolu- 
tion of iodine vapours. — 2. It is but slowly attacked by aqueous wot- 
ash, even when boiled therewith for some time; but alcoholic potash 
decomposes it with formation of butylic alcohol and iodide of potassium. 
— 8. Potassium decomposes iodide of butyl, yielding butyl and iodide of 
potassium. —4. With butylate of potassrwm, C°H°KO*, it forms batylic 
ether and iodide of potassium (p. 69).—5. With owide of silver, it 
forms butylic ether and iodide of silver. — 6, With s2lver-salis, e.g. the 
carbonate, sulphate, acetate, &c. it forms iodide of silver and a com- 
pound ether, ¢.g. carbonate, sulphate, acetate, &c. of butyl. A solu- 
tion of nitrate of silver is immediately precipitated by iodide of butyl. 
(Wurtz.) 


7 Bromide of Butyl. O*H*Br=C*H’,HBr. 
Wouriz. NV. Ann. Chim. Phys. 42, 129; Ann. Pharm, 93, 114. 


Formation and Preparation. By the action of bromine and phos- 
phorus on butylic aleohol. A few drops of bromine are added to butylic 
alcohol; a small piece of phosphorus thrown in, the liquid being kept 
cool and shaken till the colour of the bromine is destroyed; the addition 
of bromide and phosphorus then repeated; and so on continually till 
vapours of hydrobromic acid are abundantly evolved, and a quantity of 


* Wurtz prepares this compound by adding 8 or 10 pts. of iodine to 1 pt. of 
phosphorus in a small flask or a glass tube that may be closed, whereupon violent 
action ensues and the resulting compound fuses. Jt is then heated for a few seconds 
till the layer which adheres to the glass on moving the vessel exhibits a dark red colour 
by transmitted light, and the liquid compound separates from the excess of phosphorus 
which has passed into the red modification. The iodide of phosphorus separates in the 
crystalline form on cooling, and may be easily rubbed to a dark-red powder. 
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bromine has been added, at least equal to that of the butylic alcohol. 

The liquid is then distilled at a temperature not exceeding 100°, and the 

resulting vapours passed into a flask containing water, which dissolves 

the hydrobromic acid, while the impure bromide of butyl collects at the 

bottom. The latter is washed with water, dried with a little chloride of 

ee and rectified; that which passes over at 89° is pure bromide of 
utyl. 


Properties. Oily liquid, having an ethereal odour, and boiling at 
89°. Sp.gr. = 1:274 at 16°. Vapour-density 4°720. 


Wurtz. 
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Decompositions. 1. Potassitwm decomposes bromide of butyl, slowly 
at ordinary temperatures, but with violence when heated. When the 
two substances are heated together in a sealed tube, decomposition begins 
as soon as the potassium melts, a large quantity of gas, probably buty- 
lene and hydride of butyl, being evolved, and the tube explodes with 
violence. — 2. Ammonia acts slowly on bromide of butyl at ordinary 
temperatures, forming hydrobromate of butylamine. (Wuttz.) 


{ Chloride of Butyl. C*H°Cl=C*H®,HCl. 


Wurtz. WN. Ann. Chim. Phys, 42,129; Ann. Pharm. 98, 118. 


Formation and Preparation. 1. By the action of hydrochloric acid 
on butylic alcohol. When the alcohol is saturated with hydrochloric acid 
gas, and the liquid sealed up in a glass tube and heated in the water- 
bath, a large quantity of chloride of butyl is produced, and may be 
obtained pure by washing the product with water, distilling, and sepa- 
rating the portion which goes over between 70° and 75°.—2. By the 
action of pentachloride or oxychloride of phosphorus on butylic alcohol. 
The alcohol is placed in a flask with a long neck, which must be kept 
very cool, and the chloride of phosphorus added by small portions. 
Violent action takes place, attended with great evolution of heat, and 
the pentachloride is converted into oxychloride, which then acts on the 
last portions of butylic alcohol. The oxychloride may also be used from 
the beginning instead of the pentachloride, in which case the action is 
less violent. In either case, the contents of the flask must be left to 
stand for 24 hours, and then distilled, the portion which passes over 
below 100° being collected apart; this portion is then washed with water, 
dried over chloride of calcium, and rectified, collecting separately the 
portion which distils over at 70°. 
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Properties. Chloride of butyl is a liquid lighter than water, and 
having an ethereal odour, recalling also that of chlorine. Boiling point 
about 70°. 


Wurtz 
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Chloride of butyl is rapidly decomposed by potassium, with rise of 
temperature and evolution of gas. (Wurtz.) 


Chloride of Butylene. C*H®,Cl’. 


FarapAy (1825) and Koxss, in the memoirs cited in connection with 
Butylene (p. 66). 


Butylene-gas mixed with an equal volume of chlorine, condenses 
quickly and with great evolution of heat, forming a transparent, colour- 
less oil, which tastes sweet at first, but afterwards aromatic and persist- 
ently bitter. (Faraday.) When dry butylene-gas mixed with hydrogen, 
as obtained by the method described on page 66, (2) is brought in contact 
with dry chlorine in a two-mouthed bottle, the bottom of the bottle, 
which becomes slightly warm, being at the same time protected from day- 
light, there is formed, besides the hydrochloric acid proceeding from the 
hydrogen, an oily liquid which runs down the sides. This liquid is shaken 
up, first with slightly alkaline, then with pure water, to free it from 
hydrochloric acid; then dried over chloride of calcium; distilled as long 
as the boiling point remains below 180° (it afterwards rises to 160°, in 
consequence of the presence of compounds containing more chlorine and 
less hydrogen); and the more volatile portion submitted to repeated 
fractional distillation till the boiling point remains constant at 123°, — 
In this manner, a transparent, colourless oil is obtained, of sp. gr. 1°1112 
at 18°, vapour-density 4°426, and having exactly the agreeably sweet 
odour of its homologue, chloride of ethylene. (Kolbe.) 
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The oil which distils over at 132° contains 34°6 p. c. C and 5°5 H. (Kolbe.) 
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Chloride of butylene burns with a bright but sooty flame, forming 
clouds of hydrochloric acid. (Kolbe.)— When exposed to sunshine in a 
bottle containing chlorine, it is very slowly converted, with absorption of 
chlorine and formation of hydrochloric acid, into a viscid liquid con- 
sisting of carbon, hydrogen, and chlorine, and not containing any crystals 
of C*Cl®. (Haraday.) — When heated with alcohol potash, it deposits a 
large quantity of chloride of potassium, and the liquid, which then 
acquires a different odour, becomes milky on addition of water, in con- 
sequence of the separation of small drops of a volatile oil which has a 


peculiar odour, and is probably = C°ClH". (Kolbe.) 


When butylene gas mixed with hydrogen is aborbed by pentachloride 
of antimony, and the resulting mass distilled with addition of hydro- 
chloric acid, it blackens and yields an oil, which, after washing and 
drying, is found to contain 28°4 per cent. C, 4:2 H and 68:2 Cl. (Kolbe.) 
[ =C®C1E’,CF nearly]. 


‘| Bromide of Butylene, C°H®,Br*, is formed by bringing together 
bromine and butylene in the state of vapour. It is a liquid which boils 
at 160°. When heated to 100° in a sealed tube with an alcoholic solution 
of ammonia, it yields a deposit of hydrobromate of ammonia, while 
bromobutylene C°H’Br remains in solution. (Z'raité de Chimie Organique, 
par Ch. Gerhardt, 11, 635.) 


— Conjugated Compounds of the Primary Nucleus, C8H%. 
Carbonate of Butyl. C°H°0?=C*H°0,CO?. 


Wortz. WV. Ann. Chim. Phys. 42; Ann. Pharm. 938, 119. 
KE. Humann. JV. Ann, Chim. Phys, 44, 387. 


Butylic Carbonate, Kohlenbdutesier. 


Preparation. 1. By heating equal parts (12 grm.) of carbonate of 
silver and iodide of butyl enclosed in a strong sealed glass flask, in the 
water-bath for two days; on opening the tube after cooling, a small 
quantity of carbonic acid gas escapes, together with a gas (butylene) 
which burns with a smoky flame. The liquid product is then distilled in 
the oil-bath, and the portion which passes over above 180°, collected apart 
and again rectified. (Wurtz.)— 2. When butylic alcohol containing 
water is treated with chloride of cyanogen, the first portion of the dis- 
tillate consists of carbonate of butyl, which may be purified by re- 
distilling, and collecting apart the portion which passes over between 
180° and 190°. (Humann.) 

Colourless liquid, lighter than water, and having an agreeable odour 
like that of carbonate of ethyl. Boils at 190°. 
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‘S}]9 
Wurtz gives the formula C'SH'0% = aga \ Cz nee OF 
CO ete t..to! 
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Aqueous ammonia converts carbonate of batyl into butylic alcohol 
and butylurethane. (Humann.) 


C8H'808 + NH? = C8H™02 + CYNHUOF 


Sn ast ed 
butylic butylurethane. 
alcohol. 


Sulphate of Butyl. C*H°0,S0°. 
Wurtz, N. Ann. Chim. Phys. 42; Ann. Pharm. 93, 120. 
Butylic Sulphate, Schwefelbutester.— 


Formed by the action of iodide of butyl on sulphate of silver at ordinary tempe- 
ratures, but soon decomposed by the heat evolved in the reaction ; the mixture blackens 
in individual places, and on opening the vessel the odour of sulphurous acid is apparent. 
The action may be moderated by external cooling, but the sulphate of butyl is so 
instable that it decomposes in the course of a day, yielding sulphurous acid, a coloured 
hydrocarbon, and a ‘peculiar conjugated acid which may be extracted by treating the 
residue with water, and forms with baryta a salt soluble in water and drying up in vacuo 
to a gummy mass. (Wurtz.) 


Sulphobutylic Acid. 
C*H0?,280°= H0,S0°+ CH°0,SO=" 280! 


Werrz. WN. Ann. Chim. Phys. 42,161; Ann. Pharm. 93, 122. 


Butylosulphuric acid, Butylitherschwefelsture. 


Formed by the direct action of sulphuric acid on butylic alcohol. 
May be isolated by decomposing the baryta-salt with sulphuric acid, but 
has not yet been examined in the free state. 


Potash-salt. — Strong sulphurie acid is added to an equal volume of 
butylic alcohol: the mixture, after 24 hours, diluted with twice its bulk 
of water; then mixed with solid carbonate of potash; the liquid evapo- 
rated to dryness over the water-bath; and the residue exhausted with 
boiling alcchol. As the filtrate cools, the potash-salt separates in broad 
lamin with a mother-of-pearl lustre. The salt dissolves readily in 
water, with tolerable facility in boiling alcohol, sparingly in cold alcohol. 
The concentrated aqueous solution is precipitated by alcohol. The 
aqueous solution distilled with caustic potash yields butylic alcohol and 


sulphate of potash. 
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Baryta-salt. — Sulphuric acid and butylic alcohol are mixed as in the 
preparation of the potash-salt; the liquid diluted with 10 times its bulk 
of water (it remains almost clear, if it has been kept cool during the 
mixing); then saturated with carbonate of baryta suspended in water; 
and the solution of sulphobutylate of baryta filtered and evaporated in 
the water-bath, till a film appears on the surface. As the liquid cools, 
the baryta-salt separates in large rhombic lamine, of a dazzling white 
colour and unctuous to the touch. The crystals dissolve very readily in 
water; at J00° or in yacuo they give off 2 At. water. 


Crystallized. Wurtz. 
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Lime-salt. — Prepared like the preceding salts. By evaporating the 
aqueous solution, it is obtained in small nacreous crystals, which, under 
the microscope, present the appearance of six-sided laminw; they are 
anhydrous, and dissolve readily in water, forming a solution which quickly 
effloresces. (Wurtz.) 
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Nitrate of Butyl. C*H®°NO‘=C*H°0,NO*. 
Wurtz. NV. Ann. Chim. Phys. 42; Ann. Pharm, 93, 120. 
Butylic Nitrate, Salpeterbutester. 


Formed by the action of iodide of butyl on nitrate of silver, with 
addition of urea to prevent the formation of nitrous acid. A few grammes 
of pulverized nitrate of silver are mixed with a small quantity of urea 
quite recently fused, the mixture introduced into a small retort, and 
treated with a quantity of iodide of butyl not quite sufficient to decom- 
pose the nitrate of silver. Violent action immediately takes place, 
attended with evolution of heat, sufficient to cause part of the resulting 
butylic nitrate to distil over. The remainder is distilled between 140° 
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and 150°, and the colourless distillate washed with water and dehydrated 
over cholride of calcium. 

Colourless liquid heavier than water; tastes sweet at first, but soon 
leaves a pungent and aromatic after-taste. Boils at about 130°. (Wurtz.) 


Wurtz 
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Wurtz writes the formula : Sette 

Nitrate of butyl burns with a pale flame; its vapour does not deto- 
nate. With alcoholic potash, it yields butylic alcohol and nitrate of 
potash. Sulphuretted hydrogen does not act upon it. (Wurtz.) 


Acetate of Butyl. C”’H"0!=C*H0,C‘H?0*. 
Wurtz. WV. Ann. Chim. Phys, 42; Ann. Pharm. 98, 121. 


Butylic Acetate, Hssigbutester. 


Preparation. 1. By the action of iodide of butyl on acetate of silver. 
The two salts in equivalent quantities are enclosed in a small sealed flask 
and heated for several hours in the water-bath; the resulting acetate of 
butyl separated by distillation; and the distillate washed with water 
containing a little carbonate of soda, dried over chloride of calcium and 
rectified. — 2. By distilling equivalent quantities of sulphobutylate of 
baryta and recently fused acetate of potash. 

Pure acetate of butyl is a perfectly colourless ethereal liquid, of 
sp. gr. 0°8845 at 16°. Has a very agreeable odour. Boils at 114° 
Vapour-density = 4°073. 
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ATT3Q)2 
This compound may also be represented by the formula wen \ O?; It is meéta: 


meric with butyrate of ethyl (p. 91) formiate of amyl, valerate of methyl, and caproic 
acid. 


Acetate of butyl boiled for some time with solution of potash, yields 
butylic alcohol and acetate of potash. (Wurtz.) 
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fornuate of Butyl., C°H"O* = C8H°0,C*HO%, is obtained by distilling 
equivalent quantities of sulphobutylate and formiate of potash. It is an 
agreeably smellmg liquid which boils at about 100°. (Wurtz) Ff 


Secondary Nuclet of Butylene. 
a. Oxygen-nuclet. 
a, Oxygen-nucleus. C%H°O?, 
succinic Acid. C©®H*0®'=C*H‘02,0°. 


Pott. Jdém. de ?Acad. des Sciences de Berl. 1758, 51. 

CarTHEUSER. Act. Acad. Mogunt. 1, 281. 

StockaR DE NEvurorn. Diss. de Succino. Lugd. Bat. 1761. 

J.G. Leonmarpi. De Salib. succinets. Lips. 1775. 

Wenze. In his Lehre von der Verwandtschaft, 326. 

RicutErR. Veuere Glegenst. 8, 154. 

Berzetius. Ann. Chim. 94, 187. 

Lecanu & SerBat. J. Pharm. 8, 541; also dnn Chim. Phys. 21, 328; 
also V. 17'7r.°8, 1, 280. — J. Pharm: 9,39; also Wi r-7, 2,98: 
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Bernsteinstiure, fliichtiges Bernsteinsalz, Acide Suecinique.— Volatile salt of amber 
was mentioned by Agricola as early as 1657; its acid nature was first recognized by 
Barchhusen, Bouldiic and Boerhave. 


Sources. 1. In amber. That it exists ready formed in that sub- 
stance has been shown by Gehlen, who obtained a portion of the acid 
merely by boiling amber-powder with water;—by Funcke (Lr. Arch. 
7, 181), who found that the tincture obtained with 10 pts. amber 
and 50 pts. alcohol requires 10 pts. of carbonate of potash to neutralize 
its acid reaction; and when evaporated with water, yields, with sepa- 
ration of resin, an aqueous solution of succinate of potash, whereas the 
part of the resin which is not dissolved by the alcohol yields, when 
sublimed with sulphuric acid, only a trace of succinic acid;—and by 
Berzelius (Pogg. 12, 419), who extracted the acid from amber with 
ether. — 2. In lignite from Muskau (Rabenhorst); in retinasphalt, and 
to the amount of 3 p. c. in the empyreumatic oil obtained by distilling 
the lignite of Naumburg, Altenburg, or Camburg, which contains retin- 
asphalt. (Cerutti, V. Br. Arch, 22, 286).— 3. In turpentine; Scapoli 
(Crell. Ann. 1788, 2,102) remarked that, in the distillation of turpen- 
tine, an acid liquid is obtained, which contains a crystallizable acid, 
together with acetic acid. Marabelli found this acid to be very much 
like succinic acid; Moretti (Bull. Pharm. 3, 399) found it to resemble 
acetic acid; Paolo Sangiorgio (J. Pharm. 8, 572) first declared this acid 
to be really succinic acid, a statement which was fully confirmed in 1822 
by Lecanu & Serbat. According to the latter, this acid is deposited in 
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the neck of the retort in the distillation of turpentine, after the greater 
part of the oil has passed over, first in colourless crystals, afterwards in 
crystals coloured brown by resin. Peretti (Alag. Pharm. 4, 62) also 
found this acid in turpentine; Gumbrecht (Br. Arch. 14, 168) found it 
in oil of turpentine; but Funcke (Br. Arch. 15, 173) did not succeed in 
obtaining it by the distillation of turpentine. — 4. According to a state- 
ment of Beissenhirtz, confirmed by John (Berl. Jahrb. 1818, 158), suc- 
cinic acid is likewise obtained by the following process: "A mixture 
of 15 1b. honey, 2 lb. bread, 14 ib. Siliqua dulcis, 6 lb. vinegar, 6 Ib. 
brandy, and 84 1b. water, is left to undergo the acetous fermonta. 
tion; the resulting acetic acid neutralised with lime; and the acetate 
of lime distilled with 5; peroxide of manganese, 2 oil of vitriol, 
and 4 water; after the acetic acid has passed over, and the heat has 
been increased, 2 drachms of succinic acid sublime. In this case it is 
not positively known whether the succinic acid is an educt or a product; 
in Siligua dulcis John did not find a trace of that acid. — Plimacher 
(Schw. 63, 369) did not succeed in obtaining succinic acid by Beissen- 
hirtz’s method. — 5. In the herb of Zactuca sativa and virosa (Kéhnke, 
N. Br. Arch. 39, 153).—6. In the herb of Artemisia Absinthium 
(Zwenger, Ann. Pharm. 48, 122). Luck (Ann. Pharm. 54, 112) regards 
this easily crystallizable acid, which occurs in small quantity in worm- 
wood, as different from succinic acid. — Perhaps also the acid obtained 
by Kahler (Br. Arch. 25, 218) from Semen Cynce is succinic acid. -—— 
7. The mulberry-waod acid described by Klaproth (Scher. J. 10, 3; also 
Klaproth’s Beitrdge, 3, 114), which sometimes exudes in combination 
vith lime, from the Sone of the Morus alba, is probably nothing but 
succinic acid. It crystallizes in needles having the taste of succinic 
acid, and may be sublimed, with but slight decomposition, in transparent 
colourless needles. It dissolves readily in water and alcohol. In the 
free state, it does not precipitate any metallic salt, but in combination 
with an alkali, it precipitates the salts of oxide of lead, sesquioxide of 
iron, protoxide of cobalt, oxide of nickel, dioxide of mercury, protoxide 
of copper, and oxide of silver. (Klaproth.) — Similar results have been 
obtained by Landerer. (fepert, 67, 100).— Another exudation from 
Morus alba, examined by Rouchas (J. science. phys. 3,803), exhibited 
different properties. -—- 8. According to Vorwerk (Jahrb. pr. Pharm. 
19, 265), the black carbonaceous matter formed in the preparation of 
ether contains succinic acid. —9. Heintz (Pogq. 80, 114) found succinic 
acid in the sacs of echinococei (hydatids) formed in the liver of a woman. 


Lormation. 1. In the oxidation of organic compounds by exposure 
to the air.— An acid resembling succinic acid was found in a sample of 
the volatile oil of Cuminum Cyminum which had become sour. (Cheval- 
lier, J. Chim. méd. 4, 18.) — 2. In the oxidation of organic compounds 
by nitric acid. — Chevreul (Lecherches, 28), by continued boiling of 
stearic acid, margaric acid, stearin, spermaceti, or ethal, with large 
quantities of nitric acid, cbtained an acid resembling succinic acid, and 
by similar treatment of oleic acid, an acid of somewhat different pro- 
perties. More recently, Bromeis (Ann. Pharm. 35, 90) has shown that 
stearic acid thus treated really yields succinic acid. This acid was like- 
wise obtained by Sthamer, Radcliff, Ronalds, and Sace, (Ann. Pharm. 
43, 346, 349 and 356; 51, 229,) by the action of nitric acid on Japan 
wax, spermaceti, beeswax, and margaric acid. By boiling concentrated 


nitrie acid with santonin, Heldt (Ann. Pharm. 68, 40) ehiained needles 
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of succinic acid. By distilling 1 pt. of starch with 6 pts. of nitric acid 
of sp. gr. 1:295, till the residue became charred. Tiinnermann (Schw. 
49, 221) obtained a sublimate of soft yellow crystals in the neck of the 
retort, and a watery distillate, from which an acid was prepared agreeing 
with succinic acid in every respect, excepting that [on account of impu- 
rities?| it was somewhat more soluble in water.—{. Butyric acid 
heated for 10 days with an equal volume of nitric acid of sp. gr. 1:40, 
the vapours being condensed and made to flow back, and the nitric acid 
renewed from time to time, yields a crystalline residue of succinic acid, 
contaminated with a deliquescent substance which may be removed by 
pressure between bibulous paper (Dessaignes, Compt. rend. 80, 50). — 
Caprylic alcohol, heated for some time with dilute nitric acid, yields 
succinic acid, together with pimelic, lipic, and butyric acids. (Bouis, 
Compt. rend. 38, 141.) 7.—8. In the putrefaction of vegetable juices 
containing asparagin, succinate of ammonia is formed. (Piria, Compt. 
rend. 19, 576.) — Also in the putrefaction of malate of lime under water. 
(Dessaignes, WV. Ann. Chim. Phys. 25, 253; also V. J. Pharm. 15, 264; 
also J. pr. Chem. 46, 350; Liebig, dnn. Pharm. 70, 104; Blez. Arch. 
Pharm. [2], 62, 138; Grager, Arch. Pharm. [2], 63, 137.) —4]. Neutral 
and acid malate of lime, malate of potash, aspartate of potash, aspartate 
of lime, maleate of lime, and aconitate of lime, are all converted into suc- 
cinates by the fermentation induced by casein. Asparagin under the 
same circumstances is converted into aspartate of ammonia, which sub- 
sequently passes into succinate. — The peculiar substance in the seed of 
leguminous plants, which is converted into asparagin during germination, 
is also capable of passing into asparagin by fermentation. When pea- 
flour is stirred up with water, the liquid filtered after 12 hours, and left 
to ferment after being mixed with chalk, a considerable quantity of suc- 
cinate of lime is formed. The same result is obtained by the fermenta- 
tion of legumin alone, of the liquid separated from the legumin, and of 
the nitrogenous substance discovered by Braconnot in leguminose, which 
precipitates tannin. Succinicacid is likewise obtained by the fermentation 
of an emulsion of sweet almonds, freed from oil and mixed with chalk. 
(Dessaignes, Compt. rend. 80, 50.) Several other seeds treated in a similar 
manner also yield succinic acid. The bruised seeds are stirred up with 
water, the filtered liquid mixed with chalk, and left to ferment at 25° to 
35°. When the fermentation is complete (in 6 or 7 days), the lime is 
precipitated by carbonate of soda, the filtrate mixed with excess of 
hydrochloric acid and evaporated in the water-bath, the residue treated 
with boiling ether, and the substance left on evaporating the ethereal 
solution examined for succinic acid. Oats, maize, hemp, mustard, and 
gourd-seed, treated in this manner, yielded no succinic acid; walnuts 
and buckwheat, traces; hazelnuts and acorns (after removal of the 
tannic acid by lime) yielded considerable quantities. (Dessaignes, WV. J. 
Pharm. 25, 27.) Perfectly pure maleate of lime also yields succinic 
acid when fermented with casein. (Dessaignes.) 4. 


Preparation. A. From Amber. a. By distillation of Amber per se. 
The amber is heated to the melting point in a distillatory apparatus, till 
the intumescence and evolution of acid cease, and a thick brown oil 
begins to pass over. The residue, consisting of Colophonium Suceini, is 
used for varnishes. The acid collects in the crystalline form in the neck 
of the retort and in the receiver, and in small quantity in the watery dis- 
tillate which must be separated from the oil and evaporated. The 
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succinic acid thus obtained amounts to about gz of the amber. — The 


quantity obtained is greater in glass than in iron vessels. (Funcke.) 


b. By Distillation with dilute Sulphuric acid. —1 pt. of crude amber- 
powder is moistened with 5 to = oil of vitriol diluted with 1 to 3 
times its bulk of water, and the process conducted as in a. By this 
treatment, 1 pt. of amber yields about +, of succinic acid. (Pott, Crell. N. 
Archiv. 5, 177; Bath, Hermbstddt Museum, 4, 258; J. A. Buchner, 
fepert. 1, 300; Llisch, Scher. Ann. 6, 186; Funcke, Br. Arch. 7, 181; 
Weiss, Zaschenb. 1826, 37.) 


c. By boiling Amber with Nitric acid. — Coarsely pounded amber is 
heated in a retort with an equal quantity of dilute nitric acid, till the 
yellow viscid resinous mass which at first rises to the top has disap- 
peared; the clear liquid is then evaporated to a syrup; this syrup 
repeatedly boiled with fresh, and at last with concentrated nitric acid, 
- to decompose the remainder of the resin; the resulting syrup left in the 
cold for a few weeks, till it has become crystalline; and the crystals 
drained on a funnel from the mother-liquor, which, when evaporated with 
strong nitric acid, again yields crystals and a second mother-liquid, from 
which, by renewed treatment with nitric acid, an additional quantity of 
crystals may be obtained. Lastly, the whole of the crystals collected on 
the funnel are boiled with strong nitric acid, whereby a solution is 
obtained, which, on cooling yields white crystalline succinic acid amount- 
ing to =4, of the amber. Nevertheless this method is not advantageous, 
as it requires a large quantity of nitric acid, and does not yield any 
Colophonium Succint. From the distillate obtained by heating amber 
with nitric acid, after the acid has been neutralized with potash, ether 
extracts a white crystalline matter, which exhibits all the characters of 
ordinary camphor. (Dépping, Ann. Pharm. 49, 350.) 


Purification of the acid obtained by a or b. — The acid may be freed 
from the greater part of the empyreumatic oil by pressure between 
paper, solution in hot water, filtering through moistened paper, and 
crystallization. — To remove the last portions of oil and brown colouring 
matter, it is best to boil the product with nitric acid, which does not 
exert any decomposing action upon succinic acid. (Morveau, Lecanu & 
Serbat; Dopping.) — When 1 pt. of still brown and oily succinic acid is 
boiled for half an hour in a retort fitted with a receiver (because a little 
of the succinic acid distils over), with 4 pts. of commercial aqua fortis — 
whereupon only a small quantity of nitrous fumes is evolved at the 
beginning, arising from decomposition of the oil — and the liquid poured 
into a basin while still hot, the succinic acid, being but slightly insoluble 
in nitric acid, crystallizes out almost completely as the liquid cools, and 
moreover in white inodorous crystals, which may be freed from the nitric 
acid by recrystallization from water, and are then perfectly pure. The 
nitric acid mother-liquor does not contain oxalic acid. (Dépping.) 
Fehling subjects the acid thus purified to a further crystallization from 
alcohol, whereby the musk-like odour is destroyed. 

Less satisfactory modes of purification. 1. The succinic acid is sus- 
pended in water; chlorine gas passed through for some hours; the liquid 
which has now become inodorous, evaporated to the crystallizing point; 
and the crystals freed from hydrochloric acid by reerystallization from 
water. (Liebig & Wohler, Pogg. 18, 163.) — When the aqucous solution 
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of succinic acid is saturated with chlorine gas, then left for 24 hours in a 
close vessel, and afterwards filtered and evaporated, it emits a musk-like 
odour, and yields pale yellow crystals, which cannot be obtained quite 
colourless, either by recrystallization or by subsequent treatment with 
chlorine, but only by boiling with nitric acid. (Dépping.) — Tiinnermann 
(Schw. 51, 469) boils 1 pt. of succinic acid with 1 pt. of manganese, 
3 pts. of strong hydrochloric acid, and 14 pt. water, filters hot, and 
purifies the resulting crystals by recrystallization from water. This 
acid when sublimed does not exhibit the slightest odour of burnt amber. 
[Is it also colourless ?] — 2. Morveau recommends the sublimation of the 
acid mixed with sand, which however does not remove the oil. — 
3. Lowitz recommended the digestion of the aqueous acid with charcoal 
powder. — This treatment certainly decolorizes the acid, but does not 
free it from oil. (Berzelius.) Wood-charcoal dces not decolorize the 
acid but absorbs a large quantity of it, which can only be recovered by 
long continued washing. (Dépping.) —A mode of purification by crys- 
tallization from water, then by treatment with wood-charcoal, then by 
evaporation with a small quantity of nitric acid, then by passing chlorine 
through the filtered solution, is recommended by Werner (J. pr. Chem. 
14, 246.) —4. Berzelius (Lehrd.) neutralizes the acid with carbonate of 
potash not in excess; boils the liquid with a small quantity of the 
charcoal obtained in the preparation of prussian blue; precipitates the 
filtrate with neutral acetate of lead; washes the precipitate well with 
water, which however dissolves a little of the succinate of lead; and 
decomposes 10 pts. of the dried precipitate with a mixture of 2 pts. oil 
of vitriol and 30 pts. water. 


B. From Stearic acid and other fatty matters ty oxidation with 
nitric acid. —1 pt. of stearic acid, margaric acid, stearin, spermaceti, or 
ethal, is distilled with 100 pts. of nitric acid of 32° Bm., with frequent 
cohobation, till the distillate forms a clear solution with the residue; this 
solution evaporated in a basin; the jyellowish, tenacious crystalline 
residue set aside with 26 pts. of cold water for 24 hours; then evapo- 
rated; and the resulting crystals separated from the mother-liquor. 
(Chevreul, Recherches, 28.) — 2. Stearic acid is distilled with nitric acid, 
the liquid being frequently cohcbated and the acid renewed, till the whole 
is dissolved; the solution evaporated to half its bulk; the solidified 
suberic acid freed after 24 hours from the mother-liquor, by washing on 
a funnel; and the mother liquor evaporated and cooled, whereupon it 
yields crystals of succinic acid, which may be freed from the greater part 
of the still adhering and less soluble suberic acid, by washing with water, 
and from the remainder by washing with 8 pts. of cold alcohol or 4 pts. 
of boiling ether, which dissolves but a very small quantity of succinic 
‘acid. Finally, the succinic acid is crystallized once more from water. 
This treatment does not, however, remove the whole of the suberic acid. 
Hence the succinic acid thus obtained crystallizes, not only in tables, but 
also in heavy, white, solid granules; melts, after drying at 100°, as low 
as 170° to 175°; and exhibits less definite reactions. It is only by subli- 
mation that succinic acid can be completely freed from suberic acid, 
which is less volatile, and cannot be sublimed withont decomposition. — 
Hence the crude solution of stearic acid in nitric acid, may be evapo- 
rated as far as possible, at a moderate heat; mixed with water of 20° to 
80°, and set aside; separated from the oil thus set free, which had pre- 
viously been held in solution by the nitric acid; again evaporated as far 
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as possible; again mixed with lukewarm water, and separated from a 
small remaining quantity of oil; then evaporated at a gentle heat till it 
begins to crystallize, and subsequently cooled; the resulting white, solid, 
granular mass, pressed between paper, thoroughly dried, and gently 
heated in a long-necked flask placed in a sand-bath; and the succinic 
acid which then sublimes in delicate feathery crystals, purified by a 
second sublimation. The acid thus obtained is very pure, and crystal- 
lizes from water, no longer in round granules, but in large tables. 
(Bromeis, Ann. Pharm. 35, 90, 87, 292.) — Japan-wax merely requires 
to be distilled for a few weeks with nitric acid, with cohobation and 
frequent addition of fresh acid, in order to yield, when the solution is 
evaporated and cooled, transparent, colourless tables of pure succinic 
acid. (Sthamer, Ann. Pharm. 43, 346.) — When spermaceti is heated for 
several days with nitric acid of medium strength, to a temperature short 
of the boiling point, the resulting solution yields by evaporation and 
cooling, crystals of succinic acid, which must be purified by recrystal- 
lization, first from nitric acid, then from water. The mother-liquor of 
the first crop of crystals yields an additional quantity by evaporation and 
cooling; but the last portions are contaminated with a white substance, 
which appears to be pimelic acid, and is greater in quantity the longer 
the digestion with nitric acid has been continued. (Radcliff, Ann. Pharm. 
43, 349.) —From white beeswax, Ronalds (Ann. Pharm. 43, 356,) 
obtained by the same process, transparent lamine of succinic acid. 


C. By the fermentation of Malate of Lime. — 12 pts. of crude malate 
of lime, prepared by Liebig’s process, (vid. Malic acid,) from the juice 
of mountain-ash berries, are placed, after being three times washed in an 
earthen jar, together with 40 pts. water and 1 pt. of decayed cheese 
rubbed to an emulsion with water, and the mixture set aside for 4 to 6 
days, at a temperature of 30° to 40°, till the evolution of gas has ceased. 
The granular precipitate is then collected upon linen, washed several 
times with water, and mixed with dilute sulphuric acid till it no longer 
effervesces (from admixed carbonate of lime); another equal quantity of 
sulphuric acid is then added; the mixture boiled for awhile, till the lime- 
salt is no longer granular; the liquid strained through linen; the preci- 
pitate on the filter thoroughly washed; the whole of the liquid evapo- 
rated till a crystalline crust forms on the surface; oil of vitriol then added 
in small quantities, as long as sulphate of lime is thereby precipitated; 
the liquid strained off (after dilution with water, if the gypsum forms a 
paste); the precipitate washed; and the whole of the liquid again evapo- 
rated: it then yields on cooling, brownish crystals of succinic acid, still 
contaminated with gypsum. These crystals are recrystallized, first from 
pure water, then from water after boiling with a small quantity of animal ° 
charcoal, and ultimately freed from all the gypsum by solution in alcohol 
or by sublimation. By this process, 12 pts. of malate of lime yield from 
3°75 to 4 pts of pure crystallized succinic acid: the mother-liquors do 
not retain a trace of malic acid. (Liebig, Ann. Pharm. 70, 104.) 


Properties. The acid crystallized from water assumes the form of 
transparent colourless prisms belonging to the oblique prismatic (mono- 
clinometric) system. ig. 92, often with ffaces (formed by truncation of 
the acute terminal edges; by enlargement of the m-faces, the prisms 
appear like rhombic and six-sided tables. (Wackenroder, J. pr. Chem. 
23, 204.) Sp. gr. = 1°55. (Richter.) The acid melts at 180°, boils at 
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235° (D’Arcet), and evaporates without residue in white pungent 
vapours. It reddens litmus, but not violet-juice. It is inodorous, and 
has a warm sour. taste. 


Crystallized. D’Arcet. Zwerger. Piria. Bromeis. 
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Sthamer. Radcliff. Ronalds. Dessaignes. Strecker. 
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The radical-theory assumes S=C*H?0%.— D’Arcet analysed the acid obtained 
fromamber; Zwerger, that from wormwood; Piria, (N. Ann. Chim. Phys. 22, 167) that 
from a fermented solution of impure asparagin; Bromeis, that from stearic acid; 
Sthamer, that from Japan wax; Radcliff, that from spermaceti; Ronalds, that from 
beeswax; and Dessaignes and Strecker, that from malate of lime. ‘The crystals were in 
most cases freed from hygroscopic water at 100°. 


Decompositions. 1. The acid heated till it volatilizes, sublimes, 
with evolution of water, in colourless silky needles of sublimed succinic 
acid, which may be regarded as C*H°O", and by repeated sublimation, is 
converted, with further formation of water, into succinic anhydride. 


(D’Arcet.) 
C8H®O?: = C8H40% + 2H: 


The sublimation takes place even at 140°, though very slowly; the 
residual portion exhibits the unaltered constitution of C*H°O*, whereas 
the subiimed portion = C8H°O". (D’Arcet.) 


The sublimed acid melts at 160°, and boils at 242°, but begins to 
sublime even at 140°. Its solution in water again yields crystals of the 
ordinary acid C*H®0O8, (D’Arcet.) [According to the following analyses, the 
sublimed acid is C°H°O7; but since by 10 sublimations it is gradually but com- 
pletely converted into C8H4O%, it should perhaps be regarded, not as a distinct com- 
pound, but merely as a mixture of C8H‘0$ with C8H‘4O8. j 


Sublimed acid. D’ Arcet. Liebig & Wohler. 
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2. Succinic acid, set on fire by a flaming body, burns with a pale blue 
flame. (Gm.)— 3. On heated nitre it deflagrates with a white flame. 
(Morveau.) — 4. Distilled with 2 pts. of sulphuric acid and 38 pts. of 
manganese, it yields acetic acid. (Trommsdorff.) —5. Heated with 
excess of caustic potash, it yields oxalate of potash, but no mellitate. 
(Liebig & Wohler.) [Perhaps in this manner : 


C5H608 + 4KO + 4HO = 2C'K208 + 10H.] 


It is not decomposed by chlorine gas, when sublimed therein, or 
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when the gas is passed through its aqueous solution, even if the solution 
is hot. (Liebig & Wohler.)— It is not decomposed by boiling with 
strong nitric acid (Morveau, Westrumb, and others), or by chlorate of 
potash and hydrochloric acid (Fehling), not even by aqueous chromic 
acid. (Winckler, Repert. 46, 466.)—For the decomposition of the lime-salt by 
heat, and of the silver-salt by chlorine, see these salts. —€ The hydrated acid 
treated with pentachloride of phosphorus yields anhydrous succinic acid, 
hydrochloric acid, and oxychloride of phosphorus : 


C8H6O® + PCE = C3H40% + PO?Cl? + 2HCI. 
(Gerhardt & Chiozza, Compt. rend. 36, 1050; Ann. Pharm. 87, 290; 
Jahresber. 1853, 393.) 


Combinations. The acid dissolves in 24 pts. of cold, and 2 pts. of 
boiling water (Neuforn), in 5 pts. of water at 16° and in 2-2 pts. of 
boiling water. (Lecanu & Serbat.) A solution having a density of 1:01, 
contains 2°78 p. ¢., and that of sp. gr. 1:04, contains 10°82 p.c. acid. 
(Richter.) 


The neutral Succinates, formed from metallic oxides containing 1 At. 
metal and 1 At. oxygen, have the formula C*H*M?O® (according to the 
radical theory, MO,C*H?0?), and the few acid salts, which can be formed, 
have the formula, CSH®MO® (or MO,C*H?0% + CtH*0*). The salts yield 
by dry distillation, carbonic acid and carburetted hydrogen gas, water, 
acetic acid, and empyreumatic oil. (Morveau; see especially the lime-salt.) 
According to Buchner, (Ann. Pharm. 88, 203,) the alkaline succinates, 
under the influence of a ferment, yield, at a certain stage of the decom- 
position, acetic and butyric acids. — Most succinates are soluble in water; 
those which are insoluble in water, dissolve in aqueous acetate of potash, 
so that succinate of potash mixed with acetate does not precipitate any 
heavy metallic salt. (Lecanu & Serbat.) 


Succinate of Ammonia.—a. Neutral.— Occurs, contaminated with 
empyreumatic oil, in Liquor Cornu Cervi succinatus. —To prepare this 
salt, the acid is dissolved in excess of aqueous ammonia, and the solu- 
tion evaporated to the crystallizing point over lime, within a receiver 
containing air. (Dopping.)—Since, even by this process, a portion of the ammonia 
is lost, and an acid salt formed, it is better to precipitate subacetate of lead with 
excess of neutral succinate of ammonia, evaporate the filtrate in vacuo over oil of 
vitriol, wash the crystalline mass with a small quantity of cold water, as soon as the 
greater part of it has separated out, press between paper, and dry under 50°. (Fehling.) 
[If the acetate of ammonia protects the succinic acid from loss of ammonia, it would 
be simpler to mix the solutions of the two salts and evaporate.] Transparent, six- 
sided prisms, having a slight acid reaction, (Dépping,) perfectly neutral. 
(Fehling.) When exposed to the air, they continually give off ammonia, 
but without efflorescing. (Dépping.) When heated, they at first give 
off ammonia and water, and the acid salt, C7-N H*%O®, which then remains, 
is resolved into bisuccinamide, (C*N H°O*,) which sublimes together with 
a small quantity of water, and 4HO. (Fehling). The salt dissolves 
readily in water and alcohol; its aqueous solution takes up a large quan- 
tity of chloroplatinate of ammonium or potassium, aud consequently 
the ammonia is but imperfectly precipitated from it by bichloride of pla- 
tinum. (Dépping.) The aqueous solution exposed to the air for half a 
year, yields a black precipitate and becomes alkaline. (Horst, bv. 
PAgch. L, 257+) 

I 2 
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Crystallized. Dopping. Fehling. 
EY eth Pte tees Pasaodee: 48 31205 ei eracs 5} ys eer re 31°94 
Ee cictiacit nce itis «sts 28 i Eo bie 18°50 
EL Se aktdteie 12 fe ie Fgh eee Op 7 o2 
St) Poet... 525. 64 A2310 9 32..2. 41°94 
CPHI(NH 408 ms A 2 2 ace OOOO a ata 100°00 


b. Acid Salt.— The aqueous solution of a is evaporated by heat to the 
crystallizing point, or 1 pt. of the acid exactly neutralized with ammonia is 
mixed with 1 pt. more of the acid, and the liquid evaporated. (Dopping.) 
Long transparent prisms belonging to the doubly oblique prismatic 
(triclinometric) system. Jg.127; cleavage easy parallel to y, w, and v; 
generally with the y-face superposed; y : w= 91°53); y:v = 93° 25); 
UY pieie— ON 45). ofog == 151 OTs ay < thedace bélowa= 151 7 pangae— 
100° 15’; w:g= 119° 53’; wu: the face below w= 117°; w : 2 = 1852.46. 
(Brooke, Ann. Phil. 22, 286.) — The salt tastes sharp, bitter, and cool- 
ing, and reddens litmus. — It loses scarcely 2 or 3 per cent. at 100°, but 
at 140° it volatilizes with partial decomposition. (Dopping.) When 
gently heated for some time, it gives off a large quantity of ammonia 
together with a small quantity of water, and leaves pure succinic acid 
together with a small quantity of bisuccinamide. (Bineau, Ann. Chim. 
Phys. 67, 241.) It dissolves readily in water and in alcohol. (Dopping.) 


Crystallized. Dopping. 
Bee nt. Maisonette AS EO WO aeaneet 35°54 
DU OAe ry haa mre cee 14 10°37 
ORE ior bikie See A 9 G67 beesex: 6°73 
BRO Wa ele kee oeethdie, thie 64 47°41 
CNP UN BOP tet een: 135 100-00 


Succinate of Potash. —a. Neutral. — An aqueous solution of succinic 
acid neutralized with carbonate of potash, and evaporated nearly to a 
syrup, slowly yields needles united in stellate groups. (Lecanu & Serbat.) 
Thin rhombic tables, which give off 4:2 to 4:8 p. c. water at 100°. 
(Fehling.) The crystals are deliquescent; they give off all their water 
amounting to 6:2 per cent. at 100°, and the residue sustains without 
further loss a heat of 280° to 240°, and then fuses quietly without 
decomposition. (Dépping.) The crystals deliquesce in the air (Lecanu & 
Serbat, Dipping); they are permanent in the air. (Fehling.) They dis- 
solve readily in water and in weak alcohol, but are insoluble in ether. 


(Dipping, Fehling.) 


. Dried at 100°. Felling. 
Fd SL a sort bette oie becca GAA, 840 00” a, AO OL 
RTE) ee eee toteteostt 169°0 51°44 
Bd 5 Wel 7 5 ea 194-4 100-00 
Crystallized. Dopping. 
2 RO a erent. DA OR, MAUI Oy ess age 40°39 
GPO} «cae 100°0 43°40 
CaP SREN Er Side pyrort on tyy 36:0 Lia yaaa. 16°20 
CHAR 208 A AG. oc 230°4 .... 100°00 


b. Acid Salt. —Prepared by mixing 1 pt. of the acid neutralized 
with carbonate of potash, with 1 pt. more of acid, and evaporating to the 
crystallizing point. Transparent, six-sided prisms belonging to the 
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doubly oblique prismatic system. They redden litmus; gradually become 
turbid when exposed to the air; give off all their water (17:77 to 18-0 per 
cent.) at 230° without further decomposition; and melt at a stronger heat, 
with volatilization of succinic acid and further decomposition, They 
dissolve readily in water and alcohol. (Dépping.) 


Anhydrous crystals. Fehling. 
16 On nero meen grees Aol a) OO ZL nee 30°11 
PO eo kaics. dasa Oh Has 109-0 69°78 
CREDO K OP eye ee ee 156°2 
Hydrated crystals. Dopping. 
IO Bieabcs hee vocational dices 47°2 24°56 ccs 24°46 
OF Oe rt ee 109-0 56°71 
BS EL Orestes £6 coches. ame 36°0 EBO7O). sdgiors 18°00 
CBT OB SSAA GSU ccstevettets 92°20 on LO0°00 


Fehling analysed crystals which did not lose anything at 100° after being dried in 
the air. Hence this salt forms anhydrous as well as hydrated crystals. 


c. Hyperacid Salt. — When 1 pt. of the acid dissolved in water is 
neutralized while hot with carbonate of potash, and 3 pts. more of acid 
added, the liquid yields on cooling, sometimes an anhydrous salt a, 
sometimes a hydrated salt 8, which gives off 9°65 p. c. water at 100°. 
(Fehling.) 


Fehling. 
Crystals dried at 100°. 
HOR nee 47°2 RAPA weeny RR 1f°43 2.4, 17744 
ARTE en ae cemnenincaetes JOU ou. Oke. raring. 30°18 .5. 36°35 
BY Pe ean ae TE Oe east ea Le eect a, OOo ee Od, 
Hot OC) We pene eae ne UZ ieee So 1 On! mites 42°30 ... 42°24 
Clk O*, ConvO8 2742.7. 100000 vans 100-00. 100°00 
Crystals 8, air-dried. Fehling. 
EEO AE aa eer i AO a stem Ld SOs ae aitsoae 16°24 
82 5 UO Laem ay Na ed L090" OR oO" LO 
oF O16 Sal aimee a ht Sealine 118°0 39°18 
Bri Os tAco tacts ohana 27°0 SC OGr atk 9°65 
CPP O° CRIS OS 134 Gait 301°2 .... 100°00 


[Fehling reckons 1 At. less of water in the dry salt, because he obtained more 
carbon; this may however have arisen, partly from his assumption of C=6'12, partly 
from his supposition that in the combustion with oxide of copper, the residual potash 
retained % of the carbonic acid, which was perhaps too large an allowance. | 


Succinate of Soda. — a. Neutral. — The acid neutralized with aqueous 
carbonate of soda, yields on evaporation, transparent, colourless, neutral, 
rbhomboidal prisms, which are permanent in the air. (Dépping.) Oblique 
rhomboidal prisms. (Fehling.) Bitter. They efiloresce slightly in the 
air. (Lecanu & Serbat, Fehling.) They give off all their water = 40:00 
per cent. (40°4 p. c. according to Fehling) at 100°, after which they do 
not lose any more below 280° to 240°. (Dépping.) The dry salt yields 
by dry distillation, carbonic acid and carburetted hydrogen gases, water 
containing acetic acid, a brownish yellow oil, and carbonate of soda mixed 
with a small quantity of charcoal. (Morveau.) The salt dissolves readily 
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in water, especially in hot water (Lecanu & Serbat), and in hydrated 
alcohol. (Dépping.) 


Dried at 100°. Fehling. 

RAO A 4:2... Pea! 62:4 oe bain col 37°85 

BC eleven sents CO 48°0 29:35 0, 29°89 

4-H erie ae 4°0 TT 2. 2°68 

LBS nck Se een. oes 48°0 20°S6 a4... 29°58 

CoH FNa-O" 7. cee: 162°4 TCR) ae eee 100°00 

Crystallized. Dopping. Fehling, 
2 Na Boece G24 ee eo OS) oe ee: eae 21°73 
COLO Riko. 100°0 36°98 

+2. OR cent 108-0 EE Se AQ OOF ana. 40°40 


Co NatGPssi2Ag...0 2704 x.. EUO'O0 


b. Acid Salt. — Obtained by adding to 1 pt. of the acid neutralized 
with carbonate of soda, another | pt. of the acid, and evaporating the 
liquid at a gentle heat to the crystallizing point. (Déopping.) 

a. In a few cases the solution yields indistinct crystals which do not 
effloresce; they give off 21:44 p.c. water at 100°, but when recrystallized 
from water, yield the crystals 8. (Fehling.) 

8B. In most cases, transparent prisms are obtained belonging to the 
doubly oblique prismatic system, Fig. 128; indistinctly cleavable parallel 
to the truncation-face of the edge between wand v; y: u= 128°; y:d 
= 169° 55'; y: v= 140° 50’; y: the truncation face between w and vy = 
99° 830’; w:v=117°6; v: z= 133°20; w : the face between wu andy = 
115° 8’; v : the face between wu and v = 108° 07’ (Brooke, Ann. Phil. 22, 
286.) [Brooke does not state whether he examined the neutral or the acid salt; but 
the resemblance of the form with that of the acid ammonia-salt renders the latter the 
more probable. Moreover, Dépping likewise describes the crystals as six-sided prisms 
belonging to the oblique prismatic system, and Fehling describes them as large tables 
formed from shortened oblique rhombic prisms]. — The crystals redden litmus, 
effloresce slowly in the air (Dépping), under which circumstances they 
soon lose 4°5 per cent. (Fehling.) They give off all their water at 100°. 
(Dépping, Fehling.) 

The dry salt remains unaltered at 200°, and decomposes at a stronger 
heat, like the acid potash-salt. (Dépping.) With chloride of benzoyl it 
yields anhydrous succinic and benzoic acids, together with water and 
chloride of sodium. (Gerhardt & Chiozza.) 


C8H5NaO® + C#HPO?C] = C8H40% + C4H50? + HO + NaCl. 
The salt dissolves readily in water and in hydrated alcohol. (Dépping.) 


Dried at 100°. Fehling. 
SAS precreirere epee rere 31°2 DE a Rf 21°83 
8 Or ees aie 48°0 34°24 34°21 
5 FAs: secures 5°0 FwOGOg Lau: 3°71 
(ACR es gy. 56°0 Dus a tadraie: 40°25 
UPEPINAO es karts LaWre oe . SUMO noms: 100°00 
Crystals a. Fehling. 
SEL Rr Same eter) SS  wdyela ed sg: ole kG 
COE UF °c ae cea: Leo) vans, Loo 
L EEG) 20 Cees eee ee g0°D 3.3. 20°45 | ta, eles 


CFH°NaO8 +.4Ag. cnn 176°2 (eso eeey 
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Fehl. Dopping. 


Na Ute tara hae Sirs STL GS te 15°89 
CSE 0 lincinswmenite 109° 0 

Site eS ere 27-81 .:. 27°6 1 28°06 
C8H5Na08 + GAq. we 194° 2... 100°0 


It does not appear possible to prepare either a succinate of soda and ammonia, ora 
succinate of soda and potash. (Fehling, Dépping.) 


Succinate of Baryta. — Neutral. — Succinate of soda, but not the free 
acid, precipitates hydrochlorate or nitrate of baryta when not too dilute. 
(John.) From a concentrated solution, a white heavy powder is imme- 
diately precipitated which does not redden litmus; a dilute solution 
deposits crystalline grains after a while, or more quickly when heated. 
(Dopping, Fehling.) Baryta-water precipitates the same salt from a not 
too dilute solution of acid succinate of potash or soda, and without 
forming a double salt. (Dépping.) — The air-dried salt merely gives off a 
little hygroscopic water at 200°. (Dipping, Fehling.) — It dissolves but 
very sparingly in water or in succinic acid, with which it does not form 
an acid salt; it dissolves more readily in acetic acid, still more readily in 
dilute hydrochloric or nitric acid, but is insoluble in ammonia and in 


alcohol. (Dépping.) 


Dried at 200°. Do6pping. Fehling. 

en i 6 SERPs a eee eS Dk GOO eth, ceiwe COSI Darts k ike 59°66 
CBEAG? (ik Sem. 100°0° <i. 139750 
Cbs OF ane... 2bo'4 ux 100°00 


No acid baryta-salt can be formed: the clear aqueous mixture of succinic acid and 
acetate of baryta, when evaporated to dryness and treated with alcohol to extract the 
free succinic acid, leaves the neutral salt. The clear mixture of acid succinate of soda 
and chloride of barium, when heated and evaporated, deposits the neutral salt in the 
form of a crystalline powder. (Dopping.) 


Succinate of Strontia. — Obtained by precipitating a not too dilute 
aqueous solution of a strontia-salt with neutral succinate of soda. 
(Bucholz, John, Dépping.) White powder, or, when obtained by evapo- 
rating the aqueous solution, crystalline grains. (Lecanu & Serbat.) It is 
anhydrous after drying in the air, and does not lose anything at 200°. 
(Dopping.) It is insoluble in alcohol, sparingly soluble in water, but 
dissolves more readily in acetic acid. (Dépping.) The solution of this 
salt in aqueous succinic acid yields crystals (of the neutral salt, according 


to Dépping) by evaporation. (John.) - 


Dried at 200°. Dopping. 
LES eee tee Meteo skchie iat PUA. tix 60°98 a Ae - 00D] 
(la aro aaron ice 100... + 49°02 
CSS ye OPe « comantosuseora 204 .... 100°00 


Succinate of Lime. —a. Neutral. — A mixture of chloride of calcium 
not too concentrated and neutral succinate of soda deposits, after long 
standing, needles of succinate of lime. (Dépping.) Even when the solu- 
tion is tolerably concentrated, the precipitate does not appear for some 
time; on the application of heat, it forms more quickly, but then contains 
less water. (Fehling.) The dry salt, or a mixture of 2 At. lime with 
1 At. succinic acid, yields by dry distillation a strongly empyreumatic, 
dark brown oil, from which by repeated rectification at 120°, Succinone 
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is obtained (amounting to 0°2 per cent. of the lime-salt). Succinone is a 
thin colourless liquid, haying only a faint empyreumatic odour. It con- 
tains 79°86 C, 8:90 H, and 11:24 O. (D’Arcet.) From these numbers 
D’Arcet deduces for succinone the formula C4H'0?, and explains its 
formation by the equation: 


4C8H8O8 = C#H'’O2 + 11CO? + 8HO; 
nevertheless, he himself admits that succinone may be only a mixture. 


a. Crystals with 2 At. Water. — When aqueous succinate of soda is 
mixed with chloride of calcium at a boiling heat, or when the cold mix- 
ture is heated to the boiling point, delicate needles quickly separate, 
which, after drying in the air, give off only 2°5 p. c. of water at 100°, 
and do not lose all their water, amounting to 11:2 per cent. till they are 
heated to 200°. The mother-liquor yields by evaporation a further 
quantity of the needles a; but when these are left in the liquid for 24 
hours, they change to the needles 8. (Fehling.) 


B. Crystals with 6 At. Water. —A mixture of succinate of soda and 
chloride of calcium left in the cold or gently heated, deposits, after several 
hours,—the more quickly as the selution 1s more concentrated,—needles 
which gradually increase in size and hardness. After drying in the air, 
they give off 22°35 p.c. (5 At.) water at 100°, and at 200°, the entire 
quantity, amounting to 26:4 p. c. (6 At.) (Fehling.) The air-dried 
needles give off the greater part of their water at 100°, and the whole 
between 120° and 130°, so that at 200°, nothing more is evolved. 
(Dopping.) 

The salt dissolves sparingly in water and in acetic acid, better in 
succinic acid, very easily in nitric or hydrochloric acid, but is insoluble in 
alcohol. 


Dried at 200°. Fehling. 
2iGAOLe >. salen ss GA ea Pas Sere Ee meee 36°03 
CORE OS ae tin iia 9 le 100 waecgp 4 LO. See: 63°97 
CBA Ca OF i feadattarcene 15Oee 00700 arte 10000 
Air-dried Crystals a. 
SiR) Gracie tee Seat Me tes DOW oko LOL ing Oe e ve 
O15 iLO ay a eee aie oe eh 100. 4.0 vod 4s 
Ziel ee trenton tml ‘mai iencaee, Sash Ste 18 10254 oe 
CRAG aOR QKG Sard chev ten: 174 16000 
ZU Me Bienen 56 26°67 26°74 26°78 
CIAO) th Facsase tas 100 47°62 
CEERI A ter ccpuctiowss 54 257 1 26°42 26°40 


CSH4Ca208 + 6Aq. 210... 100-00 


b. Acid Salt. —1. The solution of the salt a in excess of succinic 
acid, when evaporated to the crystallizing point, yields on cooling, clear, 
transparent prisms with four-sided summits; they are permanent in the 
air and redden litmus. (Dépping.) —2. When the aqueous acid is 
allowed to act on finely pounded marble, there is formed, together with 
a small portion of the undissolved salt a, a solution of the salt 6, which 
crystallizes in long needles on cooling. The saturated solution of the 
salt ain moderately heated dilute nitric acid likewise yields crystals of 
the same salt, though not so fine. — The crystals give off all their water 
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at 100°, and nothing further till they are heated to 200°. (Fehling. 
Their powder gives off vapours of succinic acid at 150°: hot alcohol 
extracts from it the half of its acid, leaving the salt a. The salt b is 
somewhat less soluble in water. (Dipping.) 


Dried at 100°. Fehling. Fehling. 
oe ae BO bn. § oO a4 20°88 CaO ea ee Oe nis LOO, 
Creer LOU we) 7OrD6 CAH Or U0 eeee, Pe hOaZ 

Zobel Oe eer el eee a) 
Ge HeCate 137 «.. 100-00 2A Go. Loop ew 100-00 


Succinate of Magnesia. —a. Basic. — Precipitated by ammonia from 
the aqueous solution of the salt 6, in the form of a white powder, which, 
after drying in the air, gives off but a small quantity of water at 100°, 
but the whole at 200°, and then remains unaltered at 230°. (Dopping.) 


Dried at 200°. Dopping. 
GH SON Fee ee 120 YO 54°76 
G9 eles tate oop emer 100 45°45 
AM oO) COMM tO® ote 2c0s aa L000 
Dried at 100°. Dopping. 
GEMEON DO eee Oe 120i ere 4S 5S aae 49°24 
LO RAMUS Sek aren mais eee 109 40°49 
An AG ee Ae te rene eer 2d 16°33 10°71 
4MgO,C3H'Mg208+3Aq. 247. .... 100-00 


b. Neutral— The hot aqueous acid readily dissolves carbonate of 
magnesia, and when evaporated after saturation and set aside in the cold, 
slowly deposits neutral prisms which are permanent in the air. These 
crystals give off nearly all their water at 100°, and the rest at 130°. 
They dissolve readily in water, but are insoluble in alcohol. (Dépping.) — 
The crystals, which appear to be rhombohedral, become turbid in the air 
without perceptible loss, give off 40:1 p.c. of water at 100°, 41:9 at 150°, 
and the whole, amounting to 42°9 per cent. at 200°; after that they 
suffer no further loss at 250°. (Fehling.) ‘The salt was kept at each of 
these temperatures for six hours, till it sustained no further loss at that 
temperature. 

Moreover, Fehling distinguishes two salts containing less water, which 
crystallize from solutions more completely evaporated. One of these 
salts, a, forms clear crystalline crusts which are permanent in the air, 
give off 30°56 p. c. (8 At.) water at 100°, and 7:2 p. c. (2 At.) more at 
200°. — The other salt 8, forms in the syrupy solution in nodules, which 
increase till the solution solidifies; are very hard; change to the salt a 
when exposed to the air for some years; dissolve in water more slowly 
than a; give off 10°15 p. c. water at 100°; and suffer no further loss 
at 200% 


Dried at 200°. Dépping. Fehling. 
ZONL OOD) Meee, Sonh orrnae BOM cate Ode. | scctin; 7a Ea Slee he 28°99 
CATO ee ern 100... 71°43 
COHEN e708 vate 140... 100°00 
Ordinary Crystals. Dopping. Fehling. 
4) ClO eer Renee 0D... AGalce we scae LOcs eee 16°19 
COTES St iby .cdtets 100. ... 40°32 
eda A ee eerie. 108 43°95 AD Re aoe 43°10 


CSH!Mg203+12Aq. 248... 100-00 
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Succinate of Magnesia and Potash. —1 pt. of the aqueous acid is 
saturated with carbonate of magnesia; 1 pt. more of the acid added; and 
the solution neutralized with carbonate of potash and evaporated, first 
by heat, afterwards in the air at ordinary temperatures. — Double six- 
sided pyramids, neutral and permanent in the air. The air-dried crystals 
give off 20:79 p. c. water at 100°, and leave a residue which deliquesces 
in the air. They dissolve readily in water, but with difficulty in 
hydrated alcohol. (Dépping.) — Sometimes, instead of this salt, there is 
obtained an indistinctly crystallized saline mass containing a much larger 
quantity of magnesia. (Dopping.) 


Crystals. Dopping. 
[42 Ditties rhe mies 47°2 22°24 
MEO). fel iialighs: tretees 20°0 148 Mets 9°72 
CPTICOe: shee: Janne en phates 100-0 47°13 
By ELC) fe cosas cs tan esa 45°0 HA os et 20°79 
CHARM sO? + 5Ag aa... 212°2 100-00 


Succinate of Cervwm.— Cerous salts form a white, curdy precipitate 
with alkaline succinates. Succinate of ammonia, however, does not form 
any precipitate with cerous acetate. The precipitate dissolves very 
sparingly in water, even on addition of succinic acid, but readily in the 
stronger acids. (Berzelius.) 


Succinate of Yttria. — Alkaline succinates added to concentrated 
solutions of yttria-salts, throw down succinate of yttria in nodular crys- 
tals. (Klaproth.) From concentrated yttria-salts, succinate of soda 
throws down a crystalline powder in the course of afew minutes; from 
more dilute solutions, it throws down crystalline granules, after a longer 
time only. The salt contains 6 At. water, two of which are given off at 
100°. 1t decomposes slowly at a red heat. Dissolves sparingly in cold, 
more readily in warm water. (Berlin.) 


Succinate of Glucina. — Alkaline succinates precipitate glucina-salts 
(Eckeberg.) The precipitate dissolves with difficulty in water. (Ber- 
zelius. ) 


Succinate of Alumina. — According to Gehlin & Bucholz, succinate 
of soda precipitates hydrochlorate of alumina (not however according to 
Bonsdorff, from very dilute solutions); Wenzel obtained by direct com- 
bination an insoluble salt, together with a soluble salt which crystallised 
in prisms. 


Succinate of Thorina. — Succinate of ammonia added to neutral 
thorina-salts throws down white flakes; hydrate of thorina in contact 
with the aqueous acid, is converted into the same salt, only a trace of © 
which is dissolved by excess of succinic acid. (Berzelius.) 


Succinate of Zirconia. — Succinate of ammonia precipitates zirconia- 
salts. 


Succinate of Molybdous Oxide. — Vike the acetate. (Berzelius.) 
Succinate of Molybdic Oxide. — Like the acetate. (Berzelius.) 


Succinate of Molybdic Acid. — The colourless solution obtained by 
digesting together the two aqueous acids, yields by evaporation, yellow 
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crystals, from which alcohol separates a yellow powder, dissolving out 
only the succinic acid. (Berzelius, Pogg. 6, 384.) 

Aqueous succinic acid dissolves an extremely small quantity of Hydrated Vanadic 
Oxide, forming a pale blue liquid, which, when left to evaporate, leaves a white powder 


mixed with crystals of the acid. Neutral alkaline succinates do not precipitate vanadous 
salts. (Berzelius.) 


Chromous Succinate. — Suecinate of soda forms with protochloride of 
chromium a scarlet precipitate, which when dried in vacuo becomes 
lighter and in some places bluish green; the same change of colour takes 
place immediately on exposure to the air. (Moberg, J. pr. Chem. 44, 330.) 


Red powder dried in vacuo. Moberg. 
AO bas anette eens), Fal RIOT BO wo natscat 37°06 
SNe Fe ea Maas aM AE 8 48 ZOPZD hear 25°37 
O02 Pee Cia eer ee oe 6 SLi. sans ooo 
SAB bch rpbetm oti OS, 64 SUS Mirae 34°32 
Con CrO® + 2 Aqiacns AOI Eee LUO O02 = met: 106°00 


Chromic Succinate ?— Neutral succinate of soda forms with sesqui- 
chloride of, chromium, a pale green pulverulent precipitate, insoluble in 
water, but soluble in acetic acid. (Hayes.) — The “blue precipitate 
obtained with sesquichloride of chromium dissolves in succinate of soda, 
and is precipitated from the solution by alcohol. (Berlin.) — According 
to Fehling, green sesquichloride of chromium is not precipitated by suc- 
cinate of soda.— When chromic acetate is precipitated with succinic 
acid, and the precipitate exhausted with water, the filtrate yields on 
evaporation green-coloured crystals of succinic acid, but no definite salt. 
(Dopping.) — The green solution of hydrated chromic oxide in warm 
aqueous succinic acid yields by evaporation, first crystals of green- 
coloured succinic acid, and then dark violet octohedrons [?]. (Moser.) — 
The blue solution of the blue hydrate in the acid leaves on evaporation 
an amorphous mass, which is blue by reflected, red by transmitted light, 
and from which water extracts nothing but the excess of acid. 


(Berzelius.) 


Uranie Succinate. — Obtained by precipitating a uranic salt with an 
alkaline succinate; pale yellow, sparingly soluble in water. (Richter.) 


Manganous Succinate. —'The pale red solution of manganous car- 
bonate in the aqueous acid yields reddish, transparent, highly lustrous, 
rhombic prisms, double four-sided pyramids, and four-sided tables, which 
are permanent in the air, and have a slightly acid saline taste. When 
heated, they become white and like porcelain; by dry distillation, they 
give off, first water, and then a brown oil, together with carbonic acid 
and carburetted hydrogen gases. They dissolve in 10 pts. of water at 
19°, but are insoluble in alcohol. (John, V. Gehl. 4, 439.) — The prisms 
belong to the doubly oblique prismatic (triclinometric) system; they are 
of an amethyst colour, neutral, permanent in the air, give off all their 
water at 100°, and only a trace at 200°. (Dépping.) 


Air-dried crystals. Dopping. John. 
AVE Van tones laches (ELAS: ess Fah Ie OL EY ORT ae 30°27 
Cele ee eae 100 40°98 
BL ee emnimhcecuacls 72 oS be ee 28°71 


C®H4Mn?208+ 8Aq. 244 .... 100°00 
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Succinic acid dissolves but a very small quantity of recently precipitated Antimonic 
oxide (Wenzel, Dipping); the acid potash or soda-salt likewise dissolves only a trace of 
that oxide. (Fehling.) 


Succinate of Bismuth. — By digesting succinic acid with hydrated 
oxide of bismuth, a soluble salt is obtained, containing but a very small 
quantity of bismuth, and crystallizing in yellow lamin, together with an 
insoluble salt. (Wenzel.) 


Succinate of Zine. — When recently precipitated carbonate of zine is 
added very slowly and by small portions to a boiling aqueous solution of the 
acid, which must remain in excess, the salt separates as a white crystal- 
line powder. ‘The air-dried salt gives off a little hygroscopic water at 
100°, and nothing more at 200°. It dissolves very slowly in water and 
succinic acid, readily in mineral acids, acetic acid, ammonia and potash, 
but is insoluble in alcohol. (Dopping.) —Suecinate of soda does not 
precipitate chloride of zine. -(Bucholz.) 


“Dried at 200°. Dopping. 
2 UnO Mei ee TNS Dee vay beg a) 45°18 
Cat OGmer eles 100-0 55°43 
CHa Ota aot 180°4 100-00 


Succinate of Cadmium. — The metal dissolves very sparingly in 
aqueous succinic acid, the carbonate very readily. — The solution yields 
by evaporation, transparent prisms united in spherical groups, which dis- 
solve readily in water, and when treated with alcohol, are resolved into 
an acid salt, which dissolves in the alcohol, and a more neutral salt easily 
soluble in water. (John.) 


Stannous Succinate. — According to Bucholz, succinate of soda forms 
a precipitate with stannons hydrochlorate. Wenzel, by digesting 30 pts. 
of succinic acid with 10 pts. of hydrated stannous oxide, obtained a 
liquid containing a very small quantity of tin and 11 pts. of residue 
(neutral salt ?). 


Stannie Succinate.-— By double decomposition. — White, insoluble. 


Succinate of Lead. —a. Polybasic.— a. Remains when the salt c is 
digested with ammonia, in the form of a white anhydrous powder, very 
sparingly soluble in water. (Berzelius.) It gives off but very little water 
at 100°, and nothing more at 200°. Hot acetic acid converts it into the 
salt e. It dissolves readily in dilute nitric acid and in potash-ley, but is 
insoluble in alcohol. (Dopping.) — 8. A similar salt is obtained by mixing 
subacetate of lead with a small quantity of ammonia, and precipitating 
with succinate of ammonia. (Fehling.) 


Dried at 200°. Berzelius. Doépping.  Fehling. 

a. a. . 

© PIC) meme taaet oes Oe lisesi, Cs cesses COWS 2... SOOO wee toe a7 
raf Oh Lrok pment a ine 48 O22 er kee ps se Org 
a ee ee ie ae OD?” Fee ae <2 
in @ Denabopiten ee 48 OZ) eee : Pee gh 
4 PbO,CPH*PHO® 722... 20008 100°00 


Fehling deduces from his analysis of the salt 6, the formula 5PbO,C*H°O° ; per- 
haps it contained a little of the salt 4, 
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b. Basic. — Precipitated on mixing subacetate of lead, with nevtral 
or acid succinate of ammonia, potash, or soda. The precipitate obtained 
with the acid soda-salt from hot solutions, coagulates to a plastic mass, which 
hardens as it cools, and when exposed to the air for several days, becomes 
brittle, and may be rubbed to a powder which no longer bakes together 
at 100°. The salt dried at 130° gives off 1:13 p. c. more at 230°, but 
turns brown at the commencement. The-salt is converted by ammonia 
into the salt a, and by boiling acetic acid into ¢. It is insoluble in water 
and alcohol, but soluble in potash. (Dépping.) — Even when 1 pt. of 
succinic acid is dissolved, together with an equal quantity of oxalic, 
tartaric, malic, or nitric acid, in 1000 pts. of water, it still forms in hot 
solutions, this characteristic tenacious precipitate. (Kohnke, VY. 2r. 
feel, 730, Los.) 

The salt may be obtained in the crystalline form by the following pro- 
cesses: a. A boiling neutral solution of succinate of ammonia is added, by 
small portions, to a boiling and tolerably strong solution of sub-acetate 
of lead, till the white precipitate Just ceases to redissolve, after which 
the clear liquid is left to cool in a closed vessel. If the inner sides of the 
vessel be then scratched with a glass rod, the whole of the salt separates 
in a few minutes, in the form of a white powder; if,on the contrary, the 
liquid be left at rest, it yields, in two or three days, rosette-shaped crystals, 
having the same composition; and the decanted mother-liquor yields an 
additional quantity of the pulverulent salt on scratching the vessel with 
the glass rod. The air-dried salt, either crystallized or pulverulent, 
gives off only a trace at 230°, at which point it begins to turn yellow. — 
fp. Sometimes, instead of a, crystals are obtained having the composi- 
tion given under f; these crystals give off 1:99 p. c. of water at 100°, 
and nothing more at a higher temperature. —y. When neutral succinate 
of potash or soda is boiled with moderately strong subacetate of lead, 
and the liquid decanted from the plastic mass into a flask which can be 
closed, it yields, after some months, a few large crystals, which after 
dryingfin the air, give off 3:35 per cent. of water at 150°, and nothing 
more at 220°. (Fehling.) 

Dopping. Fehling. 
2 dried over Me 


‘> ° 
TIER NN | CE a ie gore ies MP ar Pep 


Ao Neg eee eee 336 FiO 7 earth O25 Upaeie I Bio Se cas | 0298 | see 5 60 
UG pen eee A Meld Gil UE whl 0: we 107 eee 0:7 | 
Jd See, semen ied Cee ole Oe 0 eee ae el eel 
SAB) a torn ees Pe Le INE Ley ati lO Se sietel ody ey B13°4S 
PbO,CSH*Pb208 436... 100°00__.... . 100700 .... 10000... 160°00 


Fehling regards the salt a as 3PbO,C8H°0*; the salt 6 as 3PbO,C°H*40°; and the 
salt 3PbO,C8H5O/, 


c. Neutral. — Obtained by precipitating neutral or basic acetate of 
lead with the free acid, or nitrate of chloride of lead with an alkaline 
succinate. (Berzelius, Dépping.) — White crystalline powder, which 
separates in long narrow lamine from the solution in hot aqueous suc- 
cinic acid; anhydrous. (Berzelius.) The air-dried salt loses two or three 
per cent. of hygroscopic water at 100°, and no more at 236°, at which 
temperature it begins to turn brown. (Dopping.) When more strongly 
heated, it blackens, and burns away with a glimmering light, leaving a 
mixture of lead and oxide of lead. (Winckler, Repert. 39, 66.) It 
is converted into the salt aby ammonia, (Berzelius.) It is but very 
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sparingly soluble in water, acetic acid, or even in heated succinic acid, and 
is insoluble in alcohol. (Dépping.) It dissolves in aqueous neutral acetate 


of lead. (Winckler.) 


Dried at 100°. Berzelius. Dopping. Fehling. 
Eb HS Ue eee ae Beg ES PE aie oS OO te Gelle seen 70°05 
BRAY. Wethstsicec gitieeen 48 et aa be og Nadler on 14°81 
BEA Sh. chines toes 4 Per Paints OG cee, eee. 1°16 
SQ ct. atiese 48 LAiB Bie. Pa-S0 Sa. Se eee 13°98 
CPP Oe a rep: a ad 0 kt a ae EO Fie a 100-00 


[The salt analyzed by Fehling was obtained by decomposing succinic ether with 
oxide of lead; he regards it as 2PbO,C°H%O°; but this formula requires 71:11 PbO, 
15°24C, 0°95 H and 12°700.}] 


Ferrous Succinate. — Alkaline succinates form with ferrous salts a 
grey-green precipitate, which oxidizes in the air, and dissolves with 
difficulty in water, somewhat more readily in aqueous succinic acid. 
(Berzelinus, Zehrb.) It dissolves partially in ammonia and ammoniacal 
salts. (Wittstein.) 


ferric Succinate. —a. Polybasic.—a. When the recently precipi- 
tated salt 0 is treated with warm aqueous ammonia, it becomes gelatinous 
and darker, and after washing and drying at 200°, appears black-brown 
and easy friable, and contains 95°88 p. c. ferric oxide, therefore about 
= 30 Fe’0*,C®H*0°. — 8. By treatment in the cold, a salt is obtained, 
which has a similar appearance, but after drying at 200°, contains 93°21 
p. ¢. ferric oxide, and has, therefore, about the composition 18 Fe?0%, 
C°H*O0%. (Dopping.) According to Bucholz also, a more basic salt is 
obtained by boiling the recently precipitated salt 6 with water; but 
according to Dopping, such is not the case.— When a ferric salt is pre- 
cipitated by succinate of ammonia slightly supersaturated with ammonia, 
the precipitate contains 80 p. c. of ferric oxide. (Fehling.) 


6. Basic. — Neutral alkaline succinates form with susquichloride of 
iron, a pale brown-red gelatinous precipitate. (Bucholz.)—JIn this 
reaction, one-third of the succinic acid is set free. Probably in this 
manner : 


3C8SH4K70% + 2Fe*Ci? + 2HO = 2(Fe?03,C8H40% + CS8H®O8 + 6KCI. 


If the iron solution contains a little free acid, the whole of the ferric 
oxide is indeed precipitated, but redissolves during the washing, unless 
the precipitate be boiled up and left to cool again. (Berzelius.) — The 
precipitate settles but slowly, and is difficult to wash on the filter, 
because it coagulates to a solid paste, which does not readily allow the 
water to pass through. But if the chloride of iron be mixed with 
acetate of soda before precipitation with the succinate, the precipitate 
obtained is not gelatinous, but forms a pale brick-red powder, which 
settles down quickly, and after addition of 70 per cent. alcohol, easily 
lets the liquid run through the filter, but becomes gelatinous as soon as 
an attempt is made to wash it with water, without however altering its 
composition. (Dépping.) 

The precipitate when dry has a dark red-brown colour, (Bucholz,) and 
is easily rubbed to a dark brick-red powder. (Dépping.) —It requires a heat 
of 180° to free it from hygroscopic water, and rapidly absorbs water again 
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from the air. (Dipping.) The dry salt swells and glows when ignited, 
leaving 38°5 p. c. of dark brown-red oxide. (Bucholz.) — It is insoluble in 
water. (Bucholz,) and dissolves very sparingly but without alteration in 
boiling water. (Dépping.)—According to Bucholz, whose statement is contradicted 
by Dépping, it is resolved by boiling with water into a more acid salt which dissolves, 
and a residue of basic salt—The recently precipitated salt dissolves pretty 
freely in boiling succinic acid; the solution when evaporated, deposits 
the greater part of the salt in flakes of unaltered composition, and finally 
yields crystals of succinic acid coloured with a small quantity of salt, 
from which it may be separated by alcohol. (Dépping.) Wenzel obtained 
a similar solution by boiling ferric hydrate with excess of succinic acid; 
this solution is not precipitated by alkalis. (vid. inf. Winckler.) — Since, 
in the precipitation of a ferric salt by neutral alkaline succinates, } of 
the succinic acid is set free, this free acid redissolves a portion of the 
precipitate when the mixture is boiled, forming a very pale red solution; 
but the undissolved portion, when dried at 200°, contains 43:9 p.c. 
ferric oxide, therefore not perceptibly more than before. (Dopping.) — 
The salt 6 dissolves slowly in cold, readily in hot acetic acid. (D6pping.) 
It dissolves readily in dilute mineral acids. (Bucholz, V. Gehl. 2, 515.) 
When this salt is precipitated by excess of ammonia or soda, it redis- 
solves therein, forming a liquid which, in the course of 12 hours, solidi- 
fies to a light brown-red jelly. (Winckler, Repert. 39, 65.) —The statement 
of Lecanu & Serbat, that this salt b is likewise soluble in aqueous acetate or nitrate 
of soda, is unfounded. (Berzelius, Jahresber. 4, 192; Gm.) 


Dried at 200°. Dopping. 
Fal piesa rah SO... 44°44 oss. 43°46 to 43°80 
AOS EAs ORS 22h eis. 100 .... 55°56 


HeO. CHO eel 80s 2... L000 


Without further analyses, if is impossible to construct a formula for this salt 
according to the substitution-theory. 


Succinate of Oobalt.— Alkaline succinates form only with concen- 
trated solutions of cobalt-salts, a peach-blossom coloured, somewhat 
soluble precipitate. (Berzelius, Macaire-Princep, J. Pharm. 15, 529.) 

Succinate of Nickel. — The pale green solution of hydrated oxide of 
nickel in hot succinic acid, yields, when evaporated over oil of vitriol in 
a vessel containing air, small, green, crystalline nodules, which, after 
being pulverized, may be purified from the free acid by alcohol. The 
salt does not redden litmus, gives off nearly all its water at 100°, the 
whole at 130°, and remains undecomposed at 200°. It dissolves in water, 
acetic acid, and ammonia, but not in alcohol. (Dopping.) 


Dried at 200°. Dopping. 
OP IO STAN ey OE. AQ:8G Hi.:.}.. 42°28 
Sit? ie ee ese: 100 on 7i4 
(Oe sinh & oan eee eee 170 ete, 100°00 
Air-dried crystals. Dépping. 
Agia 2 Saher bers cAeaeReMt ett TOs Oca ioe 30°38 
CTD ES Tn aati hme 1900.6.) 40:49 
He AAG ees 72 BO Le Wwanae 29°08 
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Cupric Succinate. — Alkaline succinates added to cupric salts throw 
down curdy flukes of a fine green colour (Macaire-Princep); pale blue 
flakes, (Winckler.) — By digesting 10 pts. of cupric carbonate with 
30 pts. of succinic acid dissolved in water, there is obtained 17 per cent. 
of undissolved pale green salt, and a solution of succinic acid containing 
copper. (Wenzel.) When recently precipitated cupric carbonate is 
added to the boiling aqueous acid, which must remain in excess, the salt is 
obtained in the form of a soft, bluish green, crystalline powder, which, 
after drying in the air, gives off only 2 or 3 per cent. of hygroscopic 
water at 100°, and nothing more at 200°. It dissolves with difficulty in 
water and succinic acid, forming a pale green solution, more easily in 
acetic acid, but is insoluble in alcohol (Dépping), and likewise in ether. 


(Unyerdorben.) 


Dried at 200°. Dopping. 
2a wee ees eee BO Mwah. e844 wi ata. 44°11 
CA EOS tas bate 8 achacas 100 55°56 
CoE UtOe eee 180 100°00 
Mercurous Succinate. — Alkaline succinates form a white precipi- 


tate with mercurous nitrate. (Bucholz, Gehlen.) The precipitate is con- 
taminated with basic mercurous nitrate. — It is insoluble in water, suc- 
cinic acid, and alcohol, but dissolves readily in nitric acid. (Dépping.) 
With an excess of succinate of soda, a white precipitate is obtained, 
which when washed on the filter, begins to dissolve and pass through 
milky, as soon as all the succinate of soda is removed; turns yellow when 
further washed with water; and when boiled with that liquid, becomes 
black from reduction of mercury. ‘The filtrate contains mercuric as well 
as mercurous oxide in solution. (H. Rose, Pogg. 53, 127; comp. Harff 
and Durkhardt, ys DrAAvches,.25 panded 7 2)) 


Mercuric Nitrate. — Recently precipitated mercuric oxide is par- 
tially converted by long boiling with the aqueous acid into a white 
powder which contains rather more than 2 At. oxide to 1 At. acid; the 
liquid contains a small quantity of mercuric oxide in solution. — When 
mercuric acetate is evaporated to dryness with succinic acid, and the 
excess of acid dissolved out by alcohol, there remains a sparingly soluble 
white powder, free from acetic acid, but containing mercurous acid, — 
Neither succinic acid, nor the soda-salt precipitates corrosive sublimate. 
The latter mixture yields by evaporation, silky needles, apparently con- 
sisting of a compound of mercuric chloride with succinate of soda. 
(Dépping.) — Succinate of soda added to mercuric acetate throws down 
a fine white powder. (Winckler.) 


Succinate of Silver. —Succinate of soda precipitates nitrate but not 
sulphate of silver. (Bucholz.) Free succinic acid does not precipitate 
nitrate of silver. (Dépping.) The precipitate is a fine, white, amorphous 
powder, which settles down rapidly and 1s easily washed. When dried 
in the air, it diminishes slightly in weight at 100°; at 150° it acquires a 
constantly deepening green-grey colour, without diminishing much in 
weight. (Dépping.) In dry chlorine gas it is instantly decomposed with 
evolution of heat. (Liebig.) In a stream of hydrogen gas at 100°, it 
acquires a lemon-yellow colour, and at a somewhat higher temperature, 
half of it sublimes, while yellow succinate of suboxide of silver remains 
behind. (Wohler, Ann. Pharm. 30, 4.) —It dissolves very slowly in 
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water or acetic acid, readily in dilute nitric acid or ammonia, but is 
insoluble in alcohol. (Dépping.) 


Dried at 100°: D’ Arcet. Dépping. _— Fehling. 
PEAGO) ha tens er ge Od OObe nee OSe6D0 pea: GOO Bese 090d 
Leg So Ce eee LOS take 
COMA OF e.. ) Sa2)) 1.6 100700 
Dried at 109°. Zwenger, Bromeis. Sthamer. Radcliff. Ronalds. 
AAEO 48. Pyar Ol O08 OG a0 oe... O92), ny OF 07 .ee OF SoD OFeLO 
Sil Ha eet ee Som Cites OMe wei AO tm LO Pore Le OU ae PAPO eee ee oe 
ase ee) elec see Gee ne al Oller? oO ele eon ee ele 
DS eee com ee 1 tO eee a0 lo ode ley ho. 1Lo0St.a 20°40 


bAe-O* 332)... 100-00 ... 100-00 4; 100°00 ..... 100°00 .... 100°00...... 100:00 


D’Arcet, Dépping and Fehling analysed a silver-salt, the acid of which was obtained 
from amber ; Zwenger’s acid was obtained from wormwood ; Bromeis’s from stearic acid, 
Sthamer’s from Japan wax; Radcliff’s from spermaceti; and Ronalds’s from beeswax. 


Succinic acid dissolves in 1°37 pt. of boiling highly rectified alcohol. 
(Wenzel.) — It is but very slightly soluble in ether. (D’Arcet.) 


Conjugated Compound of Succinic Acid. 
Sulphosuccinic Acid. C*H*’O?,2So’. 
Fenuine. (1841.) Ann. Pharm. 38, 285; 49, 208. 


Bernsteinschwefelsaiire; Bernsteinunterschwefelsaiire. 


Formation and Preparation. ‘The vapour of anhydrous sulphuric 
acid brought in contact with succinic acid contained in a cooled flask, 
forms, with considerable evoiution of heat, a brown, transparent, viscid, 
mass. It is only when the succinic acid is contaminated with empyreumatic oil, that 
sulphurous acid is evolved in this reaction and the mass becomes nearly black and 
opaque. — The mass is left to stand for a few hours at 40° to 50°, or for 
24 hours at 15°, so that the action may be complete; then taken up 
with water; mixed from time to time with carbonate of baryta or 
carbonate of lead, till a filtered sample no longer precipitates chloride of 
barium; the liquid filtered; the sulphosuccinate of lead precipitated by 
acetate of lead, the succinate of lead then remaining in solution; —the 
well washed precipitate decomposed by sulphuretted hydrogen, and the 
filtrate evaporated in vacuo over oil of vitriol to a syrup, which gradually 
yields crystals. 


Properties. Nodular crystals having a strongly acid taste. They 
cannot be obtained in the dry state, but .remain gummy, and are there- 
fore not adapted for analysis: they contain 13°62 p. ce. sulphur. 


Decompositions. The crystals when heated give ‘off suffocating 
vapours containing succinic acid, and leave a difficultly combustible 
charcoal. -— 2. The aqueous solution suffers partial decomposition when 
evaporated in the water-bath, a brown mass remaining and a trace of 
sulphuric acid being set free. 

VOU, X, K 
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Combinations. The crystals absorb moisture from the air and dis- 
solve readily in water. 


Sulphosuccinates. — The acid saturates bases completely and expels 
acetic acid. [Fehling, in accordance with his analysis of the lead-salt, 
regards the acid as quadribasic =C*H?0°,S?0°+4HO; Berzelius (Jah- 
resber. 22, 246,) regards it as tribasic =C*H*0*®,280°+3HO, a view 
which is in accordance with Gerhardt’s law (vil. 222); for, 2+2—1 
= 3. According to this view, the formula of the free acid is C°H%O0®, 
280°; and of the 6H, three may be replaced by metals.] See also 
remarks in Fev. Scient. 6, 285. 


Sulphosuccinate of Ammonia.—The acid evaporated to a syrup, and 
immersed in ammoniacal gas, solidifies in a few seconds from formation 
of needles, and is converted after some time into a nearly dry solid mass. 
When dried in vacuo over oil of vitriol, it acquires the power of red- 
dening litmus slightly. 


Dried at a gentle heat. Fehling. 
BORE, AER. Me en eae ARTS el FOO Mae 18°19 
EP Msitarsnr sclera need eh eeoeio ites 42 15°73 
LUE 9 Erna Cicer ee enone We Do Femannie a 6°34 
LOLO Sesanttcd dacs lta ess ce oaial oie 80 29°96 
BO)? Weighs bs fac. stsehe casita ae 80 29°96 


C8H3(N H*)808,2S0%+2Aq. 267 .... 100°00 


Sulphosuccinate of Potash.—a. Tribasic.— The aqueous acid ren- 
dered slightly alkaline by carbonate of potash, and evaporated to a 
syrup in vacuo over oil of vitriol, yields in a few days only a few very 
deliquescent crystals; but if it be then mixed with a small quantity of 
acid, it solidifies almost entirely to a crystalline magma, from which by 
recrystallization pure crystals may be obtained. ‘The crystallization is 
greatly accelerated by covering the mother-liquor with a layer of alcohol. 
The crystals left in vacuo for a few days, give off 5-4 p. ¢. (2 At.) water, 
afterwards at 100°, 7°6 p. c. (3 At.) more; nothing further is given off 
at 150°, but at a higher temperature the crystals are decomposed, leaving 
a mixture of sulphate and sulphite of potash. The salt absorbs moisture 
from the air, but without deliquescing, dissolves readily in water with 
a slightly acid reaction, but scarcely at all in absolute alcohol. 


Dried in vacuo. Fehling. 
BOW, sep ative 141°6 ADB) sseinns 41°50 
a ee Tere ee 48°0 Ey are 14°99 
A er te 5:0 Ea ee 1°68 
Fo) Ban sao Mees g/d 56°0 16°94 
DSO” OF ree, teuntcnereee dines 80:0 24°20 


C8H?K308,2803 + 2Aq. 330°6 .... 100°00 


b. Bibasic. — The solution of @ mixed with a larger quantity of acid, 
yields crystals which have an acid reaction, and separate more easily 
than those of a. They give off 2°78 p. c. (1 At.) water in vacuo, 1 At. 
more when gently heated, and 11°83 p. c. (4 At.) in all at 100°. The 
salt remains dry when exposed to the air, but dissolves readily in water, 
and in almost all proportions in boiling water, 
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Crystals dried at a gentle heat. Fehling. 
BOIS CM sacs: sie: anion tees 94°4 52°28... 31°63 
oe oc RR St ee 48:0 16°42 
CED ile, Gate Soe GOP ha. 52°05 
Be OR es coi ea see ce stoetiean OAS Oi cndus eee 
abs | ane nf 80°0 2ioQuneas. “20:60 


CSH!K208,2S03+2Aq.  292°4 .... 100°00 


Air-dried Crystals. Fehling. 
yD Sener ce. FES ty B04 lotion 29°93 
nidl © are cpm eeeS BO Ure | LE - eenvas 15°66 
CO = ira cardi eeertet eth 8°0 2°58 2°67 

LC BS aie, Ca ec nee ORAS oe 80°0 25°77 
ete eset Neate: Satie 80:0 25°77 


C8H4K208,2S03+4Aq. 310°4 .... 100°00 


Sulphosuccinate of Soda. — Obtained by precipitating the following 
baryta-salt with excess of sulphate of soda, evaporating the filtrate to 
- dryness, and dissolving out the sulphosuccinate of soda by alcohol. It 
erystallizes with difficulty and dissolves readily in water and in ordinary 
alcohol. 


Sulphosuccinate of Baryta. — Acetate of baryta is precipitated even 
by the free acid; nitrate or hydrochlorate of baryta only by the acid 
when in combination with ammonia, potash, or soda. The precipitate, 
after drying at 100°, gives off nothing more at 200°. While still moist 
it dissolves readily in hydrochloric or nitric acid, sparingly in hot acetic 
acid; after drying, it is much less soluble in hydrochloric acid, and 
almost insoluble in acetic. Its solution in aqueous sulphosuceinic acid 
placed in vacuo yields crystals doubtless containing less baryta. 


Dried at 100°. Fehling. 
Bia) we coltdnacites tatesied POE si DR oan iidnnts 56°90 
Sra Mena ate apna Sten 48°0 POS Titec 11°69 
pads earn ater an Gene k eee 3°0 Ye eee 0:94 
5B A 8 el irr amie 88°0 5 ea 5 Sate 22°49 
7 ee ag en a Re eee ee 32°0 TOS. Clee: 7°98 
CPB a OF 2802 5 scs0se SOO ee nse EM US chron 100°00 


Sulphosuccinate of Lime. — The aqueous acid readily dissolves marble, 
even in the cold, but retains its acid reaction, and yields by evaporation, 
a non-crystalline residue, which, after drying at 100°, contains 24°6 p. c. 
lime, and is therefore C°H*Ca?0°,2S0%. 

The magnesia-salt does not crystallize. 

The potash-salt does not precipitate the salts of manganese, iron, cobalt, nickel, 
-or copper. 


Sulphosuccinate of Lead. —a. Quadribasic. — The acid liquid purified 
from free sulphuric acid by digestion with carbonate of lead (vid. Prepara- 
tion of Sulphosuceinic acid) 18 mixed with so much ammonia that it retains 
only a slightly acid reaction, and then precipitated by neutral acetate of 
lead. The yellowish white precipitate heated to 100°, after drying in 
the air, gives off 5°57 p.c. (4 At.) water. Boiling acetic acid converts it 
‘into the salt 0, by removing 1 At. oxide of lead. It dissolves with 
tolerable facility in hydrochloric, nitric, or sulphosuceinic acid. 

K 2 
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Calculation, according to Berzelius. 


1S i Oe et eee. ee” 448... 72°38 
Bh Ciics antes MMs Skates RRM nasa 48 7°75 
8 Hain RRR eee ee. 3 0°48 
RICO ossasivonsdeteber dra imeiaiacke Ame cine 88 14°22 
2.15 ssn vieancnt memmarttreertnnaneab etme 32 5°17 
PbO, COHSPhO? 2508 Ge atennncsces: 619 100°00 
Calculation, according to Fehling. ae tik 
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b. Tribasic.— The above-mentioned liquid purified by carbonate of 
lead from free sulphuric acid is precipitated with neutral acetate of lead 
without previous addition cf ammonia. ‘The air-dried precipitate gives 
off 51 p. c. (3 At.) water at 100°. 


Air-dried. Fehling. 
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C8H?Pb?08,2802+3Aq. 534 .... 100°00 


Sulphosuccinate of Silver. — The acid, not in the free state, but in 
combination with ammonia, forms with nitrate of silver, a white pre- 
cipitate, which is completely decomposed by washing and acquires a dark 
green colour. 

Sulphosuccinie acid dissolyes very readily in alcohol and ether. 
(Fehling.) 


Succinate of Methyl. C”H'0%=2C*H*0,C*H‘0*. 
Freniina. (1844.) Ann. Pharm, 49, 195. 
Bernsteinsaures Methyloxyd, Bernsteinformester. 


Preparation. Hydrochloric acid gas is passed through warm wood- 
spirit in which succinic acid is dissolved and suspended, till a sample 
yields a large quantity of the compound ether by agitation with water; 
the whole of the liquid is then precipitated by water, the compound ether 
agitated, first with water containing a small quantity of carbonate of 
soda, and then with pure water, after which it is dried over chloride of 
calcium and rectified. 


Properties. At ordinary temperatures, it is a white crystalline mass 
of sp. gr. 111 at 19°; melts at 20°, and afterwards solidifies at 16°. Boils 
at 198°. Vapour-density = 5:29, 
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Nearly insoluble in water. (Fehling.) 


Fehling. Vol. Density 
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Succinate of Ethyl. C'’H“O*=2C*H°0,C*H%0". 


Pet. D’Arcrer. (1835.) Ann. Chim. Phys. 58, 291. 

Canours. WV. Ann. Chim. Phys. 9, 206; also Ann. Pharm. 47, 294; also 
J. pr. Chem. 80, 244. 

Frnuine. Ann. Pharm. 49, 186. 


Succinie Ether, Bernsteinvinester. 


formation and Preparation. 1. One pt. of concentrated hydrochloric 
acid is distilled with 2 pts. succinic acid and 4 pts. alcohol, the whole 
being five times cohobated. The resulting yellowish oily distillate, like- 
wise containing water, hydrochloric acid, succinic acid, and alcohol, treated 
with water to precipitate the succinic ether; and this ether washed 
several times with cold water, heated till the boiling point becomes con- 
stant, and then distilled over oxide of lead. (D’Arcet.) According to 
Fehling, the oxide of lead exerts a decomposing action. — 2. Hydro- 
chloric acid gas is passed through a solution of anhydrous succinic acid 
(C®°H‘0°) in absolute alcohol, and the succinic ether precipitated by 
water. (Cahours.) In this case, chloride of ethyl is likewise formed, and 
consequently the equation is: 


C2H40° + 3C*H®O? + HC] = ChHMO® + C*H°C!l + 4HO. 


(Cahours). [If the formation of hydrochloric ether be regarded as merely 
a secondary action of the hydrochloric acid upon the alcohol, the equation 
will be simply: 
C8H!08 + 2C!H502? = C“HMO8 + 2HO.] 


3. Hydrochloric acid gas is passed through 95 per cent. alcohol in which 
ordinary succinic acid is dissolved and diffused, till a sample, on being 
mixed with water, deposits a large quantity of the compound ether; the 
whole of the succinic ether then separated by water; heated in the water- 
bath to expel small quantities of admixed hydrochloric ether; washed 
first with water containing a little carbonate of soda, then S$ times with a 
small quantity of pure water; dried by heat over chloride of calcium; 
distilled; and the portion which goes over above 214° collected apart. 
(Fehling.) —Succinic ether is also quickly formed by digesting and 
evaporating succinic acid with alcohol and oil of vitriol, but it is not pro- 
duced by treating hydrochloric ether with succinic acid. (Fehling.) — It 
is likewise obtained by heating succinic acid in a tubulated retort till it 
begins to evaporate, and then dropping alcohol into the retort. (Gaultier 


de Claubry, ix, 1793.) 


Properties. Transparent, colourless liquid, oily to the touch, of sp. 
gr. 1:036, boiling at 214°. Vapour-density = 6°22 (6°11 accordin to 
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Cahours; 6:30 according to Fehling), Has a sharp burning taste, and 
smells like benzoic ether. (D’Arcet.) 


D’ Arcet. Cahours. Fehling. 
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If the acid be regarded as monobasic, the ether is C4H50,C4H208 ; but if, with 
ehling, we regard it as tribasic, the ether must be 2C4H®O,HO,C®H°0’. 


Decompositions. Succinic ether burns with a yellow flame. (D’Arcet.) 
—2. Dry chlorine gas in daylight converts it by substitution into | 
C*C?H”O8, and in sunshine into C'CIH%0% (Cahours.) The non- 
replacement of the fourteenth atom of H by Cl, is favourable to Fehling’s 
view, according to which, 1 At. H is contained in the ether (2C*H*O, 
HO,C8H?*0°) as HO. — 8. Ammoniacal gas has no/action on succinic ether, 
but aqueous ammonia dissolves it, and after a few hours deposits white 
crystals. (D’Arcet.) The white powder which falls down on agitating the 
ether with aqueous ammonia is succinamide. (Fehling): 


ChHMOS + 2NH? = C8N?H8O* + 2C*H°O?. 


4, With aqueous potash, the ether is resolved into alcohol and succinate 
of potash. (D’Arcet.) —5. By repeated distillation over dry oxide of 
lead, it is gradually converted into alcohol and succinate of lead. 
(Fehling.) — Recently ignited oxide of lead dissolves in about 12 pts. of 
succinic ether; the solution becomes turbid when heated, and deposits 
white succinate of lead; boils at first at 100°, and from that point till 
the boiling point has risen to 214°, as long therefore as any undecomposed 
ether remains, it yields a distillate, which by a second careful distillation, 
yields at first tolerably pure alcohol, and at last a compound ether, which, 
in accordance with its analysis, must be regarded as hydrated, and when 
treated with chloride of calcium is converted into nearly pure succinic 
ether. (Fehling.) [The formation of water is explained by Fehling in accordance 
with his view of the constitution of succinate of lead, which he regards, not as 
2PbO,C8H#0%, but as 2PbO,C°H?0°; but the analysis on page 132 does not at all corro- 
borate this view.] — 6. Potassium decomposes succinic ether, with evolution 
of hydrogen, and forms a viscid brown mass, from which water extracts 
succinate of potash, and separates an oil, C’H°O%, which crystallizes on 
cooling. (Febling.) — The evolution of gas takes place even at ordinary 
temperatures, but is accelerated by heat, which however must not at first 
exceed 40°, because the mixture becomes spontaneously heated even to 
projection; when the action is strong, the evolved hydrogen bas a pungent 
odour. Ifa snfficient quantity of potassium has acted, the liquid, which has 
a brown colour (probably due however only to secondary action) becomes 
stiff and viscid on cooling. With boiling water it is resolved into a solu- 
tion of succinate of potash [and alcohol ?] and a light yellow oil which 
fleats on the surface. This oil solidifies on cooling to a pasty mass, 
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which, by washing with water and recrystallization from boiling alcohol, 
is converted into a yellowish white, bulky substance, having a silky 
lustre, and amounting to 5 to 10 per cent. of the succinic ether. This 
substance melts at 133°, and sublimes completely at 206°. It is insoluble 
or nearly so in water, but dissolves very easily in hot alcohol, and in all 
proportions in cold ether. With ammonia it forms deep yellow needles. 
It contains 56°43 per cent. C, 6°32 H, and 87:25 O, and is therefore 
C°H*0? = CVH80°; it is therefore perhaps the conjugated compound of 
ether with Fehling’s hypothetical anhydrous succinic acid = C*H*°O,C*H°0° 
[or of ethylene, C*H*, with hyp. anhydrous acid = C*H‘0*]. It is ac- 
cordingly resolved by heating with potash-solution into alcohol and 
succinate of potash (Fehling): 
ChH’O? + 2K O 4 ZnO = CO? + UeH7K7O*. 

[Hence perhaps the decomposition of succinic ether by potassium may 
be represented by the following equations; first: 


2C’HNOS + 2K = 2H + CPH*K20%, 


(the last being the residual viscid mass, which is perhaps a mixture). 
And this afterwards yields with 4HO : C°H*k?0*®+3C*H‘%O? (alcohol, 
the separation of which is not however mentioned by Fehling) 
+ CYH*O%]. 

Succinic ether is somewhat soluble in water. (Fehling.) 


B. Oxygen-nucleus. C®H*O*. 
Anhydrous Succinic Acid, C*H*O°=C*H*0*,0*. 


Frevtx D’Anrcet. (1835.) Ann. Chim. Phys. 58, 282; also Pogg. 36, 80: 
also J. pr. Chem. 8, 212. | 


Succinic Anhydride, Bernsteinsiure-Anhydrid, wasserfreie oder hypothetisch 
trockne Bernsteinsdure, Anhydride succinique, Acide succinique anhydre. 


Formation and Preparation. 1. Succinic acid is distilled by itself at 
least ten times, the water which collects in the receiver above the acid 
being each time removed by absorbent paper. — 2. Succinic acid is 
heated to the melting point in a tubulated retort; anhydrous phosphorie 
acid then mixed with it quickly and thoroughly; the mixture slowly 
distilled; and the distillate again twice distilled with fresh anhydrous 
phosphoric acid: C&H°O®*=C*H40%+2HO. (D’Arcet.) —¥ 3. One atom 
of succinic acid heated with 1 At. pentachloride of phosphorus yields; 
anhydrous succinic acid, together with hydrochloric acid and oxychloride 
of phosphorus. (Gerhardt & Chiozza, Ann. Pharm. 87, 298): 


C8H508 + PC = CSH10% + 2HCl + PCO? |. 
Properties. White crystalline mass. Melts at 145°; boils at 250°, 


D’Arcet. 
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Anhydrous succinic acid immersed in ammoniacal gas, is converted 
with evolution of heat and formation of water, into bisuccinamide: 


C®8H40® + NH? = C°NH5O! + 2HO. 


It does not absorb moisture from the air. Dissolves in water, but 
less quickly than the hydrated acid, and separates out in the form of the 
latter. 

It dissolves in alcohol more readily than in water, but is very 
sparingly soluble in ether, (D’Arcet.) 


{| Chloride of Succinyl. O°H*0*Cr’. 


GERHARDT & Cuiozza. Compt. rend. 86,1050; Instit, 1858, 253; Ann. 
Pharm. 87, 293; Jahresber. 1853, 394. : 


Formed by the action of 1 At. pentachloride of phosphorus on 1 At. 
anhydrous succinic acid: 


CAHtOLO2 + ePCh Cl. —1C?H*O?, Cla PCERO?. 


Hence it is obtained by the action of 2 At. pentachloride of phosphorus 
on 1 At. hydrated succinic acid. The action then consists of two stages, 
the first being the formation of anhydrous succinic acid, as shown on 
page 135; and the second that just given. 

Strongly refracting liquid, which fumes in the air, and has a pene- 
trating odour, like that of damp straw. Sp. gr. 1°39. Boils at 190°. 
When boiled for some time, it suffers partial decomposition, a small 
quantity of carbonaceous matter being left behind: hence its vaponr- 
density could not be determined. In contact with moist air, it is con- 
verted into crystallized succinic acid. Absolute alcohol acts upon it 
with rise of temperature, hydrochloric acid being copiously evolved and 
succinic ether formed: 


C8H!01,CP + 2 (pea = CSH4(CtH®)208 + 2HCI. 


Aniline acts violently on chloride of succinyl, forming succinanilide. 


(Gerhardt & Chiozza.) . 


b. Bromine-nucleus. C®Br?H?. 


Bibromobutyric Acid. 
C8BrH?04, 


Canours. (1847.) WV. Ann. Chim. Phys. 19, 495: also J. pr. Chem. 
41, 67. 


Bibrombuttersiéure, Acide bromocitrenique. 


formation. In the decomposition of itaconate or citraconate (not of 
butyrate, p. 83) of potash by bromine (vid. Citraconic acid), 


CIBROMOBUTYRIC ACID. Ly. 


Preparation. Bromine is added in successive portions, till slightly 
in excess, to a solution of 1 pt. citraconate of potash in 1} pt. water, 
whereupon, carbonic acid is evolved and a heavy oil, amounting to 3 of 
the acid, is deposited. From this oil, after washing with water, the acid 
is extracted by dilute potash; and the alkaline liquid decanted from the 
small residual quantity of neutral oil, and supersaturated with hydro- 
chloric acid, which sometimes separates an: oily acid, sometimes a buttery 
mixture of this oil with a crystalline modification of bibromobutyric 
acid more soluble in water than the oily acid. 

Ouly acid. — The precipitated oil is washed with water, till it no 
longer produces a cloud in a silver-solution, or till the turbidity disap- 
pears on the addition of a small quantity of nitric acid; after which it is 
dried in vacuo over oil of vitriol. 

Crystalline acid. — Often formed spontaneously from the oily acid. 
Frequently also produced at once when the acid is separated from the 
ntutral oil by potash, as above described, and the alkaline liquid super- 
saturated with dilute nitric acid; the acid then separates in crystalline 
flakes, which are washed with the smallest possible quantity of cold 
water, well dried, dissolved in ether, and left to crystallize by spontaneous 
evaporation. 


Properties. The oily acid is pale vellow, much heavier than water, 
has a faint odour in the cold, but an irritating odour at higher tempe- 
ratures and a pungent taste. The crystalline acid forms lung silky 
needles, which melt at a gentle heat, and volatilize at a higher tempera- 
ture, leaving only a small carbonaceous residne. 


Cahours. 
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a, oily acid from citraconate of potash; 0, from itaconate; c, crystalline acid. 


Decompositions. 1. The oily acid is partially decomposed by distil- 
lation, giving off vapours of bromine. — 2. It dissolves in gently beated 
oil of vitriol: and is but partially precipitated therefrom by water. — 
3. Both the oily and the crystalline acid become strongly heated by 
contact with concentrated potash, and give off a peculiar odour, after 
which, even concentrated acids separate nothing. — 4. The alcoholic so- 
lution of the potash-salt cf the oily atid, treated after the manner of 
Melsens with potassium-amalgam (ix. 211) deposits bromide of potas- 
sium, and afterwards on addition of sulphuric acid, yields a crystalline 
substance, having the odour of the volatile soap-acids, and dissolying 
very easily in water, especially when hot. 


Combinations. ‘The oily acid is but sparingly soluble in water; the 
crystalline acid dissolves pretty readily. 

With Ammonia the oily acid forms an acid salt, which crystallizes in 
yellowish white, unctuous scales, easily soluble in water and alcohol. 
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Crystals dried in vacuo. Cahours, 
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The crystalline acid forms soluble crystallizable salts with potash and 
soda, sparingly soluble salts with the oxides of lead and silver. 

The ammonia-salt of the oily acid forms with nitrate of silver a 
curdy precipitate, which is slightly soluble in cold water, and when left 
to stand for some time, unites into a pitchy mass; after quick drying in 
vacuo, it forms a white powder, which when ignited leaves 53°57 >. & 
bromide of silver, and therefore contains 80°77 p. c. silver, which agrees 
with the formula C*Br’H’AgO*, #8 

The oily acid mixes in all proportions with alcohol and ether; and 
the crystalline acid dissolves readily in those liquids. (Cahours.) 


Conjugated Compound. 


Bibromobutyric Ether. 
CeBPH"O* = CH°O;CBr’H’Q®. 


Obtained with difficulty, by saturating a solution of bibromobutyric 
acid in absolute alcohol heated to 70° or 80°, with hydrochloric acid gas, 
then distilling; mixing the distillate with water; washing the oil thereby 
precipitated, first with a very dilute solution of carbonate of soda, then 
with pure water to remove hydrochloric and free bibromobutyric acid; 
and lastly drying it in vacuo over oil of vitriol. 

Nearly colourless oil, heavier than water. Has but a faint odour in 
the cold, but when heated emits an extremely pungeut odour which 
excites tears. Tastes very sharp, like horse-radish. 

It is partially decomposed by distillation and leaves a carbonaceous 
residue. (Cahours, WV. dnn. Chim. Phys. 19, 499; also J. pr. Chem. 41, 71.) 


Cahours. 
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ce. Chlorine-nuclet. 


a. Chlorine-nucleus. C®ClH’. 


Chlorobutylene. C°CIH". 


Cuancen. (1845.) WV. J. Pharm. 7, 253; abstr. Compt. rend. 20, 865. 


Ohlorbutyren, Butyréne chloré (Chancel); Chlorure de Butyrile (Cahours) ; 
Chlorobutyrase (Laurent); Butak (Gm.] 


CHLOROBUTYRAL. 139 


Preparation (p. 74). 14 pt. pentachloride of phosphorus is added in 
successive portions to 1 pt. of butyral in a tubulated retort; a few hot 
coals placed under the retort as soon as the ebullition and evolution of 
hydrochloric acid, which soon take place, have slackened; the mixture 
distilled till the black residue begins to swell up; the resulting distillate 
rectified three or four times; then washed with water, shaken up with 
solution of carbonate of potash, and finally distilled over chloride of 
calcium. 


Properties. Colourless, very thin liquid, lighter than water, boiling 
somewhat above 100°, having a tolerably brisk, peculiar odour and 
biting taste. 

Burns with a green-edged flame. 

Insoluble in water, but dissolves in all proportions in alcohol and 
ether; the alcoholic solution when recently prepared does not produce any 
turbidity in a solution of nitrate of silver. (Chancel.) 

The liquid obtained by distilling butyrone with pentachloride of phosphorus, 
redistilling several times with fresh pentachloride to ensure complete decomposition of 
the butyrone, and purifying in the manner adopted for the compound ethers, is a 
transparent, colourless tiquid, lighter than water, boiling at 116°, of peculiar penetrating 
odour; it burns with a green-bordered flame; is insoluble in water; but dissolves in all 
proportions in alcohol; and the solution does not produce any turbidity in a solution of 
nitrate of silver. (Chancel.) — Chancel regards this liquid, according to an unpublished 
analysis, as C'4H!8Cl, and names it Chlorobutyréne. But the agreement of its properties 
with those of C°ClH’ suggests the identity of the two compounds, and renders a repe- 
tition of the analysis desirable. 


Chlorobutyral. C°C1H’,O” 
CuHancet (1845.) WV. J. Pharm. 7, 350; abstr. Compt. rend. 20, 865. 


Preparation. Well-dried chlorine gas passed through butyral by 
daylight, is at first quietly absorbed, with evolution of heat and pale red 
colouring of the liquid; but afterwards the liquid acquires a yellow 
colour, gives off abundance of hydrochloric acid gas, and after two 
hours is found to be saturated with chlorine. The liquid is then heated 
nearly to the boiling point, and a rapid stream of carbonic acid gas 
passed through it to expel free chlorine and hydrochloric acid, after which 
it is rectified once or twice. 


Properties. Transparent, colourless liquid, heavier than water, boil- 
ing at about 141°, and distilling without decomposition; has a pungent, 
tear-exciting odour; neutral. 

Burns with a green-bordered flame. Does not form an amide with 
ammonia. 

Insoluble in water, but dissolves in alcohol, forming a solution which 
does not cloud nitrate of silver. (Chancel.) 


q. Chloride of Butyryl. C°H’0’,Cl. 
Geruarpt. Ann. Pharm. 87, 71. 


Formation and Preparation. By the action of 1 At. oxychloride 
of phosphorus on 3 At. dry butyrate of soda: 


3C8H’NaO* + POPC? = 3(C8H70?,Cl) + 3Na0,PO%, 


140 BUTYLENE: CHLORINE-NUCLEUS C8CFPHS, 


The butyrate of soda must be pulverized, and added by small portions 
to the oxychloride of phosphorus contained in a tubulated retort; if, on 
the contrary, the oxychloride were poured upon the butyrate, a large 
quantity of anhydrous butyric acid would be formed, (p. 88,) in con- 
sequence of the oxychloride coming at once in contact with an excess 
of butyrate of soda. The mixture is then distilled, and the liquid 
distillate rectified over a very small quantity of the butyrate, the tem- 
perature being kept as low as possible, to prevent the anhydrous buty- 
ric acid formed during the rectification, from distilling over with the 
chloride. 


Properties. Colourless, very mobile, strongly refracting liquid 
heavier than water, and fuming slightly in the air. Boils without de- 
composition at 95°, Has a pungent odour like butyric and hydrochloric 
acid together. 

Gerhardt, 
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Metameric with chlorobutyral (p. 139). 


Chloride of butyryl is immediately decomposed by water, with forma- 
tion of butyric and hydrochloric acids : 
C8H’/07Cl + 2HO = C8H8O* + HCI. 
Distilled with excess of butyrate of soda, it yields anhydrous butyric 
acid and chloride of sodium, (p. 88.) It acts very strongly upon 
aniline, forming hydrochloric acid and butyranilide, C*”H'NO”. (Ger- 


hardt.) 1. 


B. Chlorine-nucleus. C®CPH®. 
Bichlorobutyral. C®Cl’H%0?. 


When dry chlorine gas is passed, for three hours, in sunshine through 
butyral, the action is observed to slacken at a certain point; and if a 
rapid stream of carbonic acid gas be then passed throngh the heated 
liquid, and the liquid afterwards rectified, a neutral oil is obtained, which 
boils at 200°. (Chancel, V. /. Pharm. 7, 351.) 


Bichlorobutyric Acid. C®Cl’H%,0*. 
Prtouze & Gittis (1844). MW. Ann. Chim. Phys. 10, 447. 


Formation (p. 83).—- Preparation. Dry chlorine gas is passed, in 
bright sunshine, through butyric acid contained in a Liebig’s bulb-appa- 
ratus, the acid heated to 70° or 80°, as soon as the absorption is com- 
plete, and carbonic acid gas passed through it to expel hydrochloric 
acid. 
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Properties. Colourless viscid liquid, heavier than water, and having 
a peculiar odour. 
Pelouze & Gélis. 
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The acid may by great care be, for the most part, distilled without 
decomposition; but a small quantity of hydrochloric acid is always 
evolved, and the distillate has a different odour. This decomposition 
takes place above 164°.— The acid burns with a green flame, diffusing 
a large quantity of hydrochloric acid. 

The acid is nearly insoluble in water. 

It forms very soluble salts with ammonia, potash, and soda. The 
acta forms a very sparingly soluble precipitate with nitrate of 
silver. 

The acid dissolves in alcohol in all proportions, (Pelouze & Gélis.) 


y. Chlorine-nucleus. C®CiH'. 


Quadrichlorobutyral. ©°CI*H*,0*. 


Chlorine gas is passed for several days in burning sunshine through 
butyral, after it has been converted into bichlorobutyral, the liquid being 
heated towards the end of the process, and the passage of the gas con- 
tinued as long as hydrochloric acid gas continues to form. When this 

oint is attained, the passage of chlorine, even for weeks and in sun- 
shine produces no further effect. 

Thick, neutral, very heavy oil.— Boils at a high temperature, and 
with decomposition. 

Insoluble in water, but dissolyes in alcohol and ether. (Chancel, 
N. J. Pharm. 7, 351.) 


Quadrichlorobutyric Acid. C©°CI*H*,0’. 


Chlorine gas, as made to act upon butyric acid in sunshine, till the 
bichlorobutyric acid produced at first, is converted, after some time, into 
a white solid mass, which may be pressed between paper, and purified by 
crystallization from ether. ao 

White oblique rhombic prisms, which melt at 140°, distil without 
decomposition, and smell like butyric acid. 

The acid is insoluble in water, but dissolves very readily in ether 
and alcohol; and its potash-salt forms a white, sparingly soluble preci- 
pitate with nitrate of silver, (Pelouze & Gélis, VW. Ann. Chim. Phys. 


10, 447.) 
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Crystals. Pelouze & Gélis. 
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6. Chlorine-nucleus. C®Cl4H?0?. 


Quadrichlorosuccinic Acid. 
OCEH’O'= COKH?*04 0% 


PLANTAMOUR. — LAuRENT. Compt. rend. 26, 36. 
Acide bichloroxalique (Plantamour) ; Acide succinique quadrichloré. (Laurent). 


Chlorine forms with citric acid an oil = C'’Cl]O%, and with succinate 
of soda an oil = C*°Cl'O*. Both these oils yield, by distillation with 
potash, a salt = C®Cl*K*O*® (Plantamour.)— The first oil may be 
regarded as C¥C]’°O*, and the equation is: 


CCLH904 + 10KO = C8ClI*K208 + 2(KO,CO?) + 6KCI; 
with the second oil the equation is: 

C’CKO! + HO + 7KO = CSCIK°08 + C7HKO! + 4KCI; 
it remains to be shown, that formiate of potash is produced in this latter 
reaction. (Laurent.) 


Conjugated Compounds of the Chlorine-nuclei. 


Bichlorobutyric Ether. 
CYCrHYO*=CtHO; CCPH O*. 


The solution of bichlorobutyric acid in alcohol deposits, when gently 
heated with oil of vitriol, an oily compound ether haying an ethereal 
odour; it may be washed with water and distilled. (Pelouze & Gélis.) 


Pelouze & Gélis. 
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Quadrichlorobutyric Ether. 
CYCl*H8O*= C*H°O, C8C1+H203. 


_ With a solution of quadrichlorobutyric acid in several times its 
bulk of alcohol, oil of vitriol immediately forms a crystalline mass, 
which melts at a gentle heat and separates into two liquids. The 
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heavier of these liquids is quadrichlorobutyric ether. It has an ethereal 
odour like that of the preceding compound and of butyric ether; burns 
with green flame and white fumes, is very sparingly soluble in water, 
but dissolves abundantly in alcohol and ether. (Pelouze & Gélis, V. Ann. 
Chim. Phys. 10, 449.) | 


Perchlorosuccinic Ether. 
CCl#?HO&= 2C*CL50, C®CFHO®. 


Canours (1843.) WV. Ann. Chim. Phys. 9, 206; also Ann. Pharm. 47 
294; also J. pr. Chem. 30, 244. 

Matacutr. NV. Ann. Chim. Phys. 16, 66; abstr. compt. rend. 21, 747; 
abstr. J. pr. Chem. 87, 433. 

GerHarpT, WV. J. Pharm. 9, 307; 14, 288, and 291. 


Perchlorbernsteinvinester, Perchlorbernsteindther, éther chiorosuccinigue, éther 
perchlorosuccinique. 


Formation and Preparation. Succinie ether exposed to sunshine in 
a bottle filled with chlorine gas, is converted in a few days into a white 
crystalline mass, which must be pressed between paper, washed with a 
small quantity of ether, pressed again, and crystallized from ether. 
(Cahours, p. 134.) 


Properties. Small snow-white needles, which have a strong tendency 
to interlace. Melts at 115° to 120°, and distils over, partly undecom- 
posed, at a stronger heat. Smells like other similar chlorine-compounds. 
(Cahours.) 


Cahours. 
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Laurent (Compt. rend. 35, 381,) assigns to this compound the formula C!CI408, 
which however requires 14°7 p. c. carbon and 75:4 chlorine. 


Decompositions. 1, Perchlorosuccinic ether distilled at 290°, conti- 
nually gives off carbonic acid, and yields a thick, oily, fuming distillate. 
This distillate, when covered with water, which then takes up hydro- 
chloric, terchloracetic, and chlorosuccic acids, diminishes considerably in 
a few weeks, and is converted, by crystallization of sesquichloride of 
carbon, into a solid magma. (Malaguti.) — C*CISHO® = 2CO?+ CACl§+ 
C4ClH4O? (chloraldehyde, which then, together with 2HO, yields HCl and C'CHO* 
[terchloracetic acid]) + C®Cl7HO? (a chlorosuccide not known in the separate state, 
which then, with 2HO, forms chlorosuccic acid, C®CIH?°O*). (Gerhardt. ) 

2. When dry ammoniacal gas is passed over the finely pounded 
ether, the latter becomes hot and cakes together, and at the same time 
specular scales are deposited from the stream of gas. If the mass be 
pulverized as often as the gas ceases to act, and ammonia again passed 
over it as long as heating and absorption take place, a chocolate-coloured 
crystalline mass is obtained, which, when treated with ether, leaves a 
residue of sal-ammoniac, together with a small quantity of matter 


144 BUTYLENE: CONJUGATED COMPOUND OF CL-NUCLEI. 


resembling paracyanogen, the ether at the same time taking up chloro- 
carbethamide and chlorazosuccate of ammonia, which must be separated 
by water. (Malaguti.). — According to Gerhardt, the compound ether 
acquires by the action of ammonia, only a very faint yellowish tint, and 
yields nothing but sal-ammoniac, chloracetamide (ix. 270), and chlora- 
zosuceate of ammonia. (x. 37.) — Gerhardt’s equation is therefore : 


C¥CBHO® + 7NH® = 3NHiC! + 2C4NCEH20? + NH?,C8NCIH?0+, 


Since Gerhardt has demonstrated the identity of chlorocarbethamide, 
(prepared from the ether by the action of dry as well as of aqueous 
ammonia,) with chloracetamide, the more complicated equation given 
by Malaguti is no longer admissible. — Aqueous ammonia in contact 
with pulverized and recently prepared perchlorosuccinic ether, becomes 
so strongly heated as to be thrown out of the vessel; but the ether of 
older preparation is dissolved by ammonia with the aid of a gentle heat, 
forming a yellow liquid, which contains the same three products that are 
obtained by the action of ammoniacal gas. (Malaguti.) That the crystals 
obtained in this reaction are not chlorocarbethamide, as Malaguti for- 
merly supposed, but chloracetamide, as shown by Gerhardt, has since 
been admitted by Malaguti himself, (V. J. Pharm. 14, 289,) who, how- 
ever, still maintains that his chlorocarbethamide, prepared with ammo- 
niacal gas, is different from chloracetamide, and now regards it as 
C?N?Cl'H°O* = 2C*NCIH*O? (chloracetamide) + C?NCIH? (unknown 
compound), 

3. Perchlorosuccinic ether, heated with a concentrated solution of 
three times its weight of hydrate of potash, dissolves quickly, without 
any evolution of chloroform, producing a liquid which contains chloride 
of potassium, and carbonate, formiate, and chlorosuccate of potash. 
(Malaguti.) 


CHCBHOS + 8HO + 19KO = 10KCl + 6(KO,CO?) + 2C7HKO! + C°CPH?KO!, 


4. Perchlorosuccinic ether dissolves in alcohol, but only with aid of 
heat, andis at the same time completely decomposed. From the solu- 
tion, which contains hydrochloric acid, water throws down an oily 
mixture of carbonic ether (vill. 392), terchloracetic ether (ix. 237), 
and chlorosuccic ether (Malaguti). — Chlorosuccic ether is not known 
in the separate state. Malaguti supposes it to be C”CI°H°O*; but 
according to Gerhardt’s formula of chlorosuccic acid (ix. 430), it must be 
regarded as C*H°O, C°CP?H?O® = CYCPH7O0*, and then the equation 
will be: 

CMCL3HOS + 5C!H6O? = 4HCl + 2C°H5O? + 2C8CBH5O! + CYCBHO', 


Carbonic — terchloracetic 
ether, ether. 


According to Malaguti’s formula of chlorosuccic ether, LHO should be 
formed at the same time]. 
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a. Amidogen-nuclet. 
d. Amidogen-nucleus. C®AdH’. 


Butyramide. 
CN H90?=C*AdH?,02, 


Ciuancent, Compt. rend. 18, 949. 


Formation (p. 91). — Preparation. 1 pt. of butyric ether is briskly 
agitated with 6 pts. of aqueous ammonia till it has completely disap- 
peared, which takes place in about eight days, after which the liquid 
is evaporated down to one-third, and left to crystallize by cooling. 
(Chancel.) 


Properties. Snow-white, nacreous, transparent tables, which melt at 
115° to a colourless liquid, and evaporate without residue. Have a 
sweet and fresh taste with bitter after-taste. Permanent in the air, 
(Chancel.) 


Calculation, according to Chancel. 
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Decompositions. 1. The vapour of butyramide is inflammable. 
(Chancel.) — 2. When passed over red-hot lime, it yields butyronitrile 
(Laurent & Chancel): 

C8NH°O? = C8NH’ + 2HO. 


3. Butyronitrile is likewise obtained by distilling butyramide with 
anhydrous phosphoric acid. (Dumas, Malaguti & Leblanc.) — 4. The 
aqueous solution of butyramide is decomposed by boiling with fixed 
alkalis, yielding ammonia and an alkaline butyrate (Chancel): 


C5NH°O? + HO + KO = NH? + C8H’7KO+7 


5. With pentachloride of phosphorus, butyramide forms butyronitrile, 
hydrochloric acid, and chlorophosphoric acid (Cahours, Compt. rend. 
Bp, O20): 

C®NH°O? + PC = CSNH’ +2HCl + PCBO*. 
6. In cold nitric acid through which nitric oxide gas is passed, butyra- 


mide is resolved into butyric acid, water, and nitrogen gas (Piria, 
NW. Ann. Chim. Phys. 22, 177): 


C8NH°0?2 + NO? = C8H8O0! + HO + 2N, 


Combinations. Butyramide dissolves readily in water, especially in 
hot water. (Chancel.) 


@ Mercury-compound, C°N H*HgO?—When butyramide and mercuric 
oxide are boiled together in water, a solution is formed which by evapo- 
ie L 
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ration yields this compound in thin nacreous crystals, resembling those 
of butyramide but having a higher lustre. (Dessaignes, Ann. Pharm. 
82, 234.) 


Dessaignes. 
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CSNH*H gO? .... 186 .... 100-00 


This compound is soluble in cold water. (Dessaignes.) 4 
Butyramide dissolves in alcohol and ether. (Chancel.) 


¢. Butylamine.. * 
C°NH"=C8AdH,H?. 


Worrz. WN. Ann. Chim. Phys. 42,164; Ann. Pharm. 92, 124. 


Butyramine, Butyriaque, Butyliaque, Butylia. 


Formation. By the action of potash on cyanate and cyanurate of 
butyl. 

peemee. 2 pts. of sulphobutylate of potash are distilled with 
1 pt. of recently prepared and perfectly dry cyanate of potash; the pasty 
mixture of cyanate and cyanurate of butyl which distils over, dissolved 
in alcohol; and the solution boiled with fragments of caustic potash. 
Carbonate of potash is then formed, and butylamine distils over, and is 
condensed in a small quantity of cold water acidulated with hydrochloric 
acid. The boiling is continued till the residue fuses completely, and no 
longer gives off alkaline vapours. ‘The resulting solution of hydro- 
chlorate of butylamine is evaporated to dryness; and the residual salt 
freed by fusion from the water which it retains, pulverized when cold, 
and quickly mixed with an equal weight of quick lime. This mixture is 
then introduced into a tube of hard glass, which must be filled with it 
to about four-fifths; the upper part of the tube filled with fragments of 
caustic baryta; a gas-delivery tube bent at right angles adapted to the 
larger tube, and made to pass into a small flask surrounded with ice; 
and the-tube carefully heated in a combustion-furnace, from the closed 
end onwards. ‘The evolved butylamine is then completely dehydrated by 
the caustic baryta, and condenses in the cooled flask. 

Properties. Transparent, colourless liquid, having a strongly ammo- 
niacal and somewhat aromatic odour, and producing dense white fumes 
with hydrochloric acid. Boils at 69° to 70°. 


Wurtz, 
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May also be regarded as butylene conjugated with ammonia‘ CSH’,NH?,—or as 
ammonia in which | At. H is replaced by butyl: N(H,H,C8H?%). 
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Combinations. Butylamine dissolves in water in all proportions; the 
aqueous solution smells like the pure base, and is very caustic; when 
concentrated it is somewhat viscid. 


Salts of Butylamine. — Most metallic solutions are precipitated by 
butylamine in the same manner as by ammonia. ‘he zinc, cadmium 
and copper precipitates dissolve in excess of the reagent; gelatinous 
alumina likewise dissolves in excess of butylamine; the precipitates 
formed in solutions of chromium, nickel, and cobalt, are insoluble in excess 
of butylamine. With nitrate of silver, butylamine forms a tawny yellow 
precipitate, easily soluble in excess. —Gelatinous sdlica dissolves in 
butylamine, and remains in the pulverulent and amorphous state when 
the solution is evaporated. 


Hydrochlorate of Butylamine crystallizes in deliquescent needles, 
which melt below 100°; when exposed to the air, it gives off thick 
white fumes and volatilizes without residue. 
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Gold-salt. — Hydrochlorate of butylamine and terchloride of gold 
may be mixed without separation of a double-salt; but on evaporation 
the double-salt crystallizes in rectangular tables of a pure yellow colour, 
but melting and changing to orange-yellow at 100°. 
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2(C8SNH",HCl)+AuCl 524... 100-00 


Platinum-salt. — Hydrochlorate of butylamine and bichloride of 
platinum do not form an immediate precipitate when mixed even in the 
state of concentrated solutions; but on evaporation, the double salt 
crystallizes in beautiful orange-yellow laminz, which are soluble in 
water and in alcohol. 
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Butylamine dissolves in all proportions in alcohol and ether. 


(Wurtz.) 4. 
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B. Amidogen-nucleus. C&Ad*H*O?. 


Succinamide, 
CAIN HAO S-—= 0? A d* E2070) 


Frenne. (1844.) Ann. Pharm. 49, 196. 


When succinic ether is shaken up with aqueous ammonia, a white 
deposit is produced, which must be left for a few days till it no longer 
increases, then washed with alcohol, and crystallized from boiling water. 
White needles, which do not give off any thing at 100°, and melt when 
suddenly heated, turning slightly brown, but without further alteration. 
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Succinamide slowly heated to 200°, and kept at that temperature for 
a considerable time, gives off a large quantity of ammonia, and after- 
wards, when the heat is increased, sublimes in the form of bisuccinamide, 
leaving a small quantity of charcoal (Fehling): 


C8N?HS0! = CSNH*O! + NE}, 


In cold nitric acid, through which nitrous gas is passed, it is resolved 
into succinic acid, water, and nitrogen gas (Piria, WV. Ann. Chim. Phys. 
22, 177): 

C°N2H80* + 2N0O3 = C8H°O8 + 2HO + AN. 


The boiling aqueous solution of J pt. succinamide mixed with bichloride 
of platinum, deposits on cooling almost exactly 2 pts. of chloroplatinate 
of ammonium: hence 1 At. nitrogen is transferred to the platinum-salt. 
(Fehling.) 

Succinamide dissolves in 220 pts. of water at 15°, and in 9 pts. of 
boiling water; it is insoluble in ether and in absolute alcohol, sparingly 
soluble in hydrated alcohol. (Hehling.) 


4. Butylic Urethané. 
CYNHUO!=C*AdH?,2C0?, 
K. Humans, WV. Ann. Chim. Phys 44, 387; Ann. Pharm. 95, 372; 
Chem. Soc. Qu. J. 8, 276. 


Obtained by the action of gaseous or liquid chloride of cyanogen 
on butylic alcohol, its formation being however usually accompanied by 
that of carbonate of butyl (p. 104).—- The best mode of preparing it is to 
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pour liquid chloride of cyanogen into butylic alcohol. The reaction takes 
place quickly if aided by heat, more slowly at ordinary temperatures. It 
is generally indicated (in case the butylic aleohol contains water) by the 
formation of a mass of crystals within the liquid; it is complete when 
the odour of chloride of cyanogen has completely disappeared. The best 
mode of accelerating it, is to heat the mixture in a sealed tube immersed 
in a water-bath. After cooling, the crystals must be well pressed, 
then introduced into a retort and distilled, the receiver being changed 
as soon as 3 of the liquid has passed over, and the portion which distils 
at 220° being collected apart. This product, the butylic urethane, is an 
oily liquid which solidifies on cooling, and partly collects in the retort 
in a shining, crystalline, unctuous mass. It must be carefully collected 
and pressed between folds of bibulous paper. It is finally purified by 
crystallization from boiling alcohol. 

Beautiful nacreous crystals, having a strong lustre, unctuous to the 
touch, melting at avery gentle heat, and distilling without alteration. 
They are insoluble in water, but dissolve in alcohol and ether. 
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May be regarded as a compound of carbonate of butyl with car- 


bamide: C’NH"O*=C*H*0,CQ?+ CNH?O, (Humann.) 


e. WNutrogen-nucler. 
a. Nitrogen-nucleus C8NH". 


Butyronitrile. C°NH" 


Dumas, Matacurr & Lrepuanc. (1847.) Compt. rend. 25, 442, and 


658. 
Laurent & CHancet. Compt. rend. 25, 884. 


Preparation. 1. By distilling butyrate of ammonia with anhydrous 
phosphoric acid. (Dumas, &c.)— 2. By passing vapour of butyramide 
over lime heated to dull redness. (Laurent & Chancel.) The second mode of 
preparation is not so good as the first. (A. W. Hofmann, Ann. Pharm. 65, 56.) 


Properties. Transparent, colourless oil, of sp. gr. 0°795 at 12:5"; 
boils at 118°5°.. Has an agreeable aromatic odour, like that of bitter 
almond oil (Dumas, Malaguti & Leblanc.) 


‘Calculation, according to Dumas, Mal. & Lebl. 
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Decompositions. The compound dissolves in boiling potash with 
evolution of ammonia, and forms butyrate of potash: 


CNH’ + KO + 3HO = C8H/KO! + NHB’. 


With potassium, it forms cyanide of potassium and a mixture of hy- 
drogen gas and a carburetted hydrogen which is denser than that which 
is evolved by potassium from acetonitrile (ix. 294). (Dumas, Malaguti 
& Leblanc.) [According to the equation: ONH SRS ON 4 ae 
C°H®, this gaseous hydrocarbon should be propylene. | 

[Just as acetonitrile, C‘'NH*, may be regarded as cyanide of methyl 
or hydrocyanate of methylene, C?H*,C*N or C*?H?®,C’NH, so also may 
butyronitrile, C°’NH", be regarded as cyanide of propyl, C°H’,C?N, or 
hydrocyanate of propylene, C°H’,C’NH. | 


Petinine. 
C°NH°=C8N H',H?? 


ANDERSON. (1848.) Phil. Mag.'7, 33, 174; also J. pr. Chem, 45, 160; 
abstr. Ann. Pharm. 70, 32. 


From zrerewvds volatile. Constitutes a very small portion of the empyreumatic oil 
obtained by the dry distillation of bones. 

Preparation. Crude tarry bone-oil, to the amount of about 15 
pounds, is distilled at a gradually increasing heat in a half-filled iron 
retort, till about 2 has passed over; the resulting pale yellow oil sepa- 
rated from the watery distillate, then set aside, and frequently agitated 
for 8 to 14 days, with a mixture of 1 pt. oil of vitriol and 10 pts. water; 
the acid liquid diluted with a larger quantity of water and separated 
from the oil; and the oil again treated several times with dilute sulphuric 
acid to remove the volatile alkaloids completely. The dark brown or 
red-brown acid extracts thus obtained, which, besides a number of bases, 
contain also a neutral oil and pyrrol, are boiled, after addition of more 
sulphuric acid, in a porcelain or copper vessel; freed from the red resin 
which separates out and causes violent percussion; and continuously 
boiled, with renewal of the water, till a sample, subjected to distillation, 
no longer evolves pyrrol. The liquid is then filtered from fresh portions 
of resin which have separated out, neutralised with potash or ammonia, 
and distilled together with the oil smelling of ammonia and stinking 
sea-crabs, which rises to the surface, as long as the oil which passes over 
continues to dissolve in the watery portion of the distillate. If the distil- 
lation be further continued, and the receiver changed, a small portion of oil passes over, 
which sinks in the water; and in the retort there remains, above the watery liquid, an 
oily mixture of less volatile alkaloids. — On dissolving hydrate of potash in 
the watery distillate thus obtained, an oily mixture of ammonia, petinine, 
picoline, and two or three other alkaloids, rises to the surface, and may 
be removed by a siphon, whilst a portion of the petinine remains dis- 
solved in the aqueous potash. — a. To obtain the petinine from the oily 
mixture, this mixture is dehydrated by adding hydrate of potash to it as 
long as that substance takes up water; and then repeatedly distilled in 
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a retort fitted with a thermometer, the oil which passes between 71° 
and 100°, and consists chiefly of petinine, being collected apart. — 
6. The petinine which remains dissolved in the aqueous potash is sepa- 
rated therefrom by a short distillation, and from the water which passes 
over with it by treatment with hydrate of potash. — Lastly, the two 
portions of petinine obtained by @ and 6 are united, and completely 
purified by repeated fractional distillation, with a well cooled receiver, 
whereby a large quantity of ammonia is expelled, the process being 
continued till the boiling point of the distillate becomes constant. 
Complete dehydration is attained by leaving the product for several days 
in contact with caustic potash, then decanting and rectifying. 


Properties. Transparent, colourless, strongly refracting liquid, lighter 
than water, boiling at about 70°5°. Has a very pungent odour, resem- 
bling that. of ammonia, but not exactly the same; in the dilute state, it 
has the offensive odour of rotten apples; its taste is hot and very pungent: 
It blues reddened litmus, and forms white fumes with hydrochloric acid 
held oyer it. 


Calculation, according to Gm. Anderson. 
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Anderson prefers the formula: CSNH'; Gerhardt (NM. J. Pharm. 14, 378, and 
Compt. Chim. 1849, 12), the formula CSNH!!. According to this latter formula, 
petinine is jdentical or metameric with butylamine; also metameric with biethylamine 
and methylopropylamine. 


Decompositions. 1. Bromine-water dropt into aqueous petinine pre- 
cipitates an oil soluble in acids, whilst hydrobromate of petinine remains 
in solution. The oil is perhaps C®8NBr?H7 [or C°NBr’H*]. — 2. Cold 
aqueous chloride of lime does not colour aqueous petinine, but causes it 
immediately to emit an extremely pungent odour. —A solution of 
petinine in excess of concentrated nitric acid may be boiled for a long 
time without perceptible decomposition. — I Petinine is decomposed by 
nitrous acid, with evolution of nitrogen and formation of small oily 
globules, probably consisting of nitrite of butyl. (A. W. Hofmann, Ohem. 
Soc. Qu. J. 8,239.) The decomposition appears to be similar to that 
of ethylamine (ix, 58), supposing that petinine is identical with butyla- 
mine. 


Combinations. Petinine dissolves in Water in all proportions. 

It combines with the stronger acids, the combination being attended 
with evolution of heat. It precipitates ferric salts, and is the strongest 
of all the alkalis contained in bone-oil. The Petinine-salts crystallize 
readily, are very permanent, and do not become coloured by exposure to 
the air; those which contain volatile acids may be sublimed. — They are 
all soluble in water. 


Sulphate of Petinine. — Dilute sulphuric acid neutralized with peti- 
nine gives off petinine when evaporated and leaves'a syrup which soli- 
difies to a laminated mass of a very acid and somewhat deliquescent salt, 
which dissolves very readily in water, 
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Hydrochlorate of Petinine. — Dry petinine dissolves in hydrochloric 
acid with great evolution of heat, and yields a salt which sublimes in 
fine needles, and is extremely soluble in water. — 

Petinine dissolves in dilute but not in concentrated solution of potash; 
it dissolves a small quantity of hydrate of potash. 

It precipitates cupric oxide from its salts, but redissolves it when 
added in excess, and forms a solution of a fine blue colour. 

An alcoholic solution of petinine forms with protochloride of mercury, 
a white precipitate which dissolves in a large quantity of hot water, 
more readily in hot alcohol, and crystallizes from the solution in silvery 
lamine. It dissolves very readily in cold dilute hydrochloric acid. Its 
aqueous solution gives off petinine when boiled, and deposits a white 
powder. 


With terchloride of gold, petinine forms a pale yellow precipitate 
which does not dissolve when the liquid is boiled. 


With bichloride of platinum, in not too dilute solutions, petinine 
forms a yellow precipitate, which, by crystallization from hot water, is 
obtained, in golden yellow tables resembling iodide of lead. These 
crystals dissolve with tolerable facility in cold, readily in hot water, also 
in alcohol, and are not decomposed by boiling the aqueous solution. 


Crystals. Anderson. 
SE Oy FS a ns Sooner 48:0. WEE ye nmi 16°93 
Oy te nr part mand oom tele La: 5°05 
TBs ERs erotik herr 10°0' | OLS wakes 4°17 
lg ie bit na Reece eA. 99-0 35°71 ewe 35°46 
iE) Sry ne Re aR ee 106°2 38°31 
C8NH®,HC1+ PtCl?.... 277°2 .... 100°00 


According to Anderson, it is C3NH?°,HC1+PiCl; according to Gerhardt, 
C85NH",HCl + PtCP. 


Petinine dissolves in all proportions in alcohol, ether, and oils. 


(Anderson.) 


B. Witrogen-nucleus. CSNH5O?. 


Bisuccinamide. 
C°NH'0'= CN H°0?,0. 


Fev. p ArceET. (1835.) Ann. Chim. Phys. 58, 294; also Pogy. 36, 86. 
Feuuinc. Ann. Pharm. 49, 198. 
Laurent & Gernarpvt, Compt. chim. 1849, 108; also J. pr. Chen. 


Succinamide (D’Arcet); Succinimide, (Laurent & Gerhardt.) 


Formation and Preparation. When dry ammoniacal gas is passed 
over succinic anhydride, heat is evolved sufficient to melt and volatilize a 
portion of the bisuccinamide produced, and of the water, so that it is only 
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necessary to heat the vessel a little towards the end of the operation, till 
all the bisuccinamide is sublimed (D’Arcet.): 


CSH‘!O® + NH? = C8NH®O* + 2HO, 


The same sublimate is also obtained on passing dry ammoniacal gas into 
succinic acid fused at 180°. (Fehling.) —2. When neutral succinate of 
ammonia is heated, bisuccinamide sublimes, after previous evolution of 
water and ammonia. (Fehling.) —3. When succinamide is heated for 
some time to 200°, till ammonia is no longer evolved, and the heat then 
increased, the residue sublimes as bisusccinamide. (Fehling.) 

The sublimate must be purified by crystallization from water, and the 
crystals dehydrated at 100°. (Fehling.) 


Properties. White, sublimable. (D’Arcet.) Reddens litmus, (Lanrent 
& Gerhardt.) 


DUATCeE. Fehling. 

Beg Ok Ee se ts 48 zinta” 6 ae ASUS EE renee 48°97 
N 14 1dr Le Sbreak Uye2 98 eee 14°62 

SR EL! conesnimecteviesnsiesss 5 OR OP Dumananente 5S 1 
Breve sxucetesmanndadnet 32 G2 Ot aces DOSS Meee: 31°10 
CENT OF er ikieress OF era tL OUGOUS ® 5. reese TOG:00e ee: 100°00 


Decompositions. 1. When heated with potash-ley, it gives off ammonia 
(D’Arcet), and forms succinate of potash. (Fehling.) —2. Similarly, with 
the stronger acids, it yields an ammoniacal salt and free succinic acid. 
(Febling.) On the other hand, a boiling aqueous solution of bisuccinamide 
forms with bichloride of platinum a clear mixture, which, when evaporated 
to a syrup, and again taken up with alcohol, leaves but traces of chloro- 
piatinate of ammonium. (Fehling.) From a solution in hot concentrated 
potash, it separates out unaltered. (Laurent & Gerhardt.) 


Combinations. Bisuccinamide dissolves abundantly in Water, and 
when the solution is left to evaporate, separates in beautiful rhombo- 
hedrons (D’Areet), which give off their 15:94 p.c. (2 At.) water at a 
temperature considerably below 100°. (Fehling.) Rhombic octohedrons 
converted by truncation of their summits into rhombic tables (fig. 42), 
p :@ = 125°; acute angle of the rhombohedron = 67° nearly. The 
crystals, when exposed to the air, gradually give off their water. (Laurent 


& Gerhdardt.) 


Hydrated Crystals. D’ Arcet. 
rok CA eee a Ones acces a (Ge eee eer: 9 Us eee tee 42°62 
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From a mixture of Baryta-water and bisuccinamide, carbonic acid 
throws down only part of the baryta. But aqueous bisuccinamide boiled 


with carbonate of baryta, dissolves but a very small quantity of it. 
(Fehling.) 
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Aqueous bisuccinamide dissolves, even at a gentle heat, but more 
quickly on boiling, a large quantity of Lead-oxide, without giving off a 
trace of ammonia, unless the boiling be continued unnecessarily long. 
The solution evaporated in vacuo, leaves a very viscid, amorphous mass, 
which dries up slowly but completely, and fuses to a clear liquid below 
100° without further loss of weight, It contains 57°65 p. c. PbO, 18°63 
U,1)'295 IN,.2°56 H, and 15°93 O; ard is -theretpre =)4iPbO,3gCU°N HO: 
3HO. When too strongly heated, it gives off ammonia, and afterwards 
forms a turbid solution with water. It quickly becomes moist when 
exposed to the air, and forms with water a clear solution, from which 
alcohol throws down a concentrated aqueous solution of the lead-com- 
pound in the form of a viscid transparent mass. If carbonic acid be 
passed through the aqueous solution as long as lead-oxide is precipitated 
thereby, and the filtrate evaporated in vacuo, a white opaque mass is 
left, which melts below 100°; it contains 40°15 p. c. PbO, and is there- 
fore = 2Pb0,3C°NH°O*. The solution obtained by heating carbonate of 
lead for some time with aqueous bisuccinamide in the water-bath, pro- 
bably contains the same compound. (Fehling.) 


— Mercury-compound. C®°NH*HgO*t. — Bisuccinamide dissolves mer- 
curic oxide with great facility, this compound being formed, with 
elimination of 1 At. water: 


C8NH°O! + HgO = C8NH‘HgO! + HO. 


The solution somewhat concentrated, and filtered while hot, becomes 
filled on cooling with delicate silky needles which, after washing and 
drying in vacuo, are found to contain 50°48 p. c. mercury. The above 
formula requiring 50°50. (Dessaignes, dnn. Pharm. 82, 234,) T 


Silver-compound. — Obtained by adding a few drops of ammonia to a 
boiling concentrated alcoholic solution of bisuccinamide, then nitrate of 
silver, and leaving the solution to crystallize by cooling. If the bisue- 
cinamide is mixed with succinic acid, the liquid, after addition of the 
nitrate of silver, must be filtered hot from the precipitated succinate of 
silver. — Beautiful four-sided prisms with pyramidal summits. (Laurent 


& Gerhardt.) 


Crystals. Laurent & Gerhardt. 
IAG eet ccebanncter aon oasers es ce CN eh ye one ae 23°0 
oe ios scncs te cnteatreeates 14 6°80 
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The crystals, when suddenly heated, detonate like oxalate of silver; 
when gradually heated, they emit a peculiar sharp odour, and give off an 
oil which crystallizes on cooling. They give off ammonia only when 
treated with hot solution of potash. With dilute hydrochloric acid, they 
are resolved into chloride of silver and reproduced bisuccinamide. They 
dissolve very readily in ammonia, sparingly in cold, and pretty readily in 
hot water or alcohol. ‘> 

When this compound is boiled for a short time with water containing 
a few drops of ammonia, the solution yields on evaporation, small, shin- 
ing, right rhombic prisms, with acute lateral edges of 75°, which, when 
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suddenly heated, are decomposed without detonation, and leave a residue 
of silver containing charcoal; they dissolve in water much more readily 
than the preceding compound, but behave in the same manner with 
hydrochloric acid. According to the following analysis, they are either 
bihydrated silver-bisuccinamide, or—which is more probable — suc- 
cinamate of silver = C°NH®AgO® (Laurent & Gerhardt.) 


Crystals. Laurent & Gerhardt. 
B Ke) atlsstas Stas, . cgenmuvisbuaiack ovis BS asta SO. mae 21°57 
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224 .,.. 100°00 


Ammoniacal Silver-compound. —- The solution of silver-bisuccinamide 
in a small quantity of ammonia, leaves by spontaneous evaporation an 
alkaline syrup which gradually solidifies in a hard crystalline mass 
composed of square or rectangular prisms. This substance gives off 
ammonia when treated with potash-solution, even at ordinary tempera- 
tures. In contact with concentrated hydrochloric acid, it becomes very 
strongly heated, and gives off fumes of sal-ammoniac. After the am- 
monia has been precipitated from the solution of the compound in 
hydrochloric acid by excess of bichloride of platinum, the filtrate, 
if boiled with strong hydrochloric acid and evaporated to dryness, yields 
another quantity of chloroplatinate of ammonium about equal to the 
former. (Laurent & Gerhardt.) 


Crystals. Laurent & Gerhardt. 

B Crakihi amines. date yikes ASS ax a 2k Oe, 
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Bisuccinamide dissolves pretty readily in alcohol, sparingly in ether. 


(D’Arcet.) 


q. WNitrogen-nucleus. CSN AdH?O*. 
Dialuric Acid. 
CPN? O = CO Navdii-0 -0*, 


Lizsia & Wout Er. (1838.) Ann. Pharm. 26, 276. 
Gregory. Phil. Mag. J. 24, 187; also J. pr. Chem. 32, 277. 


Formation. When sulphuretted hydrogen is passed through a boiling 
aqueous solution of alloxan as long as any action takes place, the liquid 
no longer deposits alloxantin on cooling; gives with baryta-water out of 
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contact of air, not a blue but a white precipitate; and produces with 
carbonate of ammonia a large quantity of crystals of dialurate of 


ammonia: 
C8N?H°O08 + 2HS = CSN?H‘/O8 + 28. 


Zinc and hydrochloric acid also reduce aqueous alloxan partly to 
alloxantin, partly to dialuric acid. (Liebig & Wohler.) 


Preparation of Dialurate of Ammonia. 1. A boiling aqueous solution 
of alloxan is completely decomposed by a stream of sulphuretted hydro- 
gen, and the acid liquid, after filtration from the sulphur, is neutralized 
with carbonate of ammonia, which produces, with effervescence, a white 
crystalline precipitate of dialurate of ammonia. — 2. A solution of uric 
acid in dilute nitric acid is mixed with a quantity of hydrosulphate of 
ammonia, sufficient to nearly neutralize its acid reaction, so that it still 
reddens litmus slightly; the resulting pasty precipitate washed with cold 
water; dissolved in boiling water; and the filtrate mixed with carbonate 
of ammonia, whereupon it solidifies on cooling toa crystalline mass of 
dialurate of ammonia. — 3. An aqueous solution of alloxan is treated 
with zine and hydrochloric acid, and the liquid decanted from the precipi- 
tated alloxantin is mixed with carbonate of ammonia till the oxide of 
zine at first precipitated is redissolved; it then, after a while, yields 
crystals of dialurate of ammonia. (Liebig & Wéohler.)— 4. Ammonia is 
added at ordinary temperatures to the mother-liquid obtained in the 
preparation of alloxan or alloxantin, till the liquid reddens litmus but 
slightly; sulphuretted hydrogen is then passed through it, till the sulphur 
at first precipitated is redissolved; the liquid heated till the dialurate of 
ammonia which thickens the liquid is dissolved; a small quantity of 
hydrosulphate of ammonia added, if necessary, to dissolve any sulphur 
that may have remained undissolved; the clear liquid left to cool; the 
crystallized dialurate of ammonia collected on a filter; washed, first 
with dilute hydrosulphate of ammonia, then with alcohol till the wash- 
liquid runs through pure and colourless; pressed quickly in the filter 
between bibulous paper; and dried in vacuo over oil of vitriol. (Gregory.) 
If it should still be not quite pure, it must be once more dissolved in 
warm water containing hydrosulphate of ammonia, and the crystals 
washed and dried as above. (Gregory.) 

Preparation of Dialuric acid. From a solution of dialurate of 
ammonia in warm hydrochloric acid, the dialuric acid separates on cooling 
in crystals, which must be quickly separated from the mother-liquor and 
dried. (Gregory.) — This experiment had been previously made by Liebig & Wohler, 
who, however, from their analysis of the crystals thus obtained, regarded them as 
alloxantin, which, on account of the peculiar crystalline form, they regarded as dimor- 
phous. Gregory suggests that the crystals of dialuric acid first produced may have 
been converted into alloxantin by the oxygen of the air, without changing their form. 


Properties. Colourless crystals, which resemble those of alloxantin, 
aud redden litmus strongly. (Gregory.) 


Crystallized Acid, according to Gregory. 


Ci Sones eeteceguies ve cacanaiastaetisse arent ion 48 ... 33°33 
Qa cavdh shamaiywiaieassouioscnnmeenas pena sal 2 caw Lo te 
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Liebig & Wohler had previously determined the constitution of the acid from their 
analysis of the ammonia-salt. 
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Decompositions. 1. Aqueous dialuric acid (and likewise the erystal- 
lized acid when immersed in the aqueous mother-liquor) is partially 
converted, doubtless with absorption of oxygen from the air, into allox- 
antin, so that it no longer forms a white precipitate with baryta-water, 
but flesh-coloured, purple, or violet, according to the quantity of the 
alloxantin produced (Gregory): 


2C8N2H408 + 20 = C}NIHIO"M + 4HO. 


When dilute sulphuric acid is poured upon crystallized dialurate of 
ammonia, an indistinctly crystalline residue [of dialuric acid] is obtained, 
which dissclyes in a large quantity of water. This solution deposits 
alloxantin in a few hours [on exposure to the air?]; and the filtrate, 
when freed from sulphuric acid by boiling with carbonate of baryta, and 
then filtered and evaporated, solidifies with formation of transparent 
prisms [of dialuric acid ?] resembling oxalic acid; no urea is produced in 
this reaction. On the other hand, a solution of dialurate of ammonia in 
warm hydrochloric acid yields on cooling, crystals of dimorphous allox- 
antin [dialuric acid converted into alloxantin by the action of the air], 
and urea is found in the mother-liquor. (Liebig & Wohler.) —2. When 
an aqueous solution of dialuric acid is boiled, oxalic acid and other pro- 
ducts of decomposition are formed. — The boiling aqueous solution of 
alloxan, completely converted into dialuric acid by the action of sulphu- 
retted hydrogen, then filtered from sulphur, and concentrated in a retort 
out of contact of air, deposits on cooling: (1.) a thick white, warty crust 
of dialuric acid more or less altered, which turns red on drying; reddens 
litmus strongly; dissolves with difficulty in cold water and then reduces 
silver; forms a violet precipitate with baryta-water; and, on addition of 
carbonate of ammonia, deposits after a while a small quantity of dia- 
lurate of ammonia;—and (2.) a mother-liquor containing ammonia, 
oxalic acid and a body which crystallizes in hard yellow opaque crystals. 
(Liebig & Wéhler.)— 3. Aqueous dialuric acid mixed with aqueous 
alloxan deposits crystals of alloxantin. (Liebig & Wohler.) 


CaIN*HtIO2 CONF O8 = CENTO* 4 2HO, 


Combinations. The acid does not appear to dissolve very abundantly 
in water. 

It neutralizes alkalis completely. The Dialurates in the dry state 
are quite permanent in the air. (Gregory.) 


Dialurate of Ammonia. — Preparation (p. 156). Soft white erystal- 
line powder, or delicate white silky needles, which become rose-coloured 
when dried at ordinary temperatures, and blood-red at 100°, but without 
giving off ammonia (Liebig & Wohler): 


2C8N3H708 + 20 = ClENGHSG? + GHO. 


ee et 
purpurate of 
ammonia. 


silky lustre. (Gregory.) The salt dissolves sparingly in cold, readily in 
hot water, from which it separates almost completely on cooling, espe- 
cially on addition of carbonate of ammonia. The aqueous solution 
instantly reduces silver-salts, (Liebig & Wohler.) <A solution of dialu- 


Small needles which, when dried in the air, unite into a mass having a 
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rate of ammonia, which probably also contained alloxantin, acquired by 
the action of hydrosulphate of ammonia a beautiful but transient sky-blue 
colour. (Gregory, Ann. Pharm, 33, 336.) 


Crystallized. Liebig & Wohler. 
OF Chant scat biccnn-aMierect coreg EE eas th CA Oke Pama 29°84 
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Dialurate of Potash. — Deposited, on mixing a potash-salt with 


aqueous dialuric acid, in hard crystals which are sparingly soluble 
in water. (Gregory.) The ammonia-salt dissolves in potash-ley with 
evolution of ammonia, forming a liquid in which acids do not form any 


precipitate. (Liebig & Wohler.) 


INalurate of Baryta.— The ammonia-salt forms with baryta-salts a 
white precipitate containing 36 p. c. baryta. (Liebig & Wohler.) Dia- 
luric acid throws down from dissolved baryta-salts a white powder 
scarcely soluble in water. (Gregory.) 

The ammonia-salt added to neutral acetate of lead, throws down 
yellow flakes which turn violet on exposure to the air. (Liebig & 
W ohler.) 


Appendix. 
Hydurilic Acid. 


ScHLIEPER. (1845.) Ann Pharm. 56, 9. 


Produced occasionally, together with alloxan, alloxantin, dialuric 
acid, &c., by the action of 2 pts. of cold nitric acid of sp. gr. 1:25 on 
1 pt. of uric acid. If the mother-liquor, after cooling, be filtered from 
the crude alloxan, concentrated below 50°, and. the crystalline magma 
which forms over night, thrown upon a filter and washed with water, 
acid hydurilate of ammonia, [or perhaps the free acid ?] remains, in the 
form of a yellow crystalline powder which, by solution in boiling water, 
digestion with animal charcoal, and crystallization, may be obtained in 
loose, snow-white, very slender needles. As this salt is not decomposed 
by acids (even boiling concentrated hydrochloric acid does not abstract 
ammonia from it), it must be decomposed by boiling with potash and the 
hydurilic acid separated from the liquid by hydrochloric acid. From the 
hot solution, the hydurilic acid separates after some time only, in a form 
similar to that of acid hydurilate of ammonia; from the cold solution, it 
separates immediately in the form of a white powder. [It is not stated 
by what.characters hydurilic acid is distinguished from the so-called acid 
hydurilate of ammonia.| In subsequent treatments of uric acid by nitric 
acid, as above described, no hydurilic acid was obtained. 

Dried hydurilic acid is a white loose powder composed of fine 
needles. 
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Hydurilic acid is converted by nitric acid into nitrohydurilic acid 
(vid. inf.). It dissolves in oil of vitriol with blackening, and only a 
small portion of it is precipitated from the solution by water. 

It is nearly insoluble in cold water, and dissolyes but sparingly and 
slowly in boiling water. 

It decomposes the alkaline carbonates with the aid of heat. [Schlieper 


asumes the existence of neutral and acid dialurates, but has not demonstrated the 
existence of any one of the latter. | 


Ammonia-salt. — Obtained by evaporating the ammoniacal solution of 
hydurilic acid, or of the [so-called] acid hydurilate of ammonia, in the 
water-bath, with frequent addition of ammonia, and cooling. Delicate, 
white, flattened needles, with almost a silvery lustre. It dissolves pretty 
readily in pure water, very easily in water containing ammonia; acids 
added to the solution throw down the [so-called] acid salt, in delicate 
white needles. 


Potash-salt. — The solution of the acid in caustic potash, crystallizes 


only after complete drying, in small nodules, which are insoluble in 
alcohol. 


Soda-salt. — When carbonate of soda is added to the acid diffused in 
water, aslong as effervescence is produced, the acid dissolves, but im- 
mediately afterwards the soda-salt is precipitated in the form of a crystal- 
line powder, which increases in quantity as the liquid cools, and on addi- 
tion of alcohol, after drying, it forms a white heavy crystalline meal, 
which gives off water even below 100°, anc crumbles to a reddish white 
powder. 

The aqueous solution of the neutral ammonia-salt forms with baryta- 
salts a white precipitate; with lead-salts, a white precipitate soluble in 
nitric, but insoluble in boiling acetic acid; and with siver-salts a white 
precipitate, which turns grey at 100°. 

Hydurilic acid is insoluble in alcohol (Schlieper). 

- Here follow Schlieper’s analyses, together with the very improbable 
formulee which he deduces therefrom. 


Hydurilic acid Neutral Soda-salt Silver-salt 
at 100°. Ammonia-salt, at 100°. at 100°. 
CENFHIO 2NH* CUNPHIO? 3Aqg. 2NaO,CYNeHFO0%5Aq. . 2AgO,CRNSHIO9 
2 NaO..m <2877 2AgO..... 54°56 

12 C.... 34:58 LZ © ssticss 28°97 Lo, Geascceks 24°74 2 G2... | Daigo 
a N..... 20°79 ce oe 28°48 3.N aN 

i a ee ig fs Ly Aad Le 5°14 SEs torn, 2°99 es ee 1°03 
Bie 42°50 EAS Oks am 37°41 140 90 

100°00 100°00 


Laurent (Compt. rend, 31, 353) assigns to hydurilic acid the formula 
CPN HIO!, 


Nitrohydurilic Acid. 
ScHLIEPER. Ann. Pharm. 56, 16. 


Hydurilic acid is suspended in water so as to form a magma ; the whole 
mixed with half its volume of nitric acid, and gently and continuously 
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heated till the evolution of nitrous acid and a little carbonic acid, which 
is violent at first, entirely ceases as the liquid cools; the liquid, which 
is clouded by a white powder, diluted with cold water; then filtered (the 
filtrate contains alloxan); the white powder washed in cold water, and 
purified by solution in cold oil of vitriol, and precipitation by water, 
washing, and drying. 

In this manner, nitrohydurilic acid is obtained, in the form of a white 
powder, which reddens litmus. 

Deflagrates like gunpowder when heated. 

It is insoluble in cold, sparingly soluble in hot water. Dissolves in 
concentrated sulphuric or nitric acid, whence it is precipitated by water. 

It is insoluble in ammonia, but dissolves pretty readily in potash, and 
is precipitated from the solution by acids. 


Nitrohydurilic acid, dried at 100°. Schlieper. 
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Laurent (Compt. rend. 31, 858, assigns to this acid the formula 

l aE Seg eat ; 
C®N*H3(NO0*)0" = C®N*H°O", representing it in fact as nitroalloxanic 
acid. 


Alloxanic Acid. 
ONTO =O Nau 0.0% 


Lirpia & WOuLER (1838). Ann. Pharm. 26, 292. 
ScHLIEPER. Ann. Pharm. 55, 263; 56, 1. 


Formation. By bringing alloxan in contact with aqueous fixed alkalis. 
(Liebig & Wohler) : 
C8N?H?08 + 2BaO = C§N?H?Ba70", 


Preparation. A warm aqueous solution of alloxan is mixed with 
baryta-water not in excess, the precipitated alloxanate of baryta col- 
lected, and decomposed with an equivalent quantity of dilute sulphuric 
acid; and the filtrate evaporated to a syrup, which solidifies in a few 
days in a crystalline form. (Liebig & Wohler.) 

To hit the exact proportion of sulphuric acid, the alloxanate of 
baryta, stirred up with water, must be treated with a quantity of the 
acid less than sufficient to decompose it; the liquid set aside for a few 
hours ina warm place, so that the undecomposed alloxanate of baryta 
may dissolve in the aqueous acid; and the remaining portion of baryta 
carefully precipitated from the filtrate by sulphuric acid. The liquid is 
then again filtered and evaporated to a syrup below 40°. (The syrup 
obtained by evapvuration between 50° and 60°, forms a viscid mass, which 
does not crystallize even after a long time.) (Schlieper.) 


Properties. Hard white needles, arranged in radiated groups, and 
permanent in the air. (Liebig and Wohler.) Sometimes small needles 
grouped in warty masses, Very sour with sweetish after taste, (Schlieper.) 
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Crystallized acid. Calculation according to Liebig & Wohler. 
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Decompositions. 1. The acid when heated melts witb violent intu- 
mescence, and becomes carbonized, with evolution of cyanic acid vapours. 
(Schlieper.) —2. The aqueous solution, heated to between 60° and 
100°, is resolved, with abundant evolution of carbonic acid, into leuco- 
turic acid (ix. 444,) which falls down as a white powder, on adding 
water to the solution after evaporation, — diffluan (ix. 448,) which re- 
mains in solution, but may be precipitated by alcohol,—and a very 
small quantity of a substance which dissolves in water and alcohol, erys- 
tallizes in crusts, and appears to be C°N*H°O*, (Schlieper, Ann. Pharm. 
56,1.) The diffluan forins the largest portion of the product; if, however, 
the aqueous alloxanic acid be evaporated in a platinum capsule over the 
water-bath, till the residual syrup flows quietly without frothing, a much 
larger quantity of leucoturic acid is obtained, viz. about 20 to 30 per 
cent. (Schlieper.) — 2. Alloxanic acid heated with nitric acid, is con- 
verted into parabanic acid (ix. 442). (Schlieper.) [Probably thus : 


C8N?H40+ 20 = C&N?2H?0® + 2CO? + 2HO.] 


4. When alloxanate of baryta is boiled with water, (Liebig & 
Wohler,) or when aqueous alloxanic acid is mixed with excess of baryta- 
water, or with a mixture of chloride of barium and a large quantity 
of ammonia or potash (Schlieper), a gelatinous or pasty, strongly alka- 
line precipitate 1s formed, which rapidly absorbs carbonic acid from the 
air, is tolerably soluble in water, and contains mesoxalate of baryta 
(ix. 425.) with perhaps basic alloxanate of baryta, while urea remains 
in the filtrate : 

C8N?H40" + 2HO = C8H20" + C2N2H402, 


5. The solution of alloxan in caustic potash, forms an indigo-blue 
precipitate with ferrous salts. (Brugnatelli.)— Alloxanie acid is not 
decomposed by sulphuretted hydrogen (Liebig & Wohler), or by boiling 
with bichromate of potash or bichloride of platinum. (Schlieper.) 


Combinations. The acid dissolves readily in water. (Schlieper.) 

It decomposes carbonates and acetates, (Liebig & Wc<hler.) The 
neutral or bibasic alloxanates are = C°N AdM?04,0°; the acid or monobasic 
alloxanates = CS-NACHMO*,O0°. The aqueous solution of bibasic alloxanate 
of baryta, strontia, or lime, deposits mesoxalate and carbonate of baryta, 
&c. when boiled, while mesoxalic acid and urea remain in the solution. 


(Liebig.) 


Alloxanate of Ammonia. — a. Bibasic.— The solution of the salt 6 
in ammonia deposits, on addition of alcohol, a portion of the salt in the 
form of a thick solution, which, on standing, is converted into a white 
crystalline mass; the rema‘ning portion crystallizes after a while from the 
alcoholic mixture. The crystals continually give off ammonia, even 
when dried over lime, and their aqueous solution yields crystals of the 
salt 6 by spontaneous evaporation. (Schlieper.) 

VO, x. M 
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6. Monobasic. The acid saturated with aqueous ammonia yields, by 
spontaneous evaporation, shining, somewhat yellowish, hard crystals 
belonging to the oblique prismatic system, which redden litmus strongly. 
They yield by dry distillation a small quantity of water, then carbonate 
and hydrocyanate of ammonia, then oxamide, which sublimes as a white 
powder, and urea, which sublimes in long needles. They dissolve in 3 
or 4 pts. of water, but are insoluble in alcohol, which precipitates them 
from water, (Schlieper.) 


Crystals dried at 100°. Schlieper. 
JG Red ened Sane he Setiaet A A tian BOP nr ee ake feet 20°70 
Be A es oe Ee, 42 Barvo . cas. 23°66 
(line ere ae 7 DOW Mechs 4°24 
CU eee een eee 80 AOU vthesks 45°35 
C8N2H3(NH)OM oo... 177... 100-00. ........ 100 00 


Alloxanate of Potash. —a. Bibasic. A concentrated aqueous solu- 
tion of alloxan is mixed with an equal volume of strong potash-ley; 
strong alcohol carefully added to the mixture, which has generally a 
yellowish colour, till the turbity, which at first disappears as fast as it is 
produced, begins to become permanent; a drop of water then added, 
which removes the turbidity; and the mixture set aside for a few days to 
crystallize, with frequent addition of alcohol, whereby the quantity of 
crystals is increased. If too much potash be added, the alcohol throws 
down a concentrated solution, which solidifies in the crystalline form; if 
the quantity of potash be too small, alcohol throws down the acid 
potash-salt, which, from its insolubility in alcohol, can no longer be 
converted into the neutral salt by adding potash to the mixture. The 
solution of alloxan in potash-ley likewise yields large crystals by sponta- 
neous evaporation; but when evaporated in the water-bath, if leaves a 
glutinous mass, which, however, may be converted into crystals by re- 
solution in water and spontaneous evaporation. — Transparent, colour- 
less, shining crystals, belonging to the double oblique prismatic system; 
bitter; neutral. They give off 15°61 p.c. (5 At.) water at 100°, but 
retain the sixth atom obstinately, even at 150°, at which temperature 
they begin to turn yellow. They dissolve readily in water, but are 
insoluble in alcohol and ether. (Schlieper.) — The very sweet solution of 
alloxan in potash-ley soon decomposes and turns sour, assumes a yellow 
colour when evaporated, and finally leaves a red mass, which forms a red 
solution in water. (Brugnatelli.) 


Air-dried Crystals. Schlieper. 
2AIS) cr de oa en te ery ae ik ee 32°00 
a Ep ene et ee 48°0 L655 5 oes. 16°48 
7a | dee Ne as al NN 28°0 9°64 
DELI Se eee 8°0 LEROY tes 2°86 
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CPNAH-K70" GA qn. ...-50 290°4 100-00 


b. Monobasic. —3 vol. of saturated alloxan solution are mixed with 
1 vol. concentrated potash-ley, and the resulting salt precipitated in the 
form of a crystalline meal, by the addition of a large quantity of alcohol. 
When potash-ley is dropt into an alcoholic solution of alloxan, the salt 
is precipitated in the form of a viscid mass, which passes but slowly into 
the crystalline state. — White granular powder, which has a strong acid 
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reaction, and assumes a strong red colour by exposure to the air, espe- 
cially in drying. It dissolves with some difficulty in water, and when 
the solution is evaporated, remains in the form of a thick gum, which 
takes a long time to crystallize. It dissolves sparingly in hydrated 
alcohol, and is, therefore, precipitated, but imperfectly, by alcohol from 
its aqueous solution. (Schlieper.) 


Dried at 100°. Schlieper. 
Oo ene Bo ae aoe Ree Pay 
By Cas Ai oe. are coon 48°0 24°22 
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Alloxanate of Soda.— Bibasic.— From a concentrated mixture of 
aqueous alloxan and solution of caustic soda, alcohol throws down a 
concentrated solution of the salt, which, on account of its great tendency 
to deliquesce, does not crystallize even when left to stand over oil of 
vitriol or when treated with absolute aleohol; if the mixture Just men- 
tioned be evaporated at 100°, it leaves a deliquescent gummy mass; if 
it be evaporated in vacuo over oil of vitriol, small crystalline nodules are 
produced in the syrup. (Schlieper.) 


Alloxanate of Baryta.—a. Neutral.—1. An aqueous solution of 
alloxan saturated in the cold is heated to 60°, and baryta-water dropt 
into it till a precipitate begins to form; this precipitate then dissolved 
by the addition of a small quantity of alloxan; the liquid left to crys- 
tallize by cooling, and the mother-liquor again treated in the same 
manner with baryta-water. (Liebig.)— 2. Three vol. of cold-saturated 
aqueous alloxan are mixed with 2 vol. of cold saturated aqueous chloride 
of barium; the mixture heated to 60° or 70°; and potash-ley added with 
brisk agitation, till the precipitate which redissolves at first begins to 
become permanent. At this moment, the liquid becomes suddenly filled 
with precipitated alloxanate of baryta, which quickly falls down in the 
form of a heavy granular powder, and may be freed from chloride of 
potassium by washing with cold water. (Schlieper,) If the proper 
quantity of potash be added, the filtrate contains but little alloxan; if it 
is not sufficient, a little more must be added, in order to obtain more 
baryta-salt; if too much potash has been added, a thick curdy precipitate 
of basic alloxanate of baryta is produced mixed with mesoxalate. This 
precipitate must therefore be quickly redissolved by a further addition 
of the alloxan-solution, which is easily done. (Schlieper.) 

Short, transparent, colourless prisms or white nacreous scales. They 
give off 20:2 p. c. water between 100° and 120°, and 222 p.c. (8 At.) 
in all, at 150°, and become milk-white. When ignited, they leave 
carbonate of baryta and cyanide of barium. They dissolve very sparingly 
in cold, more readily in hot water, very readily in acids. (Liebig & 
Wohler.) — The precipitate formed by alloxan in baryta-water dissolves 
in excess of alloxan; when exposed to the air, it is converted into 
carbonate of baryta. Similarly with lime-water. (Brugnatalli.) 
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Dried at 120°. 


Liebig & Wohle:. 


Reda) cts ce bi RE 153° ie es cee 49°35 
ie Ce ee os 48°0 jay fo oes, Oe 16°01 
/ Ren pasa eng BRON xan tO 28°0 eA ee Gea 
oS ERR eee 3°0 i au ee 
OO Ace ees 72°0 Zo Oh ee 24°26 
C8N?H?Ba?O'? + Aq. 304°2 TOOS00 ae ae 100°60 


6. Monobasic,—1. The salt a is partially decomposed by digestion 
with dilute sulphuric acid, the filtrate evaporated, and left for some days 
na cool place, whereupon it deposits crusts consisting of small nodules. — 

2 The acid ammonia-salt is mixed with chloride of barium, evaporated 
and set aside. The salt crystallizes when its aqueous solution is eva- 
porated at 30°, in beautiful silky nodules. It reddens litmus; dissolves 
in water more readily than the neutral salt, still more readily in aqueous 
alloxanic acid, and sparingly in aleohol, which does not precipitate it 
from the aqueous solution. (Schlieper.) 


Air-dried crystals. Schlieper. 
bet N Wren pes ere” ose 76°6 Fj hs le ae 31°83 
Sih ge on ea ae i aie 48°0 Ba Male et 19°15 
7 in Ei Reich re RAE Oe 28°0 11°40 
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C8N?H3BaO + 2Aq: ...  245°6 


Alloxanate of Strontia. — Bibasic.— Prepared like the baryta-salt (1). 
Small transparent needles, which completely give off their 22°5 p. e. 
(8 At.) water at 120°. (Liebig & Wohler.) 


Air-dried crystals. Liebig & Wohler. 


DESO, hee Reon aes LO4 waites2' 7 Ree 32°60 
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Alloxanate of Lime. —a. Bibasic. — 1. Aqueous alloxan forms with 
chloride of calcium on addition of ammonia a thick gelatinous precipitate, 
which on standing is converted into transparent crystalline grains and 
short prisms, which give off their water at 120°, and dissolve readily in 
acetic acid. (Liebig & Wéhler.) —2. A mixture of aqueous alloxan and 
chloride of calcium is precipitated by potash not in too great quantity. 
(Schlieper.) —- 38. A mixture of neutral alloxanate of potash and chloride 
of calcium, if concentrated, immediately deposits a white granular crys- 
talline meal; if dilute, it yields by evaporation small prisms having a 
strong lustre. Dissolves in water more readily than the baryta-salt, 
but is insoluble in alcohol, which precipitates the aqueous solution. 


(c hlieper. ) 


Air-dried. Schlieper. 
BIGRO Bh deh gta Ane 56 eC Ln. ees 19°47 
SiO ert ya EE Fins baa 48 FOeO75 gee. 15°85 
PAB EES A ee ne en 2 28 9°72 
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b. Monobasic.— A concentrated mixture of the acid ammonia-salt 
with chloride of calcium immediately deposits a crystalline meal; a 
dilute solution yields in a few days, transparent, shining prisms, which 
have a harsh and bitter taste, effloresce quickly, give off 20°17 p. c. 
(5 At.) water of crystallization over oil of vitriol or at 100°, dissolve in 
20 pts. of water, and are not precipitated from the aqueons solution by 
alcohol. (Schlieper.) | 


Dried at 190°. Schlieper. 
2d en ei ey pie ae Cy Wine 15°64 
oils ial ng 0 nian heen. ae We ees 84°36 
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Alloxanate of Magnesia. — Alloxanate of potash and chloride of mag- 
nesia mixed in the state of concentrated solution yield, after a while, 
crystalline crusts consisting of silky nodules, and an additional quantity 
may be obtained by evaporating the mother-liquor. ‘bey dissolve with 
tolerable facility in water, but sparingly in alcohol, which precipitates 
the aqueous solution. (Schlieper.) 


Air-dried crystals. Schlieper. 
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Alloxanate of Manganese. — The solution of carbonate of manganese 
in aqueous alloxanic acid yields crystalline grains by evaporation. — 
When sulphate or acetate of manganese is precipitated by alloxanate of 
potash (if too small a quantity of the potash salt is used, the precipitate 
redissolves on agitation); the copious white flakes thus produced, washed 
out of contact of air, with weak alcohol, as they are somewhat soluble in 
water; and dried quickly at 90° to 100° in a stream of hydrogen, a 
white amorphous powder is obtained, which remains permanent in the 
air even when moistened; whereas the recent and still moist precipitate 
deliquesces to a brown mass when exposed to the air. But even the 
dried powder, which does not alter in the air, is not alloxanate of 
manganese, but perhaps mesoxalate of manganese with alloxanate of 
potash, inasmuch as it contains potash, and when burnt with oxide of 
copper, yields a mixture of 6 vol. carbonic acid gas and 1 vol. nitrogen. 


(Schlieper.) 


Alloxanate of Zine. —a. Tribasic. — When alloxanic acid in slight 
excess is poured upon recently precipitated carbonate of zinc, the carbonic 
‘acid is completely expelled, and a soluble monobasic salt is obtained, 
together with an undissolved tribasic salt, provided the acid is not in too 
great excess. —2. When bibasic alloxanate of potash is mixed with 
sulphate or acetate of zinc, a thick precipitate of tribasic alloxanate of 
zinc is obtained, which increases on addition of a small quantity of 
alcohol, while maqnobasic alloxanate of potash and sulphate or acetate of 
zinc remain in solution. —|In this reaction, 2 At. bibasic alloxanate of 
potash, with 8 At. sulphate of zine produce 3 At. sulphate of potash, 
1 At. monobasic alloxanate of potash, and 1 At. tribasic alloxanate of 
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zinc; Schlieper’s calculation, aceording to which 5 At. bibasic alloxanate 
of potash and 5 At. sulphate of zinc, produce 6 At. sulphate of potash, 
4 At. monabasic alloxanate of potash, and 2 At. tribasic sulphate of zine, 
appears to be founded on a mistake. ]— The precipitate obtained by (1) 
or (2) exhibits, after washing and drying in vacuo, the appearance of a 
horny, translucent, fissured mass, which may be rubbed to a snow- white 
powder, gives off 21°39 p.c. (8 At.) water at 110°, dissolves slowly in 
water, especially when dry, but readily in aqueous alloxanic acid, in the 
form of monobasic salt. (Schlieper.)— Warm aqueous alloxan forms | 
with oxide of zine a colourless solution, which becomes turbid on cooling, 
and forms with potash a white precipitate which dissolves with rose-red 
colour in a larger quantity of potash. (Brugnatelli.) 


Dried in vacuo. Schlieper. 
eA st 0 RACY SE Ae ee, eis Se 1200 ee ee OGD 4 mets, 2 35°72 
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6. Monobasic.— Zinc dissolves in the aqueous acid with evolution of 
hydrogen. (Liebig & Wolhler.) The solution of carbonate of zinc or of 
the salt a in excess of acid yields by spontaneous evaporation a gummy 
mass in which crusts made up of nodules, soon form and may be freed 
from the viscid mother-liquor by rincing. ‘The crystals have a pure 
sweet taste, without the metallic after-taste of zinc: they dissolve with 
tolerable facility in water, and are precipitated therefrom by alcohol. 


(Schlieper, ) 


Dried over oil of vitriol. Schlieper. 
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Alloxanate of Cadmium.— Cadmium dissolves in the aqueous acid 
with evolution of hydrogen, and forms an acid salt. When a cadmium- 
salt is precipitated by bibasic alloxanate of potash, a white precipitate is 
formed containing potash. (Schlieper.) 


Alloxanate of Lead. —a. Tribasic.— The aqueous acid forms with 
subacetate of lead a thick white precipitate, which dries up in vacuo to 
a snow-white nacreous powder, which is insoluble in water, but soluble in 
aqueous alloxanic acid. (Schlieper.) 


Dried at 100°, Schlieper. 
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Air-dried. Schlieper. 
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b. Bibasic. — Water extracts the monobasic salt c, and leaves the 
bibasic salt in the form of a loose white powder. (Schlieper.) 


Dried at 100°. Schlieper. 
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Sesquibasic ? — By precipitating aqueous monobasic alloxanate of 
lead with absolute alcohol, a white curdy precipitate is obtained, which, 
so long as it remains moist, deliquesces to a transparent syrup on 
exposure to the air, but dries up in vacuo to a white powder, which is 
resolved by water into the salts6 and d. It contains 48°41 p. c. oxide 
of lead, but gives off 7°87 p. c. water at 100°, and then contains 52°36 
p. c. oxide of lead. (Schlieper.) 


d. Monobasic.— The solution of recently precipitated carbonate of 
lead in the aqueous acid leaves by spontaneous evaporation a viscid 
syrup, which, after a while yields nodules consisting of silky needles. 
These crystals very slowly give off 6°36 p. c. (2 At.) water at 100°, are 
resolved by alcohol into free acid and the salt c, and dissolve with 
tolerable facility in water. (Schlieper.) 


Air-dried. Schlieper. 
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The fresh solution of alloxan in ammonia or potash forms a deep blue precipitate 
with iron-salts. (Brugnatelli.) 


Alloxanate of Cobalt. — The red solution of carbonate of cobalt in the 
acid dries up in vacuo to a viscid mass, which changes in a few weeks 
into small crystalline nodules. These crystals, after being rinced with 
water and dried, present the appearance of a rose-coloured crystalline 
meal, which turns violet at 100°, dissolves but partially in water, is 
insoluble in alcohol, and contains 20°56 p, c. CoO, 22:24 C, and 1:98 H, 
and is therefore a mixture of bibasic and monobasic salt. (Schlieper.) 


Alloxanate of Nickel. —Brbasic.— The very acid solution of carbonate 
of nickel in the acid leaves in vacuo a viscid non-crystallizing mass; ou 
the other hand, alcohol throws down the greater part of it in green 
flakes. These, when washed with water and exposed to the air while 
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still moist, decompose quickly and dry up to a green mass; but when 
washed with alcohol and dried in vacuo, they leave a whitish green 
powder, which is permanent in the air, and dissolves, for the most part, 
in water, apparently in the form of tribasic salt, since, when dried at 100°, 
it contains 41°86 p. c. oxide of nickel. (Schlieper.) 


Dried at 100°. Schlieper. 
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Alloxanate of Copper.—a. Tribasic. — The aqueous acid forms with 
an excess of recently precipitated carbonate of copper a dark green acid 
solution, which, when filtered from the excess of carbonate of copper, 
deposits, after a while, the tribasic salt in the form of a powder, which 
has a bluish green colour, even after drying, and is insoluble in water. 

b. Bibasic. —1. On evaporating the liquid filtered from a, there is 
obtained a blackish green gum, and but seldom crystals. — 2. If on the 
other hand, the solution filtered from the excess of carbonate of copper 
be mixed immediately with alloxanic acid, till the dark green colour has 
changed to light blue, and till a few drops evaporated on a glass for a 
sample, yield crystals, the mixture, when left to evaporate freely, crys- 
tallizes to the last drop in blue, shining, crystalline nodules, which become 
green and opaque at 100°, without giving off their water of crystalliza- 
tion. They dissolve in 5 or 6 pts. of water, forming a blue liquid which 
becomes green when heated, and is precipitated by alcohol in green flocks, 
but not by alkalis. (Schlieper.) The solution of cupric oxide in aqueous 
alloxan yields a green salt which crystallizes in plumose tufts, and is 
turned blue by ammonia or potash without any precipitation. (Brug- 


natelli.) 


Salt a dried at 100°. Schlieper. 
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Mercuric Alloxanate. — The solution of mercuric carbonate in alloxanic 
acid (which decomposes very readily when heated, with precipitation of a 
scaly powder consisting of mercurous salt), yields with absolute alcohol a 
powder which is white and loosely coherent when dry, gives off 12°55 
p.¢.(6 At.) water at 100°, and is insoluble in water. (Schlieper.) 
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Aé 100°. Schlieper. 
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Alloxanate of Silver.—a. Bibasic. — Bibasic alloxanate of ammonia 
forms with silver-salts a white precipitate which becomes grey when dry. 
— The precipitate, when heated in the liquid, also turns, first yellow, 
then black by reduction of silver, and gives off carbonic acid, if it con- 
tains free ammonia, which first decomposes alloxanic acid into urea and 
mesoxalic acid, whereupon the mesoxalate of silver is resolved by heat 
into silver and carbonic acid. Alloxanic acid precipitates nitrate cf 
silver only on addition of ammonia. The white precipitate, when boiled 
with the liquid, merely turns yellow without further decomposition. — 
The dried precipitate exhibits, considerably below a red heat, a decom- 
position which spreads through the entire mass, and is attended with 
slight detonation, — and leaves a residue which when further heated, 
gives off a large quantity of cyanic acid, and leaves a residue of silver. 


(Liebig & Wohler.) 
Liebig & Wohler. 
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b. Monobasic ?— A solution of silver-oxide in aqueous alloxanic acid 
dries up to a gum when evaporated. (Liebig & Wohler.) 

Alloxanie acid dissolves in 5 to 6 pts. of alcohol; the solution in 
absolute alcohol may be boiled and evaporated without decomposition, — 


In ether it is less soluble than in alcohol. (Schlieper.) 
It has not been found possible to prepare Adloxanic ether by any process whatever. 
(Schlieper.) 


Appendiz to Alloxanie Acid. 


The following acid must, from the mode of its preparation and many statements 
respecting its properties, be regarded as impure alloxanic acid; but on account of the 
many diversities which it likewise exhibits, it is best treated separately, at least till these 
discrepancies are cleared up. 


Oxuric Acid. 
Vavaquetin. Mem. du Mus. 7, 253. 
Acide purpurique blanc. Ac. urique suroxigéné. 


Preparation. 1 pt. of uric acid is dissolved in a cold mixture of 
2 pts. (or rather more) nitric acid of 34° Bm. and 2 pts. water (the vessel, 
according to Quesneville, being surrounded with ice); the solution satu- 
rated with milk of lime; the basie oxurate of lime, which separates from 
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the red mixture in white shining crystals, dissolved in a sufficient quantity 
of dilute acetic acid to neutralize the alkaline reaction; and the liquid 
left to cool till the neutral lime-salt crystallizes. The crystals of the 
lime-salt are dissolved in 24 times their quantity of water; the lime pre- 
cipitated therefrom by 30 per cent. of crystallized oxalic acid; the filtrate 
evaporated to dryness; and the acid dissolved out with alcohol, filtered to 
separate a small quantity of oxalate of lime which had remained dis- 
solved through the medium of the oxuric acid, and evaporated. — (Ques- 
neville, (J. Chim. méd. 4, 225; also Pogg. 12, 629), precipitates the above 
solution with subacetate of lead, after neutralization with ammonia; 
washes the fine red precipitate with a large quantity of cold water; sus- 
pends it in water; and decomposes it with excess of sulphuretted hydrogen 
— because, if too small a quantity be used, the purpuric acid likewise pre- 
sent remains undecomposed ; — then filters and evaporates.) 


Properties. White crystals having a very acid taste like that of 
oxalic acid; they melt at a gentle heat, and solidify in a brittle gummy 
mass on cooling. 

The lead-salt of this acid contains 75 p. ¢. lead-oxide and 25 p. ¢. 
hyp. anhydrous acid; the latter containing 37:34 p. c. C, 16:04 N, 
17°22 [?] H, and 29°34 O. 


Decompositions. Yields by dry distillation, hydrocyanate and car- 
bonate of ammonia, empyreumatic oil and charcoal. Does uot leave any 
red residue when dissolved in nitric acid and evaporated. 


Combinations. The acid dissolves very readily in water. 


The Alkaline Oxurates are colourless, perfectly neutral, form white 
precipitates with stannous and with lead-salts, and do not precipitate 
nitrate of silver. 


Oxurate of Ammonia. — The acid neutralized with aqueous ammonia, 
yields by evaporation in sunshine, crystals which have an acid reaction 
in consequence of the partial volatilization of the ammonia. 


Oxurate of Lime.—a. Basic. — Precipitated in the preparation of 
oxuric acid (vid. sup.). Tastes sweet and slightly alkaline. Contains 
27°5 p.c. lime and 3l water; becomes yellowish when dry, and then 
effervesces slightly with acids. Dissolves sparingly in cold, much more 
freely in hot water; but the solution, if saturated at a gentle heat, 
deposits part of the lime at 100°.— 6. Neutral —¥Yormed by dissolving 
the salt a in hot dilute nitric acid, till the alkaline reaction is removed, 
and cooling. Neutral colourless crystals permanent in the air, having a 
slightly sweet taste, and containing 12°6 p. c. lime, and 25°5 water. By 
dry distillation, they first yield water, then carbonate of ammonia which 
condenses in needles, and a liquid containing hydrocyanate with a small 
quantity of carbonate of ammonia, and leave a residue of carbonate of 
lime mixed with charcoal. Dissolves in more than 40 pts. of cold water, 
and in a smaller quantity of boiling water, without decomposition, and 
crystallizes out on cooling. 


Oxurate of Lead. —¥Free oxuric acid does not precipitate neutral 
acetate of lead, but oxurate of lime forms a white precipitate with that 
salt; a large portion of the oxurate of lead, however, remains dis- 
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solved, and separates out partly on heating the liquid, partly on evapo- 
rating it nearly to dryness, after which the salt may be washed with 
water. It contains 75 lead oxide and 25 acid. 


Mercurous Oxurate.—Oxuric acid forms a white precipitate with 
mercurous nitrate. 


Oxurate of Silver. — The free acid and its lime-salt do not precipitate 
nitrate of silver if diluted to a certain point. White needles which taste 
like nitrate of silver, and turn red on exposure to light. 

Oxuric acid dissolves readily in alcohol. 


6. Nitrogen: nucleus. C&NAdO*®, 


Alloxan. 
CENZH*O? = (C2 N AdOe 02 


GaspARD BRUGNATELLI. BGrugn. Giorn. 11, 38 and 117; also Ann. 
Chim. Phys. 8, 201; also Schw. 24, 308; also WV. Zr. 3, 1, 88. 

Prout. Ann. Phil. 14, 363. 

Lirpig & Wouter. Ann. Pharm. 26, 256. 

FrirzscHe. J. pr. Chem. 14, 237. 

ScHLIEPER. Ann Pharm. 55, 253. 


Discovered in 1817 by Brugnatelli, who named it Acido osstertti ico, 
erythric acid; more completely examined by Wohler & Liebig in 1838. 


Formation. In the decomposition of uric acid by nitric acid (Brug- 
natelli, Liebig & Wohler), or by chlorine or iodine. (Brugnatelli.) 


Preparation. 1. Two pts. of a mixture of ordinary and of the 
strongest fuming nitric acid, exhibiting a density of 1°48 to 1°50, are 
placed in a flat basin, and 1 pt. of uric acid added in small portions and with 
constant stirring, each portion being added after the effervescence caused 
by the former portion has subsided and the mixture has become cool. 
The solution, which is now solidified to a white crystalline magina, is left 
to cool completely, and then placed on a brick or on blotting paper 
several times folded; the white powder which remains after 24 hours, 
dissolved in an equal weight of warm water, and the bihydrated alloxan 
left to crystallize from the filtered solution in a warm place. (Liebig & 
Wohler.) —In a cool place, it would yield octohydrated crystals by 
which the purification would be rendered more difficult. If weaker 
nitric acid is used, other products are formed together with the alloxan, 
and completely prevent the separation of the latter. (Liebig & Wohler.) 
The alloxan-crystals are often contaminated with a little alloxantin, from 
which they must be freed by solution in a small quantity of cold water 
and filtration. (Liebig. ) 

2. Twelve hundred grains of uric acid are added in successive por- 
tions, and with constant stirring, to 1700 grains of nitric acid of sp. gr. 
1:412 contained in a flat dish (during which process the liquid may be 
allowed to become slightly warm, but too much heat, which would de- 
compose the alloxan, must be prevented by cooling the dish in water), 
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The whole is then left to cool over night; the crystalline magma thrown into 
a funnel plugged with asbestus [or better with coarsely pounded glass]; 
the last portions of the mother-liquor carefully displaced by ice-cold 
water till the liquid which runs through exhibits but a faint acid reaction; 
the crystals dissolved in the smallest possible quantity of water of 50° to 
60°; the solution filtered and cooled till it crystallizes; and a few more 
crystals obtained by evaporating the mother-liquor at 50°. The heat 
must not be allowed to exceed that limit, as in that case, the nitric acid 
still adhering to the crystals would convert a portion of the alloxan into 
alloxantin, and perhaps also into acid oxalate of ammonia. — The mother- 
liquor which remains after the separation of these crystals, together with 
that which has run from the draining funnel, mixed with a threefold 
quantity of water, is treated with sulphuretted hydrogen gas, which pro- 
duces alloxantin and a small quantity of dialuric acid; and then exposed 
for some days to evaporation in the air, as long as alloxantin separates 
out (which may be purified by solution in boiling water, filtering from 
sulphur and crystallization), while the mother-liquor still yields a small 
quantity of parabanic acid, less however as the process has been more 
successful. In this manner, 100 parts of uric acid yield 90 pts. of crystals 
of octo-hydrated alloxan, and a quantity of alloxantin corresponding to 
10 pts. of hydrated alloxan. Sometimes 100 pts. of uric acid yield 
altogether 106 to 107 pts. of octo-hydrated alloxan. Calculation 
(CMN*HAOS : CON*H70*%, 8 Aq 168 1214 —-100:: 1274)" vives asthe 
maximum 127°4 pts. of octo-hydrated alloxan from 100 pts. of uric acid. 
(Gregory, Ann. Pharm. 33, 335; Phil. Mag. J. 28, 550; also J. pr. 
Chem. 39, 218.) 

Gregory formerly used nitric acid of sp. gr. of 1°30 to 1:35, but this 
was afterwards declared both by Schleper and by Gregory himself to be 
less advantageous. Gregory also added uric acid to the nitric acid-only 
till crystals of alloxan began to appear in the warm liquid; placed the 
crystalline magma which formed on cooling on a funnel stopped with 
asbestus, washed it with a very small quantity of ice-cold water; dis- 
solved fresh quantities of uric acid in the mother-liquor which ran off; 
placed the cooled mass in a fresh funnel; and proceeded in the same 
manner several times with the mother-liquor which ran away, till it no 
longer acted upon uric acid even when gently heated. 

Of similar nature is the following method proposed by Schlieper: 
4 oz. of nitric acid of sp. gr. 1°40 to 1°42 are placed in a beaker-glass 
surrounded with cold water; and uric acid added with constant stirring 
and in successive quantities, as much as can be laid on the point of a 
knife, each portion being allowed to dissolve before the next is added, 
and care being taken that the heat evolved, which up to a certain point 
favours the regular decomposition, does not rise above 30° or 35°, as it is 
likely to do, if the portions of uric acid are added too quickly one after 
the other, or if too much is added at once, in which case the alloxan is 
decomposed with evolution of red fumes. As often as crystals of alloxan 
form in the mixture, they are collected on a funnel plugged with 
asbestus, to withdraw them from the further action of the nitric acid, 
whilst the liquid which runs off is again mixed with uric acid, which may 
be added in larger quantities and with less cooling of the vessel, as the 
violence of the action diminishes. In this manner crystals of alloxan are 
repeatedly collected in the funnel, and a thickish mother-liquor runs 
away, which when exposed to a low temperature for 24 hours, yields a 
fresh quantity of alloxan-crystals to be collected in a funnel. The 
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whole of the alloxan is then placed upon a brick, mixed in a flask 
with half its weight of warm water, heated to 60° or 80°, and filtered; 
the undissolved portion is treated in the same manner. The mixed 
filtrates yield on cooling large ‘crystals of octohydrated alloxan. The 
mother-liquor yields by evaporation at 30°, impure, yellowish alloxan, 
and from the mother-liquor then remaining, parabanic acid may be 
prepared by boiling with a little nitric acid. To obtain in the form of 
alloxantin the alloxan still contained in the thinner mother-liquor run off 
from the asbestus-funnels, this liquid is nearly neutralized with chalk or car- 
bonate of soda; 8 of it saturated with sulphuretted hydrogen gas, whereby 
sulphur and alloxantin are precipitated, and at the same time a certain 
quantity of dialuric acid is produced by the further action of that gas; 
and the remaining 4 of the mother-liquid added, the alloxan of which 
acts upon the dialuric acid in such a manner as to form alloxantin; the 
alloxantin, which is completely precipitated in the course of 24 heurs, 
is then collected on a filter, washed with cold water, dissolved in boiling 
water, filtered from the salphur, aud left to crystallize. — By this treat- 
ment, 100 pts. of uric acid yield 41°7 pts. of pure, 11°7 pts. of yellowish 
octohydrated alloxan, 5:0 pts. of parabanic acid, and 11°7 pts. of al- 
loxantin. (Schlieper.) 

7 Delffs (J. pr. Chem. 58, 488) adds uric acid in small portions to 
twice its weight of nitric acid of sp. gr. 1°42, im a capacious platinum 
crucible standing in cold water; the anhydrous [bihydrated] alloxan 
thus obtained amounts to 83 or 85 p. c. of the uric acid consumed. 4. 

3. Into a basin containing 4 oz. of uric acid and 8 oz. of moderately 
strong hydrochloric acid, 6 drams of pure pulverized chlorate of potash 
are added, in the course of half an hour, by successive portions, and with 
constant stirring, whereby a liquid containing alloxantin and urea is 
produced, and, provided the process be carefully conducted, without any 
evolution of carbonic acid or chlorine: the action is attended with rise of 
temperature, which however must not exceed a certain limit. The 
resulting liquid is diluted with twice its bulk of cold water; decanted 
after three hours from the undissolved uric acid; this residue heated to 
50° with a small quantity of strong hydrochloric acid, and another 
2 drams, or less, of chlorate of potash gradually added till the uric acid 
has disappeared. The alloxan contained in the mixture of the two 
solutions is then converted by sulphuretted hydrogen into alloxantin, 
which is collected on the filter together with the sulphur (while a solution 
containing urea runs off); separated from the sulphur by solution in 
boiling water and filtration; and then left to crystallize. To convert the 
2 0z. 7 dr. 20 gr. of alloxantin thus obtained into alloxan, half of it is 
boiled with a double quantity of water, nitric acid being dropt in at the 
same time till an effervescence of nitric oxide becomes perceptible; the 
liquid kept hot on the water-bath till the effervescence is ended; a 
portion of the second half of the alloxantin then added till a fresh 
portion produces no effervescence; then again a small quantity of nitric 
acid, and so on, till only a sinall quantity of alloxantin remains in excess, 
and the nitric acid is completely decomposed; the liquid filtered hot; 
and 8 or 4 drops of nitric acid alded, to convert the alloxantin com- 
pletely into alloxan, whereupon the liquid yields on cooling beautiful 
crystals of alloxan. (Schlieper.) 

Brugnatelli added nitric acid to uric acid as long as effervescence ensued ; decanted 
the liquid from the yellow flakes which were deposited ; left these flakes to drain upon 
bibulous paper; dissolved them in water; and left the filtrate to crystallize by 
evaporation. 
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To obtain anhydrous alloxan from the bihydrated or octohydrated 
compound, the latter must be very carefully heated to 100°, in order to 
convert it into the bihydrated compound, and this, or the pulverized 
crystals of the same hydrate, must be heated for some time to 150°—160° 
in a stream of dry hydrogen gas. (Gm.) . 


Properties. Alloxan in the pure state is doubtless white; but a 
product formed by the action of heat imparts to it a pale brown-red 
colour. (Gm.) 

The aqueous solution tastes pungent at first, but afterwards sweetish. 
(Brugnatelli.) Its taste is slightly astringent; it reddens litmus; colours 
the skin purple after a while, and imparts to it a peculiar and disgusting 


odour. (Liebig & Wohler.) 


Calculation according to Liebig & Wohler’s analyses of bihydrated alloxan. 
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Liebig & Wohler regarded bihydrated alloxan (C8N?H‘O!°) as the anhydrous 
compound. 


Decompositions. 1. The aqueous solution of alloxan exposed to the 
action of a voltaic current, gives off oxygen gas at the positive pole and 
deposits crystalline crusts of alloxantin at the negative pole. (Liebig & 
Wohler.) It yields oxygen gas at the positive pole, and scarcely any 
hydrogen at the negative pole, but acquires at that part a dark red 
colour. (Brugnatelli.) — 2. Bihydrated alloxan yields by dry distillation 
a peculiar crystalline product. (Liebig & Wohler.) — It acquires a slight 
reddish tinge even at 100° (Liebig & Wohler); and even by exposure to 
the heat of the sun. (Brugnatelli.) This reddish tinge, which inclines to 
brown, increases somewhat at 150°, at which temperature there is like- 
wise formed a trace of a white, mealy sublimate red at the bottom. 
The pale red solution of this strongly heated alloxan soon becomes spon- 
taneously decolorized, and like the colourless solution of alloxan, yields 
alloxantin with sulpburetted hydrogen. (Gm.) 

3. Hot dilute nitric acid converts alloxan into parabanic acid, with 
evolution of carbonic acid (Liebig & Wohler); 


C8N?7H708 + 20 = C®N?H?708% + 2CO*. 


The parabanic acid, when heated for a longer time with nitric acid, is 
converted into carbonic acid and nitrate of urea. Alloxan cannot there- 
fore be recovered from its solution in weak nitric acid by evaporation. 
But bihydrated alloxan is scarcely decomposed by heating with strong 
nitric acid. (Schlieper.) Alloxan does not give off nitrous vapours when 
heated with copper and oil of vitriol. (Liebig and Wéhier.) 

4. Alloxan dissolves in warm concentrated hydrochloric or in dilute 
sulphuric acid, with continuous effervescence, and with formation of 
alloxantin. The solution when heated for some time, becomes turbid, 
and on cooling deposits shining crystals of alloxantin, while the mother- 
liquor yields by evaporation acid oxalate of ammonia. The first products 
of the reaction are alloxantin, oxalic and oxaluric acid: 
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4C®N?H40 + 4HO = C!6N4H1902 + C#H°O3 + 2C°N?H108; 


SS 
hydrated 
alloxantin. 


the oxaluric acid is converted by further action of hydrochloric acid into 
oxalic acid and urea: 
CONZH2 O2 o22H Ov) 4H O8= C7NA207 
and the urea is finally resolved into carbonic acid and ammonia, which 
remains combined with the oxalic acid. (Liebig & Wohler): 
C2N7EO* a2 Oj— 2007, + 2NES, 
Liebig (Chim. org. 1, 229) gives the equation: 
2C®8N?1140% + 6HO = C8N*H5O"” + 3C?HOt + 2CO? + 2NH°. 
— 


a 
hydrated oxalic acid. 
alloxantin. 


[The equation might be however: 
4C3N7H708 + 14HO = C¥N4H40"4 + 8C4H20% + 4CO? + 4NH?®.] 


anbydrous oxalic acid. 
alloxantin. 


The solution rendered turbid by heating for a short time frequently 
does not deposit any crystals of alloxantin on cooling, but only on dilu- 
tion with water and standing for some time. 

The hydrochloric acid solution, after being heated for a short time, 
forms with baryta-water a white precipitate (alloxan), but after longer 
heating, continually darker violet precipitates (alloxantin), the colour 
howayer continually diminishing by longer boiling, a proof that the 
alloxantin is decomposed. The solution then deposits, on cooling, instead 
of alloxantin, a yellow powder which dissolves slowly in water but 
readily in ammonia, whence it is slowly precipitated by acetic acid; its 
composition is C°N?2HB08, and it forms yellow crystalline grains with 
ammonia, but when heated with excess of ammonia, is ered into a 
yellowish gelatinous powder, which dissolves slowly in water but readily 
in ammonia, and resembles nycomelate of ammonia. (Liebig & Wohler.) 

5. The solution, after boiling for a short time with excess of aqueous 
sulphurous acid, forms a white precipitate with baryta-water, and after 
longer boiling, a violet precipitate, the colour of which however dimi- 
nishes continually when the boiling is continued still longer. (Liebig 
& Wohler.) — But when aqueous alloxan is saturated with sulphurous 
acid and evaporated at a gentle heat, the liquid yields on cooling large 
transparent efflorescent tables of a substance, which, when treated with 
ammonia, does not form crystals of thionurate of ammonia, but solidifies 
with it to a reddish transparent paste. (Liebig & Wohler.) These 
crystals appear to be a compound of 1 At. alloxan with 2 At. sulphurous 
acid; for on adding potash to a mixture of aqueous alloxan, and excess 
of sulphurous acid till a slight alkaline reaction is produced, hard 
shining crystals of a potash- salt are obtained, whose acid is composed of 
1 At. alloxan and 2 At. sulphurous acid. (Gregory, Phil. Mag. J. 24, 
189; also J. pr. Chem. 32, 280.) 

6. When aqueous sulphurous acid is added to a cold-saturated solu- 
tion of alloxan till its excess becomes perceptible by the odour, then 
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ammonia added, and the mixture boiled for a short time, a solution of 


thionurate of ammonia is formed, which on cooling crystallizes in shining 
lamine. (Liebig & Wéohler): 


C°N7H708 + 3NH3 + 2SO? + 2HO = 2NH3,C8N3H508,2S02 + 2Aq. 


7. Aqueous alloxan heated with peroxide of lead forms carbonate 
of lead and urea (Liebig & Wéhler): 
C5N?H°OS + 40 + 2HO = C?2N?H!0? + 6CO2. 
The urea amounts to 38°41 of the bihydrated alloxan. [Calculation gives 37°5 p. ce. 
(160: 60 = 100:37°5).] Oxalic acid and a white powder insoluble in water but soluble 


in ammonia, which are also formed in small quantity, must be regarded as unessential. 
(Liebig & Wohler.) 


8. Aqueous alloxan gradually dropt into a boiling solution of neutral 
acetate of lead, forms a precipitate of mesoxalate of lead (ix. 426), which 
is flocculent at first, but afterwards aggregates in the form of a crystalline 
meal, while urea remains dissolved in the liquid: 


GN7H70® + 400 = CSH?O! + C2N?2H40?, 


But when the acetate of lead is poured into the solution of alloxan, a 
scanty rose-coloured precipitate is obtained, which is greatly increased 
by addition of alcohol, and contains alloxantin and oxalic acid. (Liebig 


& Wéhler.) 


9. Aqueous alloxan forms with baryta or lime-water, after a while 
only if the alkali is in insufficient quantity, but immediately if it is in 
excess, a shining crystalline precipitate of alloxanate of baryta or lime. 
A similar action is produced by strontia-water, and by mixtures of 
chloride of barium, strontium or calcium, or of nitrate of silver, with 
ammonia. (Liebig & Wohler, pp. 158 and 160). When the alkali is in 
excess, urea is found in the filtrate, and the precipitated alloxanate of 
baryta is mixed with mesoxalate. (Schlieper.)— Alloxan boiled with 
aqueous alkalis is resolved into mesoxalic acid and urea (Liebig & 
Weohler): 

C8N?H?O8 + 4HO = C®H?O! + C2N?H402, 


10. The solution of alloxan in ammonia, which has a scarcely per- 
ceptible reddish tint, turns yellow when gently heated, and solidifies on 
cooling or evaporation, to a yellowish Jelly of mycomelate of ammonia. 
(Liebig & Wohler; see page 181.) The liquid retains in solution allox- 
anate and mesoxalate of ammonia, together with urea. (Liebig.) — 
The ammoniacal solution, which is yellow at first, reddens and *becomes turbid on 
standing, and deposits yellow flakes which dissolve with red colour in water. (Brugna- 
telli.) — Ammoniacal gas passed at 100° over bihydrated alloxan forms a light brown. 
red mass, which dissolves in water, forming a carmine-coloured solution. (Gm.) 


11. The saturated aqueous solution of alloxan gives off carbonic acid 
when boiled, the evolution of gas continuing for a considerable time, and 
the alloxan being resolved into alloxantin and parabanie acid: 


[3C®N2H708 — ClON?*H70" + CON? 70° + 2C 0". 4 


In consequence of the formation of alloxantin, the boiled liquid forms a 
blue precipitate with baryta-water, purpurate of ammonia when treated 
with carbonate of ammonia, and yields a large quantity of alloxantin- 
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erystals on cooling. (Liebig & Wohler, Ann. Pharm. 38, 857.) —When 
the alloxan-solution is boiled down, a red substance remains together with the alloxan ; 
this substance forms with water a bright red solution, which in course of time becomes 
decolorized and deposits white flakes; it is also decolorized by boiling, and gives off 
red vapours [?]. (Brugnatelli.) 

12. Protochloride of tin, or aqueous hydrochloric acid with zine or 
sulphuretted hydrogen, converts aqueous alloxan into alloxantin, and the 
two latter reagents then convert the alloxantin into dialuric acid. (Liebig 
& Wohler): 

[First: 2C8N2H208 + 2H = CN4H4O + 2HO; 
then: CUN‘H4OM + 2H = 2CSN2H!08,] 


The chloride of tin immediately throws down crystals of alloxantin. 
When hydrochloric acid is used with zine, dialuric acid is found in the 
liquid; and if the hydrochloric acid is hot or concentrated, the precipitated 
alloxantin is converted into the yellow shining crystalline powder men- 
tioned on page 175. With sulphuretted hydrogen, the liquid first de- 
posits sulphur, then crystals of alloxantin, which, especially at a boiling 
heat, is converted by the further action of the ‘sulphuretted hydrogen, 
into dialuric acid. Aqueous cyanide of potassium likewise precipitates 
dialurate of potash from anges alloxan after a few hours. (Liebig & 
Wohler, dnn. Pharm. 41, 291.) 

13. "Aqueous alloxan colours ferrous salts deep indigo-blue, at first 
without precipitation; but on addition of alkali, a precipitate is imme- 
diately formed. (Brugnatelli, Liebig & Wéhler.) — Aqueous alloxan 
dissolves iron with yellow, red, and blue colour; in either case the 
solution turns blue on addition of an alkali. Protoxide of iron forms a 
yellow solution which turns blue on exposure to the sun and by the 
action of alkalis, but recovers its yellow colour after a while. Sesqui- 
oxide of iron forms a yellow solution which yields a grey precipitate 
with g small quantity of alkali, but redissolves in a larger quantity, 
forming a blue solution. These iron-solutions when decomposed by 
the galvanic current, deposit a blue crust at the negative pole. 
(Brugnatelli.) 

14. Bihydrated alloxan struck on the anyil in contact with potas- 
sium detonates slightly and with a faint light. (Gm.) 


Combinations. With water.—a. Bihydrated Alloxan. — Crystallizes 
on evaporating a warm aqueous solution of alloxan, in oblique rhombic 
prisms belonging to the oblique prismatic (monoclinometric) system, and 
having the appearance of rhomboidal octchedrons truncated at the sum- 
mits (Hausmann). They are large, transparent, and colourless, have a 
glassy lustre, and are permanent in the air. (Liebig & Wohler.) 


Liebig & Wohler. 
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The bihydrated alloxan was heated for two hours to 150°—160° in a stream of dry 
hydrogen gas. Gm. 
VOL. X. N 
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b. Octohydrated Allocan. — An aqueous solution of alloxan saturated 
while warm yields on cooling, large, transparent, colourless crystals 
belonging to the right prismatic system, and having a nacreous [vitreous] 
lustre. They effloresce rapidly in warm air, and give off 26 to 27 p.c. 
water, either in a warm or a cold vacuum, or when heated to 100° in 
the air. (Liebig & Wohler.) 

Liebig & Wohler. Gm. 
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€. c. Nonohydrated Alioxan. —A solution of alloxan containing a 
trace of nitric acid, deposited large masses having a rhombedral form 
and scaliform on the sides. They were found by analysis [the details of 
which are not given] to contain C°N*H*0"+7Aq. [or C°N*H?08+9Aq]. 
After being kept in a bottle for 2 or 3 years, they were found in summer, 
to be partly converted into a liquid and a quantity of crystals. The 
alloxan was then completely decomposed, the products of the decom- 
position being: (1), alloxantin; (2), a beautiful, easily crystallizing body, 
different from alloxan and alloxantin, and giving no colour with baryta- 
water; (3), a large quantity of a substance still more soluble and having 
a strong acid reaction. (Gregory, Ann. Pharm. 87, 126.) 4. 


d. Alloxan dissolves readily and without colour in water. (Brug- 
natelli, Liebig & Wohler.) 

lt is insoluble in strong nitric acid, and may be precipitated by that 
acid from its solution in water. (Schlieper.) 

Aqueous alloxan does not decompose carbonate of baryta or car- 
bonate of lime ; neither does it act upon oxide of lead, even at a boiling 
heat. 

Alloxan dissolves readily and without colour in alcohol, (Brugnatelli.) 


e. Nitrogen-nucleus. C®NAd*HO*. 


Uramil. 
C8N°H50% — C8NAd?H 04,07. 


Lrepiag & WOnLER. (1838.) Ann. Pharm. 26, 274; 813 and 893. 


Formation. 1. By boiling an aqueous solution of thionuric acid or 
cf thionurate of ammonia supersaturated with dilute sulphuric or with 
hydrochloric acid, for a short time, till it becomes turbid, and then 
leaving it to cool. Even when the solution is moderately dilute, it solidifies to a 
crystalline magma while yet warm.—2, By boiling an aqueous solution of 
alloxantin with hydrochlorate or oxalate of ammonia. 


Preparation. A solution of thionurate of ammonia saturated in the 
cold is heated to the boiling point, hydrochloric acid then added, the 
boiling continued for a few seconds, the liquid left to cool, and the 
needles which slowly separate, washed and dried. 
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Properties. White hard needles having a silky lustre, united in 
p!umose tufts and turning red on exposure to the air. 


Liebig & Wohler. 
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[Uramil (C8N%H*O8) is to dialuric acid (C8N?H408) as oxamide (C*N?H40‘) to 
oxamic acid (C*NH%0°); and similarly, the unknown CSNH°O" would correspond to 
oxalic acid (C*H?O%.) ] 


Decompositions. 1. Uramil treated with nitric acid gives off nitric 
oxide gas free from carbonic acid, and forms a solution which is coloured 
purple-red by ammonia, and when evaporated and cooled, solidifies to a 
erystalline magma of alloxan, while nitrate of ammonia remains in the 
mother-liquor. [Perhaps in this manner: 


G8N?H30% +120 = G°N?7H70% + NH?.] 


2. Uramil dissolves quietly in cold oil of vitriol, whence it is preci- 
pitated by water as a white powder, while only traces of ammonia remain 
in the liquid. But if the solution in oil of vitriol be diluted with water 
merely till it begins to show turbidity, and the mixture then boiled, with 
renewal of the water, till it is no longer precipitated by a large quantity 
of water, it yields by evaporation crystals of uramilic acid, sulphate of 
ammonia being formed at the same time: 


2C8N3HeOF + 3HO = CHNSH"MOL + NH3]. 
ee 
uramilic acid 
[or perhaps: 2C8N®H5O* + 2HO = C'*N5H9O4 + NH?.] 
yy) 
uramilic acid. 


When too much sulphuric acid is added, no uramilic acid is obtained; 
but the liquid, after exposure to the air for some time, yields crystals of 
dimorphous alloxantin (or dialuric acid?) 


(C8N3H508 + 2HO = C8N°H!08 + NII) ? 


3. When mercuric oxide or oxide of silver is added by small portions 
and not in excess, to uramil suspended in boiling water, the metal is 
reduced, but without evolution of gas, and a purple liquid is obtained, 
which on cooling deposits crystals of purpurate of ammonia, while either 
alloxan or Slioeint a remains in the mother-liquor. [Admitting that 
these latter products proceed from oxidation carried too far, and are 
therefore unessential, the equation will be: 


2UENSEE OY 4-20 = CUONP POEs 2HO.] 
The slightest excess of metallic oxide decolorizes the purple liquid, 
which then contains alloxanate of ammonia. [Perhaps in this manner: 
CONSH'OS + 20 + 2HO = NH3,C®N?H‘0%.] 


Purpurate of ammonia is more advantageously obtained by adding am- 
monia in small quantities, ae with the metallic oxide to the uramil 
while boiling in water. Perhaps the ammonia prevents the oxidation 
from going too far. | 

N 2 
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4. When a hot dilute solution of potash is saturated with uramil, a 
small quantity of ammonia is evolved, anda pale yellow solution obtained 
which rapidly absorbs oxygen from the air, acquires a continually deeper 
purple or almost violet colour, and when exposed to the air over night 
deposits a large quantity of shining gold-green prisms containing potash 
[purpurate of potash]. The supernatant mother-liquor is neutral, and 
contains either alloxanate or mesoxalate of potash. — [If purpurate of 
potash be regarded as C’N°H‘KO", and the alloxanic or mesoxalic acid 
as a secondary product, the equation will be: 


2C8N3H°O% + KO + 20 = ChUN®HIKO? + NH? + 3HO] 


When a solution of uramil in potash is boiled for some time, a large 
quantity of ammonia is evolved; the quantity of undecomposed uramil 
which can be precipitated from the filtrate by hydruchloric acid con- 
tinually decreases; and the hydrochloric acid filtrate supersaturated with 
ammonia, forms with chloride of calcium a white precipitate, which dis- 
solves in a large quantity of water, and resembles uramilate, oxalurate 
or mesoxalate, — or, if the boiling with potash has been long enough con- 
tinued, — oxalate of lime. According to Liebig, (Chim.,org. 1, 225,) 
uramilic acid is produced in this reaction. 


5. A solution of uramil in ammonia, boiled and evaporated in an 
open vessel, acquires a deep purple-red colour, and yields on cooling 
crystals of purpurate of ammonia: 


[2CSNSH? OS +220 ClONTH*O® 4. 2HO: 


According to this equation, the ammonia must be regarded merely as a 
solvent of the uramil].— Liebig & Wohler, on the other hand, give the 
equation: 


2C8N3H*O% + 30 = C2N5H®O3 + CANHO# + $At. hyp. anhyd.alloxanic acid + 3HO 


ee 
purpurate of 
ammonia. 


A solution of uramil in ammonia mixed with an aqueous solution of 
alloxan, also yields a large quantity of purpurate of ammonia: 


[C8N3H50% + C3N2H208 + NH? = ClNSHSO2 + 2HO]. 


Gerhardt (Ann. Chim. Phys. 72, 184), who, with Liebig & Wohler, 
regards purpurate of ammonia as C”’N°H®°O®, or rather as Eel Sato Bs 
gives the equation: 


C8N3H5OS + 2C8N2H1019 + 3NH? = C#NMHFO'’ + 10HO. 


Combinations. Uramil is insoluble in cold, sparingly soluble in hot 
water, from which it crystallizes on cooling. 

It dissolves in cold oil of vitriol, whence it is precipitated without 
alteration by water. 

It dissolves without decomposition in cold aqueous ammonia or potash, 
from which it is precipitated by acids. (Liebig & Wohler.) 
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& Nitrogen-nucleus. C&8NAdIXH3%0?%, 


Dilituric Acid. 
CNet HO? == CNA dX H?07,07 


SCHLIEPER. (1845.) Ann. Pharm. 56, 23. 


When a hot aqueous solution of alloxantin is quickly boiled with 
hydrochloric acid; the mixture of allituric acid and alloxantin which 
precipitates on cooling, treated with nitric acid, to dissolve out the latter; 
the alloxan separated from the nitric acid solution in the form of allox- 
antin by sulphuretted hydrogen; and the filtrate mixed with nitric acid,— 
whereby the dialuric acid formed by the sulphuretted hydrogen is con- 
verted into parabanic acid,—and evaporated down to 4 of its bulk: 
diliturate of ammonia separates in the form of a yellowish white powder, 
which may be purified by recrystallization from hot water, while scarcely 
anything but parabanic acid remains in the liquid. 

Diliturate of ammonia [or the amide] crystallizes in yellow, brightly 
shining lamine, the colour of which is not removable by animal charcoal, 
but appears to be essential. 

It dissolves in dilute potash (not in concentrated potash-solution, 
because the resulting potash-salt is insoluble in that liquid), with evolu- 
tion of ammonia; and acids added to it, throw down the acid potash-salt, 
in the form of a yellowish white powder. 

It is nearly insoluble in cold and but sparingly soluble in hot water; 
insoluble in ammonia; dissolves readily in oil of vitriol, whence it is pre- 
cipitated by water undecomposed and with unaltered amount of nitrogen. 
It is neither dissolyed nor decomposed by strong nitric acid. 


The so-called Ammonia-salt dried at 100°. Schlieper. 
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[If this compound is regarded, not as an ammonia-salt, but as an amide = 
C83NAd?X H20?,04, a view which accords with all its chemical relations, the acid 
contained in it must be CSN?H°O? = C83NAdXH?0?,0%, — (C8N1H°O" + 2HO—NH3 = 
C®N3H°O!), The analyses of the following salts are calculated according to this 
hypothesis. Schlieper on the contrary, regards the acid, which he likewise supposes to 
be bibasic, as C8N3H3O}8, or in the hyp. anhydrous state, C®8N3HO™. — Laurent, 
Compt. rend. 31, 353), gives for the hydrated acid the formula C°N®H°O” = 
C8N?2X 50%. | 


Potash-salt.—a,. Neutral.— Obtained by boiling the ammonia-salt with 
dilute potash, till ammonia is no longer evolved, adding alcohol to the 
hot solution till the precipitate begins to become permanent, and leaving 
it to crystallize by cooling. Lemon-yellow, shining, loosely aggregated 
needles. They do not give off water at 100°, but at a higher temperature 
they deflagrate suddenly, with evolution of carbonic and cyanie acids, 
and are converted into cyanate of potash free from charcoal. [Probably 


thus: 
| C8N3HIKZOP = 2C7-NKO? + C7NHO?’ + 2CO? + 2HO0.] 
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They dissolve pretty readily in water, but are insoluble in alcohol. 


Needles dried at 100°. Schlieper. 
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According to Schlieper, the formula is 2KO,C°N°HO® + Aq. 


b. Acid-salt.— Obtained by precipitating the aqueous solution of @ 
with a stronger acid. Yellowish white powder, which behaves, when 
heated, like the salt a. It dissolves in oil of vitriol, and is precipitated 
therefrom by water without any alteration in the amount of potash. It 
dissolves sparingly in cold, more readily in hot water, whence it crystal- 
lizes out on cocling. Contains 21°78 p. c. potash, and is therefore 
KO, C?N*HO’, 2Aq. |The formula C°N*H*KO” requires 20°6 p. c. 
potash, | 


Silver-salt, — Nitrate of silver is not precipitated, either by the 
ammonia or by the acid potash-salt; but the neutral potash immediately 
throws down from it a powder of a bright lemon-colour. This salt deto- 
nates when heated almost like a fulminate, and in consequence of the 
scattering which takes place, leaves only 48°76 p. c. silver. (Schlieper.) 
[The formula C&°N*H°A gO” would require 53°33 per cent. | 


9. Nitrogen-nucleus. C&N*H*. 


Mycomelic Acid. 
CE NG ECO: 
Oren tie iy liao 


Linpic & Wouter. (1838.) Ann. Pharm. 26, 304. 


Formation and Preparation. Aqueous alloxan assumes a yellow 
colour when gently heated with ammonia, and if the mixture is concen- 
trated, deposits mycomelate of ammonia, immediately after the heat has 
been applied, as a heavy brownish yellow powder; but if the mixture is 
dilute, it deposits the salt after a while in the form of a yellowish trans- 
parent jelly. — [perhaps in this manner: 


C5N°H°03 + 3NH3 = NH3,C8N‘4H5O3 + 3HO; 


or, if perfectly dried mycomelic acid be not C®N*H°0%, but C®°N*H*0*, the 
equation must be: 
C3N°H°O8 + 3NH® = NH3,C8NH‘0/ + 4HO.] 
The acid may be precipitated by sulphuric acid, either from the hot 


aqueous solution of mycomelate of ammonia obtained as above, or imme- 
diately from the aqueous solution of alloxan heated with ammonia. 
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Properties. Mycomelic acid recently precipitated is a translucent 
gelatinous substance; but after washing it dries up to a yellow, loosely 
coherent powder, which reddens litmus. 


Dried at 106°. Liebig & Wohler. Calculation. b, 
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Calculation J is founded on the supposition that the salt dried at 120° retains 
1HO, which would escape at a higher temperature. 


The acid dissolved in potash is decomposed on boiling, with evolution 
of ammonia. (Liebig, Chim. org.) 


Combinations. Mycomelic acid dissolves slowly in cold, readily in 
hot water. 
It decomposes the alkaline carbonates. 


Mycomelate of Ammonia. —A solution of alloxan in warm concen: 
trated ammonia, heated till it becomes decolorized, deposits this salt on 
cooling, in the form of a yellowish powder, sometimes flocculent, some- 
times granular. 


Mycomelate of Silver. — The ammonia-salt throws down from nitrate 
of silver, yellow guminy flakes, which may be heated in the liquid to the 
boiling point without decomposition, turn yellowish brown when washed, 
especially in the dark, and then dry up to hard grey lumps, which yield 
an olive-green powder. The salt when heated, yields a copious subli- 
mate of cyanate of ammonia, which changes to urea when dissolved in 
water, and a crystalline substance, having a peculiar odour and red- 
dened by the presence of another substance. It is insoluble in water. 
(Liebig & Wohler.) 


Liebig & Wohler, 
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Conjugated Compounds allied to the preceding. 


Thionuric Acid. 
C®N°H°0°,2S0? = C8NAd?HO#,0* + 2807? 
Liesia & Wouter. (1858.) Ann. Pharm. 26, 268, 314, and 331. 


Formation, p. 176, 6. 


Preparation of Thionurate of Ammonia, 1. Sulphurous acid is added 
to a cold-saturated aqueous solution of alloxan till its odour is no longer 
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destroyed, the liquid then immediately supersaturated with ammonia, 
boiled for half an hour, and left to crystallize by cooling. — 2. Better : 
An aqueous solution of sulphite of ammonia is mixed with excess of car- 
bonate of ammonia, then with aqueous alloxan, the mixture kept in 
a state of ebullition for half an hour, and then left to crystallize by 
cooling. 


Preparation of Thionuric Acid. — A solution of thionurate of ammo- 
nia in hot water is precipitated by neutral acetate of lead, the preci- 
pitate washed, suspended in water, and decomposed by sulphuretted 
hydrogen, and the filtrated evaporate at a gentle heat. 


Properties. White mass, consisting of needles; reddens litmus 
strongly; has a very sour taste; permanent in the air. 
The acid mixed with ammonia reproduces the crystals of thionurate 
of ammonia. 
Calculation of the free acid; 
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Liebig & Wohler assume, and probably with reason, according to the behaviour of 
the acid and its ammonia-salt in various reactions, that it contains, not sulphuric but 
sulphurous acid. 


Decomposition. ‘The aqueous acid becomes turbid when boiled, and 
solidifies during the ebullition, in consequence of the formation of silky 
needles of uramil, sulphuric acid being set free at the same time : — 
[Perhaps in this manner : 


C8NAHPO° 2502) =—' CON*h 08 s4- 2807.) 


Combinations. The acid dissolves readily in water. 

The neutral thionwrates contain 2 At. base; they yield sulphite of 
potash by fusion with hydrate of potash, and evolve sulphurous acid 
when treated with oil of yitriol. 


Thionurate of Ammonia, — For the preparation, vid. sup. — Colourless four- 
sided tables and lamina, having a mother-of-pearl lustre when dry. 
They assume a rose-colour at 100°, (giving off 6 p.c. or 2 At. water. 
[Liebig, Chim. org.]) They may be recrystallized without decomposition 
from water, in which they dissolve very sparingly at ordinary, but very 
readily at; higher temperatures. When fused with hydrate of potash, 
they yield, not sulphate but sulphite of potash. The aqueous solution 
reduces selenium from selenious acid: 


[2NH3,C8N3H®08,2S02 + SeO? = C8N?H?08 + 3NH3 + 2803 + Se]. 


The solution reduces silver from the nitrate in the specular form, — At 
ordinary temperatures, it is not decomposed by an excess of sulphuric 
hydrochloric or nitric acid; but, at a boiling heat, the mixture becomes 
turbid, and solidifies to a magma, consisting of needles of uramil, 
(amounting to 47°05 p. c.), and the filtrate, which contains the liberated 
sulphuric acid, precipitates chloride of barium,— On evaporating the 
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cold-saturated aqueous solution of the salt with a small quantity of sul- 
phuric acid, at a gentle heat, a large quantity of fine white needles is 
obtained, consisting of acid thionurate of ammonia; with a large quantity 
of sulphuric acid, uramil is obtained, and changes to uramilic acid, and 
with a stil larger quantity of sulphuric acid, the latter is converted into 
dimorphous alloxantin [or dialurie acid]. — (Acid thionurate of ammonia 
is obtained, when the aqueous solution of 1 At. of the neutral salt is 
evaporated at a gentle heat with 1 At. hydrochloric acid, in the form of 
white crusts composed of small crystals.) (Gregory, Phil. Mag. J. 24, 
189.) 


Crystallized. Liebig & Wohler. 
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Thionurate of Baryta. —The ammoniacal salt throws down from 
chloride of barium, translucent, gelatinous flakes, which, after a while, 
become opaque and crystalline, dissolve readily in hydrochloric acid, 
and when boiled with nitric acid, yield sulphate of baryta, but no free 
sulphuric acid. 


Thionurate of Lime.— A warm aqueous mixture of thionurate of 
ee and nitrate of lime deposits short silky needles, containing 


op. €.(2°At.) lime. 


Thionurate of Zinc. — An aqueous mixture of the ammonia-salt with 
a zinc-salt, soon deposits thionurate of zinc in small, lemon-yellow, 
sparingly soluble, crystalline nodules. 


Thionurate of Lead.— The hot solution of thionurate of ammonia 
forms, with neutral acetate of lead, translucent gelatinous flakes, which 
on cooling change to white or rose-coloured slender needles, united in 
tufts. The salt yields by distillation, urea, and a peculiar product which 
erystallizes in large lamine. Its solution in hot nitric acid, the forma- 
tion of which is attended with effervescence, deposits sulphate of lead, 
neither lead nor sulphuric remaining in the filtrate. It dissolves in dilute 
hydrochloric acid, 

Liebig & Wohler. 
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Thionurate of Copper.— The ammonia-salt forms, with sulphate of 
copper, a light brownish yellow precipitate, which is doubtless a cuprous 
salt. When heated, it dissolves with brownish yellow colour in the 
liquid, and separates again on cooling in the amorphous state. (Liebig & 


W ohler.) 
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Alloxantin. 
CMNtHt!O! — COPN AR 20)? 


Lirpic & Wouter. (1838.) Ann. Pharm. 26, 262 and 309. 
Frirzscne. Bull. scent. de Acad. de Petersb. 4, 81; also J, pr. Chem. 
14, 237. 


Urowin (Fritzsche), Alloxantine. 


Formation. 1. By the action of warm dilute nitric acid upon uric 
acid. — 2, By heating alloxan for a short time with dilute sulphuric 
acid, or boiling it for a long time with water, or by treating the aqueous 
solution of alloxan with sulphuretted hydrogen, or with hydrochloric 
acid and zine, or with protochloride of tin. —38. By boiling uramil with 
dilute sulphuric or hydrochloric acid. — 4. By heating thionurate of 
ammonia with a larger quantity of dilute sulphuric acid. (Liebig & 
Weohler.) — 5. Apparently also in the decomposition of caffein by chlo- 
rine. (Rochleder, vid. Cafein.) 


Preparation. 1. Dry uric acid is added to warm and very dilute 
nitric acid, till the resulting colourless or pale yellow liquid no longer 
acts upon it; the solution gently evaporated till it assumes an onion-red 
colour; then cooled; and the crystals purified by recrystallization from 
hot water. (Liebig & Wohler.) — Or dilute nitric acid is gradually added 
to 1 pt. of uric acid in 82 pts. of water, till all the uric acid is dissolved; 
the solution then evaporated down to two-thirds; and the crystals:which 
separate after a few days, purified by recrystallization. (Liebig.) A 
similar mode of preparation, which, however, yields a quantity of 
alloxantin amounting only to 10 p. c. of the uric acid, is described by 
Fritzsche. 

2. Sulphuretted hydrogen is passed through an aqueous solution of 
alloxan; the resulting magma heated till the alloxantin dissolves; then 
filtered from the precipitated sulphur; and the filtrate left to crystallize. 
(Liebig & Wohler.) 

8. A solution of alloxan in dilute sulphuric acid is heated for a few 
minutes, whereby it becomes turbid, and yields crystals of alloxantin on 
cooling. (Liebig & Wohler.) 

4, Alloxantin is likewise obtained as a secondary product in the 
preparation of alloxan by Gregory’s process (p. 171); also in Schlieper’s 
method of preparing alloxan with nitric acid or chlorate of potash 

ARES 
: ap Which dialurate of ammonia is evaporated at a gentle heat with a 
large excess of dilute sulphuric acid, and the solution left to stand for 
some time, dimorphous allcxantin crystallizes out, differing from ordinary 
alloxantin by its peculiar crystalline form, but exhibiting the same 
composition. (Liebig and Wohler.) This product is crystallized dialuric 
acid converted into alloxantin by the action of the air. (Gregory.) 

The crystals of alloxantin obtained by either of these processes are 
freed from their water of crystallization by heating them to 150°. (Liebig 
& Wohler.) 

Of the properties of anhydrous alloxantin, nothing is known (vid, 
Hydrated Alloxantin.) 
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Calculation of Anhydrous Alloxantin. 
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[Alloxantin may be regarded asa conjugated éompouttd of alloxan and dialuric acid: 
@N7H-O® + C8N7H*0% — CYeNtH{O"4 + 2H0.] 


Decompositions. 1. Alloxantin yields by dry distillation a peculiar 
crystalline product. (Liebig & Wohler.) 

2. When heated in chlorine-water it is converted into alloxan. Also, 
with slight effervescence, when diffused in boiling water and mixed with 
a small quantity of nitric acid, the alloxan separating from the liqurd 
after evaporation to a syrup. (Liebig and Wohler.) ‘The hot solution of 

alloxantin is likewise converted into alloxan by selenious acid, with 
precipitation of selenium (Liebig & Wéhler): 


MOP Narr a 201 2OON HO. 


3. A solution of alloxantin in aqueous hydrochloric acid rapidly 
boiled down to a small quantity, deposits on cooling, a white powder of 
allituric acid (ix. 443), together with unaltered alloxantin. (Schlieper.) 
[ With evolution of carbonic acid ?] 

4, Aqueous alloxantin reduces mercuric oxide with evolution of B45; 
and appears to form a solution of mercurous alloxanate. (Liebig & 
Wohler; Liebig, Chim. org.).— When aqueous alloxantin is heated Hest 

oxide of silver, silver is reduced, with effervescence and formation of 
oxalnrate of silver, which remains in solution (Liebig): 


[CYN‘H‘O4 + 8AgO + 2HO = 2C°N7H3Ag08 + 4CO? + GAg.] 


From a solution of nitrate of silver, aqueous alloxation immediately 
throws down black metallic silver, after which the filtrate yields a white 
precipitate with baryta-water. (Liebig & Wéhler). — Aloxantin is de- 
composed by peroxide of lead, like alloxan. (Liebig & Wohler). 

5. Aqueous alloxantin forms with baryta-water a thick violet preci- 
pitate, and when the mixture is heated, ultimately yields alloxanate and 
dialurate of baryta. (Liebig & Wéhler.) 


[C’N4H4O"4% + 3BaO + HO = C8N?H?Ba20" + C8N2H3BaO®, 


[Does the violet colour which the precipitate at first exhibits arise from basic purpurate 
of baryta?] — The violet precipitate, when boiled, first turns white and 
then disappears. When baryta-water is gradually dropt into a solution 
of alloxantin in boiling water free from air, each drop produces a deep 
violet precipitate which redissolves without colour; as the quantity of 
baryta-water is further increased, the liquid suddenly becomes be 
and deposits dialurate of baryta in the form of a reddish-white powder 
and after this powder has been completely precipitated by baryta- water, 
a still further quantity of that reagent produces a white precipitate of 
alloxanate of baryta, part of which remains in solution together with a 
small quantity of urea. (Liebig & Wéhler.) 

6. Aqueous solutions of alloxantin and sal-ammoniac thoroughly 
freed from air by boiling, immediately form a purple-red mixture which 
soon becomes paler in colour and deposits colourless or reddish shining 
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scales of uramil (p. 178), while alloxan and hydrochloric acid remain in 
solution (Liebig & Wéohler): 


[C4N1H40" + NH‘Cl = C8N3H°O® + C8N?H308 + HCl.) 
i] 
uramil. 


Other ammoniacal salts, as the oxalate and acetate, behave with allox- 
antin in the same manner as sal-ammoniac, excepting that the precipitate 
has a deeper red colour, and is thicker and less crystalline. (Liebig & 
Weéhler.) . 

7. When free ammonia comes in contact with alloxantin, 2 At. of it 
enter into combination, forming purpurate of ammonia (Gm.): 


[OSNtHIO} + s2N Fea CEN VOY 4/200], 


When dry ammoniacal gas is passed over finely pounded alloxantin, 
that substance turns red at the ordinary temperature, and at 100°, gives 
off water, and is completely converted into a deep brown-red powder of 
purpurate of ammonia. (Gm.).— To render the decomposition as com- 
plete as possible, the mass must be taken out a few times, finely tritu- 
rated again, and the ammoniacal gas allowed to act upon it for several 
hours. (Gin ) 

[The conflicting results obtained by Liebig & Wohler and by Fritzsche respecting 
purpurate of ammonia, alloxantin, and the allied compounds, induced me to attempt to 
bring them into accordance with one another and with the nucleus-theory, and to dis- 
cover formule differing as little as possible from the analyses of those distinguished 
investigators, and affording at the same time a complete explanation of the remarkable 
decompositions of those compounds. But the formule which I found to be the most 
probable required that alloxantin should be completely converted by ammonia into 
purpurate of ammonia. It is true that those chemists had already observed the red 
tint of the ammoniacal solution of alloxantin, but they had by no means regarded it as 
the essential circumstance; on the other hand, it was stated by Liebig & Wohler, as well 
as by Gregory, that to insure an abundant formation of purpurate of ammonia, a large 
quantity of alloxan must be present as well as alloxantin and aqueous ammonia. It 
must however be observed that an excess of aqueous ammonia quickly decolorizes 
purpurate of ammonia, and that the alloxan may serve to convert the uramil produced 
at the same time into purpurate of ammonia (p. 189, 8), and also to transform the excess 
of ammonia into alloxanate of ammonia, and thereby weaken its decomposing influence. 
The above-described experiment with pulverized alloxantin and ammoniacal gas, appears 
therefore to be decisive. The laws of the nucleus-theory, which guided me in these 
investigations, led me also to suspect that alloxan, previously supposed to be C83N2H4029, 
really contained 2HO more, an idea which was confirmed by experiment. — My best 
thanks are due to Dr. v. Weltzien for the very pure alloxan and alloxantin with which 
he supplied me for this research]. 

Alloxantin turns red on exposure to air containing ammonia. Its 
hot aqueous solution is coloured purple-red by ammonia, but becomes 
colourless again when further heated, or when left for some time in the 
cold. (Liebig & Wéhler.) 

When moistened alloxantin is introduced into a tube containing air 
and standing over mercury, and a few drops of ammonia passed up, the 
alloxantin immediately acquires a deep purple colour from the action of 
the rising ammoniacal gas, and absorbs a larger quantity of oxygen, but 
its colour is immediately afterwards diminished by the excess of am- 
monia. (Fritzsche. ) [This copious absorption of oxygen I did not observe; at ail 
events the preceding observations show that it is not necessary to the formation of 


purpurate of ammonia. | 
Aqueous alloxantin turns red when heated with acetate of ammonia, 


but not with nitrate; but when evaporated with the latter, it leaves a 


purple residue. (Gm.) 
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When nitric acid is gradually added to a hot aqueous solution of 
alloxantin, and samples of the liquid gently heated with ammonia, the 
ammonia produces, as the quantity of nitric acid, and consequently of 
aiioxan, increases, a continually deeper purple colour: but when sufficient 
nitric acid has been added to convert the alloxantin completely into 
alloxan, the reddening with ammonia ceases. (Liebig & Wohler.) — 
[This is perhaps explained by the preceding observations. | 

8. The solution of alloxantin in thoroughly boiled water, mixed 
with ammonia and boiled till the purple colour has completely disap- 
peared, yields chamois-coloured crystalline crusts of uramil; the yellow 
mother-liquor becomes purple on exposure to the air, deposits crystals of 
purpurate of ammonia, and ultimately coagulates to a jelly of myco- 
melate of ammonia. (Liebig & Wohler.) —In this reaction as in that 
with sal-ammoniac, uramil and alloxan are first produced, and these by 
their mutual action, with the aid of ammonia and the air, form purpurate 
of ammonia; moreover the alloxan with ammonia forms mycomelate of 
ammonia. (Liebig & Wohler.) — | Or rather: 


CMNIHOM + 4NH3 = CSN3H505 + NH3,CSN‘E4O! + 4HO. 


Part of the uramil which remains dissolved in the ammonia is at the 
same time converted by the oxygen of the air into purpurate of am- 
monia.|— When alloxantin dissolved in aqueous ammonia and boiled 
till it loses its colour is cooled to 70°, every drop of aqueous alloxan 
added to the liquid produces a deep purple colour, and the solution 
then deposits a few crystals of purpurate of ammonia, together with 
flakes of uramil (Liebig & Wéhler): 


C8N?H5O! + C8N2H40” + 3NH? = CPN5H6O8 + NH3,C‘NHO! + 8HO. 


nen ec — (oS ee) a ee 
alloxantia. alloxan. purpurate ef 4 At. alloxanate 
ammonia. of ammonia, 


Liebig & Wohler.) --[Or perhaps, as uramil was found by Liebig & 
W ANS to be present in the boiled ammoniacal solution of nllowo nin: 


CeN2H°O® + CON?H70% + NH? = CeNSH2OY + 210.) 


ee ee 
uramil, alloxan. purpurate of 
ammonia. 


9. When a solution of alloxantin in ammonia is repeatedly evapo- 
rated at a gentle heat in an open vessel, and each time redissolved 
in ammonia, it finally leaves pure oxalurate of ammonia (Liebig & 
Wohler): 

3C°N2150" + 6NH? + 7HO = 4(NH3,CON?H!O8) + 5HO. 


(Liebig & Wohler. ) — [Should not other products be formed at the same time ?] 
10, Alloxantin dissolved in water is decomposed by long keeping, 
even out of contact of air, and loses its characteristic ‘properties. 
as ) It becomes in fact sour; forms with baryta water, no longer 
a violet but a white precipitate; and leaves when evaporated crystals 
having the appearance of alloxanic acid. (Gregory, Phil. Mag. J. 

24, 190.) 

11. Sulphuretted hydrogen passed through a solution of alloxantin 
in boiling water yields a precipitate of sulphur, and converts the allox- 
antin into dialurie acid (Liebig & Wéhler): 


(CON‘H/OU + 2HS + 2HO = 2C3N?H103 + 28], 
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Combinations. With water: 


a. Hydrated Alloxantin. — Obtained by crystallization from water. 
Transparent, colourless or yellowish, oblique rhombic prisms, hard but 
very friable. The angle of the obtuse lateral edge is, in ordinary allox- 
antin =105°; in dimorphous alloxantin =121°. Alloxantin reddeng 
litmus, even after being crystallized six times from water. It turns red 
by exposure to air containing ammonia. (Liebig & Wéohler.) 
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The crystals give off nothing at 100°, but at 300° (at 150° according 
to Liebig, Chim. org.) they give off 15-4 p. «. (Liebig & Wohler.) 


b. The crystals dissolve very sparingly in cold water, more abun- 
dantly, but still slowly in boiling water, from which solution the allox- 
antin separates almost completely on cooling. (Liebig & W ohler.) 


Uramilic Acid. 
CeN5H°O"4? = C¥N?Ad°H°08,0% 


Lirpiag & Wouter. (1838.) Ann. Pharm. 26, 314. 


Formation and Preparation. 1. Water is added to a solution of 
uramil in cold oil of vitriol, till it begins to become turbid; the liquid 
boiled with frequent renewal of the water, till it no longer forms a pre- 
cip:tate with water, and evaporated to the crystallizing point (p. 179, 2). 
—2. A cold-saturated aqueous solution of thionurate of ammonia is 
evaporated at a gentle heat with a small quantity of sulphuric acid. The 
uramil which separates from the thionurate of ammonia is then gradually 
converted by the free sulphuric acid into uramilic acid; and this compound 
crystallizes after 24 hours from the evaporated liquid, which turns yellow 
during the evaporation. 

If the quantity of sulphuric acid be too small, the mixture yields 
crystalline flakes of acid thionurate of ammonia instead of uramilic acid; 
but on dissolving these in water, and evaporating with fresh sulphuric 
acid, uramilic acid is obtained in the purest state. —If too much sul- 
phuric acid be used, no uramilic acid is obtained, but after exposure to 
the air for some time, crystals of dimorphus alloxantin [or dialuric acid 1] 
separate out. — The sulphuric acid lquid, when evaporated, sometimes 
yields, before the uramilic acid, sparingly soluble white grains whose 
solution forms a white precipitate with baryta-water. [Can this also be 
dialuric acid?]_— - 
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Properties, Transparent, colourless, four-sided prisms, having a 
strong vitreous lustre, and by rapid crystallization, needles having a silky 


lustre. They redden litmus slightly, and tur red at 100°, ~ without 
diminishing in weight. 
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[Liebig & Wohler regarded the crystals as anhydrous uramilic acid and remark that 
they assume a rose-colour when dried by heat, but do not sustain any perceptible loss 
of weight. But as they do not state the temperature at which the crystals were dried, 
it is possible that these crystals may still contain 1 At. water, and that uramilic acid 
dried at a higher temperature may be C!*N°H°9O™4. The calculation headed Anhydrous 
in the preceding table is founded on this supposition. ] 


Decompositions. 1. Uramilic acid dissolves in cold nitric acid without 
evolution of gas; but when boiled with strong nitric acid, it gives off ' 
nitrous fumes, and yields by evaporation, a yell ow liquid which on cool- 
ing, deposits a large quantity of white crystalline scales. These scales 
dissolve in hot water, from which they crystallize out on cooling, and 
in potash-solution with yellow colour, and are precipitated therefrom by 
acetic acid in the form of a white powder. — 2, [ibe ails acid continuously 
boiled with hydrochloric or dilute sulphuric acid, forms a liquid which 
gives a violet precipitate (of alloxantin) with baryta-water, and on cooling 
deposits crystals of dimorphous alloxantin. [It appears certain from 
Gregory's experiments that dialuric acid is here produced, and is partially 
conyerted into alloxantin by the action of the air. 


ClNPHIOM + 2HO* = 2C§N7H*0® + NH®.j 


Combinations. The acid dissolves in 6 or 8 pts. of cold and in 8 pts. 
of hot water. 

It dissolves in oil of vitriol without blackening or evolution of gas. 

With the more soluble alkalis, it forms erystallizable salts which are 
precipitated by acetic acid. 

With baryta or lime salts it produces, on addition of ammonia, a thick 
white precipitate soluble in a large auantity of water. 

With nitrate of silver it forms, on addition of ammonia, a thick white 
precipitate containing about 63°9 to 64°3 p. c. silver. (Liebig & Wéhler.) 
| This is about 4 At. silver to 1 At. acid = 2AgO, C’®*N°H7Ag?0*]. 


Purpuric Acid. 
CEN SEPOY = CEN*AdH®D’,.O* 


ScHEELE. Opusc. 2, 74. 

BeremMan. Opusc. 4, 390. 
Pearson. Scher. J. 1, 48. 
Rewecke. Crell. Ann. 1800, 2, 94. 
W. Henry. Ann. Phil. 2, 57. 
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VauquErLin. J. Phys. 88, 458. — Mem. du Mus. 7, 258. 

Prout. Ann. Chim. Phys. 11, 48.— Ann. Phil. 14, 363. — Lond. Med. 
Gazette, 1831, June; also Froriep’s Notizen, 32, 23. 

Kopweiss. .Pogg. 19, 12. 

Liznpig & Wouter. Ann. Pharm. 26, 319. 

FritzscHe. J. pr. Chem. 16, 880; 17, 42. 


Purpursiure, Acide purpurique. — Scheele, in 1776, showed that the solu- 
tion of uric acid in nitric acid reddens the skin, and leaves a deep red 
residue when evaporated. Prout, in 1818, obtained the colouring prin- 
ciple of this solution in the form of a crystalline substance, which he 
regarded as. purpurate of ammonia, and from which he succeeded in pre- 
paring several other red purpurates by double decomposition. But he erred 
in regarding the colourless substance, murexan, separated from purpurate 
of ammonia by sulphuric acid, as pure purpuric acid, inasmuch as Liebig & 
Wohler afterwards showed that further decomposition takes place in this 
process, and that murexan no longer forms red salts with bases. On the 
other hand, the view to which these chemists give the preference, that 
Prout’s purpurate of ammonia is not a common ammoniacal salt, but an 
amide, to which they give the name J/urexid, does not appear to be well 
founded; since this body gives off ammonia, even when treated with 
cold potash, and moreover the other purpurates exhibit equally con- 
spicuous colours. 

Purpuric acid 1s not known in the free state, but only in its salts, in 
the decomposition of which by stronger acids, the separated purpuric 
acid is resolyed into other products, the principal of which is murexan. 


Probable Calculation of Purpuric Acid. 
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The formula of the normal purpurates is C°N°H*MO” (according to 
Fritzsche, C'N°H*MO”); these salts are distinguished by a splendid 
purple colour, and the light reflected from some of their crystalline faces 
exhibits the metallic yellowish green colour of the golden beetle. Some 
of the basic purpurates are indigo or violet coloured. 


Purpurate of Ammonia. — Liebig & Wohler’s Murexid. — Formation. — 
By heating dialurate of ammonia (p. 157); by the action of the galvanic 
current upon aqueous alloxan (p. 174); by the oxidation of uramil by 
oxide of silver or mercuric oxide (p. 179); by the oxidation of uramil 
dissolved in ammonia on exposure to the air; by mixing uramil dissolved 
in aqueous ammonia with alloxan (p. 180); by the action of ammonia 
upon alloxantin (p. 189); by exposing an ammoniacal solution of murexan 
to the air (p. 204). 

A solution of uric acid in dilute nitric acid, since it contains alloxan 
and alloxantin, likewise yields purpurate of ammonia on eddition of 
ammonia (Liebig & Wéhler). [As this solution likewise contains nitrate 
of ammonia, and since a solution of alloxantin evaporated with this salt 
leaves a purple stain, we have an explanation of the purple residue which 
remains when the uric acid solution is evaporated in a capsule, and like- 
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wise of the purple stain which it produces on the skin after a while, 
inasmuch as the skin already contains ammoniacal salts. — The reddening 
of the skin produced by an aqueous solution of alloxan is perhaps due to 
a transformation of the alloxan into alloxantin by the hydrogenizing 
action of the skin. 

Even when uric acid is decomposed by aqueous chlorine or iodine 
instead of nitric acid, the solution, probably because it likewise contains 
alloxantin, exhibits the purple colour on evaporation or on addition of 
ammonia. 

In the preparation of cuprocyanide of barium from aqueous hydro- 
cyanic acid, baryta, and carbonate of copper (vill. 7), the red solution, 
when left to evaporate, often yielded crystals having the colour of the 
wings of cantharides; the same liquid also gave with dilute hydrochloric 
acid, a dark violet precipitate of purpurate of copper, the formation of 
which was attended with evolution of hydrocyanic acid (Meillet, V. ./. 
Pharm. 8, 445). [If murexid or any other compound of purpuric acid 
is really produced in this reaction, such a mode of formation may per- 
haps be explained by the following somewhat complicated equation, 
which however presupposes access of air and simultaneous formation 
of urea: 


26C°-NH + 8BaO + 16CuO + 20 = 8(C?NBa,C?NCu?) + CM¥NSITSO! 4. 
2C2N7H10? + 10HO. 


Preparation. A. From Uree acid and Nitric acid. — It is essential 
that the nitric acid solution contain in addition to alloxan an excess of 
alloxantin. (Liebig & Wohler.) — 1. Urie acid is dissolved in dilute nitric 
acid, the liquid neutralized with ammonia, and slowly evaporated, where- 
upon it assumes a continually deeper red colour, and deposits dark red 
crystalline grains of purpurate of ammonia. (Prout.) 

2. A perfectly saturated solution of uric acid in dilute nitric acid is 
evaporated; the large colourless crystals of alloxan [containing allox- 
antin?] which form on cooling, dissolved in boiling water; ammonia 
added to the boiling hot liquid, just to the point at which it produces a 
deep red colour (with too little or too much ammonia the process fails) ; 
and the purpurate of ammonia left to crystallize by cooling. (Prout.) 

3. Nitric acid, diluted with half its quantity of water, is added to a 
mixture of 1 pt. uric acid and 10 pts. water contained in a capacious 
vessel, till only a small quantity of uric acid remains undissolved; the 
yellowish filtrate (which does not turn red on addition of ammonia, 
unless the boiling has been too long continued), evaporated down to 
8 pts.; and ammonia then added; whereupon a dark red thickish liquid 
is obtained, which, on cooling, deposits crystals of purpurate of 
ammonia. (Kodweiss.) 

4, One pt. of uric acid is boiled in a porcelain basin, with 32 pts. of 
water, and nitric acid of sp. gr. 1°425 diluted with a double quantity of 
water, added in small portions, waiting each time for the violent effer- 
vescence to subside, and continuing the additions till all the uric acid is 
dissolved; the liquid then boiled for a while with the residue; filtered; 
evaporated till it acquires the colour of onions (and till samples of it, 
mixed with ammonia, no longer produce turbity and a red powder, but 
not till they form with ammonia a yellow gummy precipitate, in which 
case the liquid must be treated with sulphuretted hydrogen before the 
ammonia is added to it: Lrebig); cooled exactly to 70°; dilute ammonia 
added till it appears by its odour to be in slight excess (if the liquid is 
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too hot, the purpurate of ammonia is decomposed by the excess of 
ammonia); and the purple mixture left to cool, whereupon it deposits 
crystals of purpurate of ammonia, generally mixed with red flakes of 
uramil, from which they may be freed by cold dilute ammonia. If the 
liqnid was too cool when the ammonia was added, it must be diluted 
with an equal volume of boiling water: the crystals then separate more 
slowly, but with greater beauty. (Liebig & Wohler.) 

5. Urie acid is dissolved in strong, non-fuming nitric acid, as in 
Liebig & Wohler’s process for the preparation of alloxan; the great 
excess of acid partly neutralized during the heating, by addition of 
ammonia, till the liquid has assumed a slight purple-red colour; carbonate 
of ammonia then dropt in, when the temperature is near the boiling 
point, till the liquid, which then becomes dark red and turbid from 
admixture of the crystalline powder of purpurate of ammonia, smells 
faintly of ammonia; the vessel then quickly removed froin the fire; the 
liquid after cooling decanted from the precipitate; and the precipitate 
washed with cold water, first by decantation and afterwards on the 
filter, till the wash-water exhibits a pure purple colour. So long as there 
is any mother-liquor still present, very little of the murexid dissolves in 
the water. (Fritzsche.) 


B. Frem Alloxantin, Alloxan, Uramil. —1. Carbonate of ammonia 
gradually added to a solution of pure alloxan concentrated at a tempe- 
rature near the boiling point, causes it to assume a purple colour, con- 
tinually deepening in intensity, and produces a precipitate of purpurate 
of ammonia; for the rest, the process is conducted as in A 5. (Fritzsche.) 
| Without alloxantin the liquid merely becomes slightly red. | 

2. One pt. of alloxantin and 2°7 pts. of octo-hydrated ‘alloxan are 
dissolved in boiling water, and the liquid, after cooling to 70°; neu- 
tralized with carbonate of ammonia, which must be added quickly, so 
that no red powder may be formed, and not in excess, because too much 
ammonia interferes with the formation of purpurate of ammonia. (Liebig, 
Chim. org. 1, 232.) -—In this manner a deep purple mixture is obtained, 
which, on cooling, deposits a large quantity of crystals of purpurate of 
ammonia, whereas if the alloxan be left out, only a moderate redden- 
ing takes place; but instead of the alloxan, acid malate of ammonia 
may be used with an almost equally good result. 

3. Toa hot solution of 4 pts. of alloxantin and 7 pts. octohydrated 
alloxan in 240 pts. water, 80 pts. of a solution of carbonate of ammonia, 
saturated in the cold are added. A deep purple-red mixture is then 
obtained, which, on cooling, deposits gold-green crystals. (Gregory, J. 
pr. Chem. 22, 874; also Ann. Pharm. 33, 334.) 

In one ‘experiment, in which the mixture was stirred with a glas-rod, 
Gregory obtained instead of the crystals, a red powder which dissolved 
immediately with deep purple colour in dilute ammonia, and was there- 
fore different from the ordinary salt. . 

4, One pt. of uramil and 1 pt. of mercuric oxide are dissolved in 30 
to 40 pts. of water, a few drops of ammonia added; the liquid gradually 
heated to the boiling point, kept boiling for a few minutes, during which 
it acquires a deep purple colour and becomes thickish, and filtered boiling 
hot; (any uramil that may remain on the filter is treated as above with 
small quantities of fresh mercuric oxide and ammonia): the liquid on 
cooling yields crystals, the quantity of which may be increased by 
adding carbonate of ammonia when it is nearly cool. (Liebig & Wohler.) 
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5. A saturated solution of uwramil in hot ammonia is cooled to 70°, 
and alloxan added till the alkaline reaction is nearly neutralized, after 
which the liquid is left to cool. (Liebig.) 


6. Purpurate of ammonia may also be obtained when the mother- 
liquor obtained in the preparation of mycomelate of ammonia, and con- 
taining alloxanate of ammonia, is evaporated to expel the free ammonia, 
and an excess of alloxan then dissolved in it. (Liebig.) 


7. Finely pounded alloxantin is heated in a flask over the water- 
bath, and dry ammoniacal gas made to stream upon it fora long time 
through a tube going deep into the flask, while a second tube passing 
through the cork carries off the excess of ammonia, together with the 
vapour of water; the brown-red mass, several times finely pulverized 
and ammoniacal gas again made to act upon it; all the free ammonia 
which, on addition of water, would exert a decomposing action, care- 
fully removed by a current of air; the mass dissolved in the smallest 
possible quantity of hot water; the deep purple solution cooled to the 
crystallizing point; and an additional quantity of crystals obtained by 
rapidly evaporating and cooling the mother-liquor. (Gm.) 


Properties. The salt dried at 100°; presents the appearance of a deep 
brown-red powder. (Kodweiss, Gm.) The crystallized salt (containing 
2 At. water,) forms transparent, flat, four-sided prisms, according to V auque- 
lin, four-sided tables or four-sided prisms, either obliquely truncated with 
one face, or bevelled with two faces), which are garnet-coloured by trans- 
mitted light, but by reflected light exhibit, on the two broader-side-faces, 
a shining green colour, (gold-green, according to Kodweiss, like the wing- 
cases of the golden beetle, according to Liebig and Wohler,) and on the 
narrow side-faces a red-brown, or in stronger light a greenish colour, 
(Prout.) The red powder of the crystals acquires, under the burnisher, a 
green colour and metallic lustre. (Liebig & Wchler.) The salt is inodorous, 
and has a sweetish taste. (Prout.) [The statement of Kodweiss that the. salt 
reddens litmus strongly, may perhaps be founded on an error arising from the red 
colour of the solution; it appears rather to redden turmeric. | 


The crystals give off partially at 50°, and completely at 100°, or in 
vacuo over oil of vitriol, 6°54 p. c. (2 At.) water. (Fritzsche.) 


Kodweiss Liebig Liebie Fritzsche 

at 100°. & Wohler. a at 100°. 
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Liebig & Wohler observe that the air-dried crystals give off 3 or 4 p. c. when dried 
by heat; but they do not state in what condition of dryness the salt was analysed ; 
neither does Liebig (Chim. Org. 1, 231). Liehig & Wohler’s formula is: C®8N°H®O8 ; 
Fritzsche’s: C!®N®H8O!! ; Kodweiss’s : C!°N4+H*08, 


Decompositions. 1. When two cups connected by asbestus are 
brought into the galvanic circuit, the positive cup containing water, and 
the negative cup an aqueous solution of purpurate of ammonia, this 
solution becomes alkaline, and of a brighter red colour, while the water 
in the positive cup remains colourless, and takes up a crystallizable acid, 
which forms a colourless salt with ammonia, and does not precipitate 

O02 
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lead or silver-salts. (Lassaigne, Ann. Chim. Phys. 22, 334; also Schw. 
39, 881.) The solution of the salt is instantly decolorized by chlorine. 
(Vauquelin.) —-3. The salt dissolves in gently heated oil of vitriol with- 
out evolution of gas, and forms a saffron-coloured liquid, from which 
water throws down a yellowish-white gelatinous mass, which dissolves 
with red colour in heated ammonia [with access of air ?]. With boiling 
oil of vitriol, the salt forms, with evolution of carbonic and a small 
quantity of sulphurous acid, a brown solution which is not precipitated 
by water. (Kodweiss.) — 4. Dilute hydrochloric or sulphuric acid decom- 
poses the salt, with separation of purpuric acid. (Prout.) — Not pur- 
puric acid, but murexan. (Liebig & Wchler.) — Gently heated sulphuric, 
hydrochloric, or nitric acid, converts the crystals of purpurate of ammo- 
nia into yellowish-white laminw, having a silky lustre. (Kodweiss.) 
The liquid above the precipitated murexan contains alloxan, alloxantin, 
urea, and ammonia. The quantity of murexan thus precipitated varies 
from 30 to 46 per cent. (Liebig & Wohler): 


2CPNPH5O® + 11HO = C®N?H70" + C8N?H5O! + C&N2H405.+ 


ee meee Steed 
alloxan. alloxantin. murexan. 
C?N?H4O0? + 2NH3 
hs ee oo) 
urea. 


(Liebig & Wohler. [According to this equation, however, purpurate 
of ammonia could not yield so much as 46 per cent. ef murexan. For 
this reason, the following equation is preferable: 


2C1ENS6H8O2 + 4HO = ClN°H7O! + C8N?H2O8 + 3NH3 
a ———— eee 
murexan. alloxan. 


This equation does not account for the presence of alloxantin and urea, 
which however might be formed by the action of the hot acid on the 
alloxan (p. 174).|—5. The salt dissolves in potash, with evolution of 
ammonia, and forms a dark violet-coloured liquid (splendid indigo-blue, 
according to Liebig & Wéhler), from which, by long standing, if the 
potash is not in too great excess, small dark red crystals are deposited, 
containing potash and ammonia. The solution heated with excess of 
potash, becomes decolorised, and gives off a large quantity of ammonia, 
after which sulphuric acid throws down yellowish-white murexan, having 
a silky lustre. (Kodweiss.) The supernatant liquid contains alloxanic 
acid (Liebig & Wohler). [With a small quantity of potash it is probable 
that a mixture of purpurate of ammonia and potash separates out; with 
excess of potash, the following equation is perhaps admissible: 


2C1ON* SOP + 4KO + 4HO = ClNPHO” + 2C8N?H?K20" + 3NH3]. 
ee Eee 
murexan. 


6. The purple solution of the salt in pure water keeps for weeks in 
well-closed bottles perfectly filled with it; but if a little ammonia be 
added, it becomes decolorised, when left over night, with deposition of 
white flakes; and the supernatant liquid forms with chloride of calcium a 
precipitate (of alloxanate of lime?) soluble in acetic acid. At 80°, this 
decoloration by ammonia takes place even in a quarter of an hour. 
(Gm.) —7. When the erystals are boiled for some time with a quantity 
of water not sufficient to dissolye them, they lose their colour, and the 
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liquid on cooling deposits a yellow gelatinous substance. (Liebig.) — 
When the aqueous solution is evaporated to dryness, the purpurate of 
ammonia is found to be for the most part unaltered, but mixed with a 
reddish-yellow substance which remains behind on digesting the residue - 
in water. The aqueous solution, when exposed to the air, does not lose 
its colour for several weeks at ordinary temperatures, but is decolorised in 
a few days when heated; it does not absorb oxygen from the air, or, at 
all events absorbs it very slowly. (Gm.) The saturated solution is 
decolorised very slowly by exposure to light, the dilute solution very 
quickly; the red colour is restored each time the solution is evaporated, 
but becomes continually weaker. (Vauquelin.) — 8. The purple aqueous 
solution of the salt is gradually decolorised by sulphuretted hydrogen, 
with precipitation of sulphur, and on subsequently evaporating the 
liquid, a yellowish salt remains. (Vauquelin.) The solution decolorised 
by sulphuretted hydrogen, deposits white silky-lustrous laminae, which 
when heated with ammonia [in contact with the air?] dissolve, and ferm 
a dark red solution which again yields crystals of purpurate of ammonia. 
But when the solution is heated for a longer time, light red gelatinous 
flakes are deposited, which after some time unite into light red crystalline 
nodules. (Kodweiss.) — The silky-lustrous lamine mixed with sulphur, 
which are precipitated by sulphuretted hydrogen, consist of murexan, 
and the supernatant liquid contains alloxantin and dialuric acid, which 
were perhaps produced by the sulphuretted hydrogen from the alloxan 
formed at the beginning of the action. (Liebig & Wohler.) Hydrosul- 
phate of ammonia is not formed in this process. (Liebig, dan. Pharm. 
33,120.) [This reaction may perhaps be represented by the equation : 
2C146NSH8O? + 2HS + 2HO = C¥N5H70O¥ 4 CIEN4H4O4 + 3NH5 + 28; 


murexan. alloxantin. 


the decolorised liquid does not however contain free ammonia, but on the contrary 
reddens litmus slightly. This reaction requires therefore further elucidation. ] 


Combinations. Purpurate of ammonia dissolves with splendid purple 
colour in 1500 pts. of water (3000 according to Vauquelin) at 15°, and in 
a much smaller quantity of hot water, whence it crystallizes on cooling 
(Prout.) The purple colour changes to violet on addition of potash. A 
solution containing only 1 pt. of the salt in 30,000 pts. of water has still 
a bright purpie colour. (Vauquelin.) It is not perceptibly soluble in 
water saturated with carbonate of ammonia. (Liebig & Wéohler.) It 
dissolves readily and without decomposition in strong acetic acid. (Kod- 
weiss.) [It is insoluble in glacial acetic acid, and the solution in concen- 
trated acetic acid becomes decolorised in a few hours]. It is insoluble 
in alcohol and ether. (Prout, Kodweiss.) 


Purpurate of Potash.—a. Basic. —The indigo-coloured solution of 
purpurate of ammonia in cold potash-ley deposits a thick blue liquid on 
addition of alcohol. (Fritzsche.) 

6b. Normal. 1. The aqueous solution of purpurate of ammonia, 
saturated at a boiling heat, and mixed with bicarbonate of potash, 
deposits, when quickly cooled, a dark brown-red powder, and by slow 
cooling, crystals which exhibit the red and green colour like the am- 
monia-salt, and dissolve in water much more readily than that salt. 
(Prout.) — 2. The ammonia-salt mixed with excess of nitrate of potash, 
in concentrated solutions, yields a brown-red crystalline powder, which 
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may be freed by boiling with nitre from any ammonia-salt that may 
remain mixed with it, and obtained by recrystallization, in larger crystals 
resembling the ammonia-salt in lustre and colour, but darker. The 
crystals, after drying at 100°, give off 3:04 p. c. (1 At.) water at 300°, 
and when heated above 800°, yield a white sublimate, sparingly soluble 
in water. The crystals are but slightly soluble in water, still less in 
solutions of nitre and other salts. (Fritzsche.) — 3. A saturated solution 
of uramil in cold potash-ley assumes a deep purple colour on exposure to 
the air, and deposits gold-green prisms containing potash, which are 
very much like purpurate of ammonia, but harder. (Liebig & Wohler, 


p 179.) 


Dried at 300°. Fritzsche. 
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Purpurate of Soda. — Prepared like the potash-salt (1). Dark brick- 
red. Dissolves in 3000 pts. water at 15°. (Prout.) 


Purpurate of Baryta.— Obtained by precipitating the ammonia-salt 
with acetate of baryta. Dark green powder, which dissolves very 
sparingly in water, forming a purple solution. (Prout, Kodweiss.) The 
black-green crystalline meal becomes dark purple-red when triturated. 
After drying in the air, it gives off 8°78 p. ce. [somewhat more than 8 At.] 
water at 100°, but no more at 250°. By trituration with baryta-water 
it is converted into violet flakes, apparently consisting of the basic salt, 
and very much like the precipitate which baryta-water forms with 
aqueous alloxantin. (I'ritzsche.) 


Dried ct 100°. Fritzsche. 
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The salt, after drying at 100°, probably retains a certain portion of water, but 
certainly not 2 At. as supposed by Fritzsche. 


Purpurate of Strontia.— Obtained in like manner with nitrate of 
strontia. Dark red-brown powder with a slight greenish tinge. Sparingly 
soluble with purple colour in water. (Prout.) 


Purpurate of Lime.— By precipitation of chloride of calcium. — 
Greenish-brown powder, less soluble than the baryta and strontia salts im 
cold water, somewhat more soluble, and with purple colour in hot water. 
[ Prout.) 


Purpurate of Magnesia. — Very soluble, with purple colour. (Prout.) 

A mixture of aqueous purpurate of ammonia and alum gradually 
loses its colour and deposits a small quantity of a white substance. 
(Prout.) 


Q 
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Purpurate of ammonia forms with acetate of Zinc a beautiful yellow 
precipitate, together with iridescent films on the surface of the mixture. 
(Prout.) 


With Protochloride of Tin it forms a scarlet mixture which subse- 
quently loses its colour, and after a few hours deposits pearl-white crystals 
of a tin-salt. 


Purpurate of Lead.— The aqueous animonia-salt forms a rose-coloured 
mixture with nitrate of lead. (Prout.) With neutral acetate of lead it 
yields immediately 120 p. c. and on evaporation 44 p.c. more (164 in 
all), of a red precipitate, which contains 60 per cent. of oxide of lead, 
and turns yellow on the surface when exposed to the sun. (Vauquelin.) — 
It forms with neutral acetate of lead a purple-red precipitate containing 
ammonia, and somewhat soluble in water. When filtered from these, it 
deposits, after long standing, a loosely coherent substance of light purple- 
red colour, while the mother-liquid filtered therefrom still remains 
coloured. —a. The light purple-red substance, which may be washed with 
cold water without great loss, contains, when dried at 100°, 48-00 p. c. 
PbO, 17°5 C, and 1:34 H, and may be regarded as a basic salt containing 
acetic acid. It abstracts carbonic acid from the air, and is converted, by 
trituration with a few drops of nitric acid, into a dark purple crystalline 
powder, which is probably the neutral salt. —b. The coloured’ mother- 
liquor forms with ammonia, thick violet-flakes, which contain more than 

TOO po. PbO, 8:46 CU, and 0°42 jal likewise absorb carbonic acid from 
the air, and appear also to contain acetic acid. (Iritzsche.) 

The aqueous ammonia-salt forms with ferrous sulphate a clear, yel- 
Jowish-red mixture (brownish-yellow according to Vauquelin); with 
acetate of cobalt after a while, red crystalline grains; with nitrate of 
nickel a clear greenish mixture; with cupric nitrate or acetate, a clear 
yellowish-green mixture; with mercurous nitrate, a purple, and with 
mercuric chloride, after a while, a pale rose-coloured precipitate. (Prout.) 
The precipitate formed by mercuric chloride 1s not decolorised either by 
light or by acids. (Vauquelin.) 


Purpurate of Silver. —a. Basic. — A solution of nitrate of silver 
mixed with ammonia forms with aqueous purpurate of ammonia, thick 
violet-flakes, which, after washing, dry up to a friable mass, exhibiting 
a shining fracture. This mass when heated to 200°, is suddenly decom- 
posed through and through, yielding a white sublimate very sparingly 
soluble in water, and perhaps identical with the sublimate obtained 
from the potash- “salt, —and leaving a tumefied mass resembling coke. 
(Fritzsche.) Vauquelin likewise obtained dark violet-flakes by precipitation from 
perfectly neutral [ possibly alkaline ?] liquids. 

b. Normal.— Purpurate of ammonia dissolved in warm water forms 
with nitrate of silver a dark purple-red precipitate (Prout). containing 
ammonia and somewhat soluble in water. (Kodweiss.) If the solutions 
are too much concentrated, a small quantity of the ammonia-salt may be 
thrown down by the nitrate of silver, together with the purpurate of 
silver, in which case a fine powder of a light purple-red colour will be 
obtained. But if the solutions mixed are moderately dilute, and if the 
silyer-solution is previously acidulated with a few drops of nitric acid, 
which prevents the precipitation of salt a, and not added in too great 
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excess, the mixture becomes turbid in a few minutes and deposits crystals 
which resemble the ammonia-salt, but do not exhibit so bright a green 
colour. The air-dried crystals give off 5°71 p. ¢. [rather more than 
2 At.] water at 100°, and then nothing more at 250°. (Fritzsche.) — 
The silver-salt may also be obtained by nearly neutralizing with am- 
monia a solution of I pt. uric acid in 2 pts. nitric acid of 34° Bm. and 
2 pts. of water, precipitating with nitrate of silver, and washing the 
purple-red precipitate by decantation with cold water, in which it is 
somewhat soluble. (Vauquelin.) The dark purple-red crystals are not 
decolorized by exposure to light. They detonate when slightly heated, 
with sharp noise and emission of fumes, but without light, giving off 
carbonic acid gas, cyanogen, and a small quantity of aqueous vapour, 
and leave spongy silver, with a small quantity of charcoal. Even after 
being warmed with solution of potash (which extracts no nitric acid), and 
then washed and dried, they still detonate when heated. (Vauquelin.) 


Dried at 130°. Fritzsche. 
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When purpurate of silver is decomposed by a quantity of dilute hydro- 
chloric acid far from sufficient to decompose it completely, a red liquid is 
obtained, which, when carefully heated, yields white crystals free from 
silver, and a few red crystals of smaller size containing that metal. This 
mass, when dissolved in water, leaves a rose-coloured residue which 
detonates with red sparks when heated, and when exploded in a glass 
tube, yields silver and charcoal, together with a white, acid sublimate. — 
The aqueous solution again evaporated, yields whitish, non-deliquescent, 
very sour, four-sided prisms free from silver (which swell up in the fire, 
exhaling a strong odour of hydrocyanate of ammonia, dissolve readily in 
water, and form with ammonia, a colourless compound which produces 
with silver-solution, a white curdy precipitate soluble in nitric acid) and 
yellowish deliquescent crystals containing silver. (Vauquelin.) 

Purpurate of ammonia forms a yellowish precipitate with terchloride 
of gold and scarlet with bichloride of platinum, (Prout.) 


Appendix to Purpuric Acid. 
1. Rosacic Acid. 


Proust. Ann. Chim. 49, 162; also Scher. J. 7, 11.—A. Gehl. 3, 332. — 
Vavuquewin, J. Phys. 78, 157; Bull. Pharm. 8, 416.— A. VoGEL, 
Schw. 11, 401; Prout, Schw. 28, 184.— Fromuerz & GuGERt, 
Schw. 50,199. 


Rosige Stiure, rosenfarbene Stiure, Acide rosacique. — First distinguished by 
Proust as the red colouring principle in the brick-red deposit or Sede- 
mentum latericium, often produced in the critical urine in hot and cold 
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fevers and in attacks of gout. Prout regards the colouring matter as 
purpurate of ammonia or potash; for since, as he found, the brick-red 
deposit likewise contains nitric acid, it is possible that purpuric acid 
may be formed by the action of this acid upon the uric acid. It is true 
that the solubility of rosacic acid in alcohol, and certain other of its pro- 
perties, are unfavourable to this view; but as the acid has not yet been 
obtained in the pure state, it is scarcely possible to arrive at any definite 
conclusion respecting it.— A flannel waistcoat which had been worn for 
five months by a patient suffering from intermittent fever, exhibited a 
deep red colour under the armpits, and yielded its red principle, not to 
water but to boiling alcohol or to potash-solution; on evaporating the 
alcohol, this substance was left in the form of a brick-red powder, and on 
mixing the potash-solution with sulphuric acid, it was precipitated as a 
red powder. (Landerer, Repert. 55, 234.) 

Preparation. The red crystalline Sedimentum latericium deposited 
from the critical fever-urine, and consisting of rosacic acid, uric acid, 
mucus, and phosphate of lime, is washed with cold water, and boiled 
either with alcohol or with water, which liquids dissolve scarcely any- 
thing but the rosacic acid. The liquids are evaporated, after the greater 
part of the uric acid dissolved in the aqueous decoction has been sepa- 
rated out by cooling. (Proust, Vogel.) As the sediment likewise con- 
tains urate of soda, which dissolves more readily in water, it is better 
to boil with aleohol than with water; but even in that case, a small 
quantity of urate of soda remains mixed with the preparation. (Fromherz 
& Gugert.) 


Properties. Bright scarlet powder; inodorous, has a faint taste; 
reddens litmus. 


Decompositions. Impure rosacic acid thrown on red-hot coals exhales 
a pungent odour, but without the peculiar empyreumatic character of 
animal substances. (Proust.) — In chlorine gas it immediately assumes a 
yellow colour. (A. Vogel.) — It is quickly decomposed by strong nitric 
acid, with intumescence and formation of nitrous gas, and is converted 
into a yellow mass, which leaves red scales when volatilized, like uric 
acid treated with nitric acid. (A. Vogel.) — It dissolves quietly i in oil of 
vitriol, forming a liquid which is first rose-coloured, then dark red, and 
from which a small quantity of water or alcohol throws down urie acid 
in the form of a white powder, destroying at the same time the colour of 
the liquid. With oil of vitriol diluted with 3 pts. of water, rosacic 
acid first assumes a beautiful red colour, and, after a few days, deposits 
a white powder exhibiting the characters of urie acid. (Vogel.) — 
Hydrochloric acid imparts a slight yellowish tint to rosacic acid, but only 
after some time. Aqueous sulphurous acid colours it deep carmine-red. 
(A. Vogel.) — The acid dissolved in water, turns yellow on the addition 
of mineral acids, and deposits a small quantity of uric acid. (Fromherz 
& Gugert.) — The red powder immersed in sulphuretted hydrogen water, 
disappears in a few months, giving off a putrid ammoniacal odour. (Ai 
Vogel.) — Strong solution of potash imparts a brownish-yellow colour to 
rosacic acid, with considerable evolution of ammonia; acids then sepa- 
rate it from the potash with yellowish colour, (A. Vogel.) — With 
aqueous ammonia it forms, after a few hours, a yellowish powder, which 
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dissolves in water somewhat more readily than the free acid, and is 
reprecipitated on addition of an acid. (A. Vogel.) — Ammonia, potash, 
or baryta imparts a yellow colour to the aqueons solution. (Fromherz & 
Gugert. The entire sediment dissolves in potash, forming a dark green 
solution with reddish iridescence, and acids reprecipitate the rose-coloured 
substance, decolorizing the liquid at the same time. (Vauquelin.) — 
Nitrate of silver changes the red colour of the powder to green in a few 
hours. (A. Vogel.) 

Rosacic acid dissolves pretty easily in water. The solution forms a 
pale rose-coloured precipitate with neutral acetate of lead. (Prout.) It 
forms a rose-coloured precipitate with acetate of lead, reddish-yellow 
with mercurous nitrate, and flesh-coloured with nitrate of silver. 
(Fromherz & Gugert.) 

With uric acid it forms a red compound, insoluble in cold water, and 
decomposable only by hot water or by alcohol. 

It dissolves readily in alcohol. 


2. Yellow Acid formed by the Decomposition of Purpuric 
Acid. 


When asolation of 1 pt. uric acid in 2 pts. nitric acid of 34° Bm. 
and 2 pts. water is precipitated with milk of lime, and the red filtrate 
evaporated at a gentle heat to the consistence of honey, then freed from 
nitrate of lime by digestion in alcohol of 40° Bm. and the brown residue 
thoroughly boiled with water, one-third of it then remaining undissolved, 
a brown solution is obtained, containing the compound of lime with a 
peculiar acid; and the undissolved matter consists of the same compound 
with excess of lime. By decomposition with oxalic acid, and evapora- 
tion, a brown-red mass is obtained, of the consistence of honey, from 
which, in 20 days, a large number of needles separate, united in stellate 
groups, less coloured, having a very sour taste, and deliquescing in the 
air. This acid is freed by digestion with lead-oxide and water from 
admixed oxuric [alloxanic| acid, which forms a soluble salt with lead, 
whilst a yellow lead-salt of the peculiar acid remains undissolved. This 
salt, when decomposed by dilute sulphuric acid, yields the pure acid, 
also with less colour, and the acid is obtained in a still less coloured 
state by decomposing the lead-salt with sulphuretted hydrogen, the 
colouring matter then adhering to the sulphide of lead. 

The acid crystallizes indistinctly, forms yellow precipitates with 
protochloride of tin and acetate of lead, brown with nitrate. of silver, 
and greyish white with mercurous nitrate. The precipitate formed with 
acetate of lead, disappears on heating the liquid, the lead-salt then 
separating in square yellow needles as the liquid cools. The lead-salt 
heated in a glass tube first gives off a small quantity of water, then 
hydrocyanate of ammonia and sublimed carbonate of ammonia, and 
leaves a black mass having the shape of the crystals. (Vauquelin.) 
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Murexan. 
CUN5SH7902— CN? A d?HO",Q?. 


Prout, (1818.) Ann. Chim. Phys. 11, 48.— Ann. Phil. 14, 363. 
Kopweiss. Pogg. 19, 12. 
Liesig & Wouter. Ann. Pharm. 26, 327. 


Prout’s Purpuric acid. — Formed in the decomposition of purpurate of ammonia 
by the stronger acids, sulphuretted hydrogen or potash. 


Preparation. 1. A solution of purpurate of ammonia in potash is 
boiled till it loses its colour and all the ammonia is volatilized, then 
gradually mixed with dilute hydrochloric or sulphuric acid, which throws 
down murexan in the form of a yellowish or grey powder. (Prout, 
Liebig, & Wohler.) — 2. A solution of purpurate of ammonia in boiling 
water is mixed with sulphuric or hydrochloric acid. (Liebig & Wohler.) 
When these acids are made to act directly on the crystals of murexid, 
the murexan obtained is more coloured. (Prout.)— The precipitated 
erystalline scales are .purified by dissolving them in cold oil of vitriol, 
and gradually dropping the solution into cold water (Prout), or by dis- 
solving in potash and precipitating with an acid. (Liebig & Wohler.) 


Properties. After precipitation from purpurate of ammonia: white, 
soft, nacreous, crystalline scales (Prout); often yellowish or reddish; 
after precipitation from oil of vitriol: snow-white powder (Prout); after 
precipitation from solution of potash: very loose, soft, yellowish-white 
powder, much heavier than water (Prout); with a silky lustre like 
uramil (Liebig & Wohler). It is infusible, tasteless, and does not per- 
ceptibly redden litmus (Prout). It turns red in air, containing ammonia. 


(Prout, Liebig, & Wohler.) 


Calculation according to Gm. 
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Considering the great discrepancy of the two analyses, which appears to arise from 
the different states of purity and dryness of the murexan examined, I have assumed a 
formula containing C®, which gives percentages intermediate between those of the two 
analyses, and leads to the simplest equations. If this formula be correct, murexan 
may be regarded as a conjugated compound of uramil and dialuric acid ; 


C8N3H50® + C8N?H408 = ClNSH70P + 2HO. 


According to Kodweiss, who proposes the formula C!8N°H°O!, murexan does not 
diminish in weight at 100°. According to Prout’s earlier analyses, the formula should 


be C?NH?0?. 
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Decompositions. 1. Murexan yields by dry distillation a large quantity 
of carbonate of ammonia, together with a little hydrocyanic acid, oily 
matter, and pulverulent charcoal. (Prout.) It yields cyanic acid, small 
quantities of hydrocyanic acid, and carbonate of ammonia, an oily sub- 
stance which soon solidifies, and a small quantity of charcoal. (Kod- 
weiss.) — 2. When heated in contact with the air, it first reddens from 
formation of ammonia, without fusion or volatilization, and then burns 
without any peculiar odour. (Prout.) —It dissolves with decomposition 
in chlorine-water (Prout), without yielding cyanic acid. (Liebig, Pogg. 
15, 569.) —4. It dissolves readily and with effervescence in strong 
nitric acid, and leaves purpurate of ammonia when evaporated. (Prout.) 
Strong nitric acid acts violently on murexan when heated, giving off 
nitrous and carbonic acid, and yielding by evaporation rhombohedrons 
of oxalate of murexan, surrounded by a yellow, deliquescent mass, 
which reddens when heated, and contains ammonia, nitric acid, oxalic 
acid, and murexan. (Kodweiss.) — 5. Murexan, heated with oil of vitriol, 
gives off a large quantity of carbonic acid and a small quantity of nitrogen 
gas, aud forms a brown solution, containing ammonia, and not precipit- 
able by water. (Kodweiss.) — 6. The colourless solution which murexan 
forms with aqueous ammonia, out of contact with the air, absorbs 
oxygen on exposure to the air, and assumes a deep purple-red colour, 
which gradually extends from above downwards, and when completely 
evaporated in the air, leaves nothing but crystals of purpurate of ammo- 


nia. (Kodweiss, Liebig, & Wohler) : 
[C“NSH7O2 + NH? + 20 = CNSHSOR + 2H]. 


When the ammoniacal solution is left for some time in pure oxygen 
gas, the reddening is followed by a complete loss of colour, due to the 
formation of oxalurate of ammonia : 


CON*Ht0® + 30 = C®N?H40%, 


(Liebig & Wohler.) [Should not other products be formed besides the 
oxaluric acid ?] 


Combinations. Murexan requires more than 10,000 pts. of water to 
dissolve it. The pale red liquid becomes slightly turbid when cool, but 
does not lose its colour. (Prout). 

It dissolves in cold oil of vitriol, and is precipitated therefrom without 
alteration by water (Prout, Kodweiss, Liebig, & Wohler). It is not per- 
ceptibly soluble in dilute phosphoric, sulphuric, or hydrochloric acid. 
(Prout.) 

It dissolves in warm dilute nitric acid without effervescence, and 
yields by slow evaporation, small rhombohedrons which appear to be 
nitrate of murecan. The crystals have a sour and astringent taste; they 
effloresce and turn red in the air, and become coloured when heated, 
giving off nitrous vapours. From their pale yellow solution in potash, 
sulphuric acid throws down unaltered murexan, while the filtrate yields 
by evaporation crystals of nitre, and leaves a deliquescent mass which 
turns yellow, and gives off ammonia when heated. The solution of the 
rhembohedrons in ammonia deposits, after a while, yellowish-white flakes, 
containing nitric acid, ammonia, and murexan. ‘The crystals become 
dark red when heated with ammonia. Their aqueous solution forms with 
baryta and lime-salts, on addition of ammonia, a white gelatinous pre- 
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cipitate, and with acetate of lead, a precipitate which increases on addi- 
tion of ammonia, and often turns red when heated. 

Murexan dissolves easily in aqueous solutions of ammonia and the 
fixed alkalis, without neutralizing them, and forms solutions which are 
colourless provided the air be excluded. (Liebig & Wohler.) 


Oxalate of Murexan ?—1. Aqueous oxalic acid containing a little 
nitric acid (without which no solution takes place), is saturated with 
murexan, and the solution crystallized by evaporation. —2. Murexan, 
or its nitrate, is heated with excess of strong nitric acid, and the 
erystals obtained by evaporation, separated from the mother-liquor. — 
The first process yields six-sided prisms; the second, large rhombohe- 
drons; the crystals are colourless. — When burnt with oxide cf copper. 
they yield 4 vol. CO? to 1 vol. N. With hot oil of vitriol, they give off 
carbonic oxide gas. Heated and evaporated with a small quantity of 
potash-solution, they yield crystals of oxalate of potash, and a red deli- 
quescent mass, which, when heated with a larger quantity of potash, 
gives off ammonia and turns yellow. Their solution in aqueous am- 
monia yields, by slow evaporation, long, slender, white needles con- 
taining oxalic acid, which turn red when heated. Their aqueous solu- 
tion boiled with acetate of baryta forms a precipitate of oxalate of 
baryta, while the reddish filtrate contains purpurate of baryta. (Kodweiss.) 

Murexan does not dissolve in alcohol or ether, or in aqueous acetic, 
tartaric, or citric acid. (Prout, Kodweiss.) 


Primary Nucleus C®H™. 
a. Oxygen-nucleus C®H®O%, 


Malic Acid. 
CPO" = C*H*04,0°, 
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Lassatane. J. Chim. méd. 4, 569. | ae 

PretouzE. Ann. Chim. Phys. 56, 72; also Ann. Pharm. 11, 263; also 
J. pr. Chem. 3, 26. 

Ricuarpson & Menzporr. Ann. Pharm. 26, 135. 

Ropert Hacen. Ann. Pharm. 88, 257. 

KE. Luck, Ann. Pharm. 54, 112. 


Aepfelstiure, Vogelbeerstiure, Spierstiure, Acide malique, Acide sorbique. 


History. Malic acid was first obtained by Scheele in 1785, but not 
perfectly pure, and its properties were further examined by Vauquelin. 
Bouillon-Lagrange & Vovel showed that this acid under ‘certain cir- 
cumstances yielded acetic acid, and pronounced it to be a mixture of 
acetic acid and extractive matter. Donovan in 1818 obtained an acid, 
differing in some respects from Scheele’s malic acid, which he regarded as 
a peculiar acid, and called Sorbic acid (Vogelbeersdure); but Braconnot in 
1818 showed that this acid was nothing but malic acid ina state of greater 
purity. ‘The first correct analysis of malic acid was given by Liebig. 


Sources. Very widely diffused in the vegetable kingdom, together 
with acetic and oxalic acid. Found sometimes in the free state, some- 
times combined with potash, lime, magnesia, or vegetable bases: In the 
root of Althea off., Angelica Archangelica, Aristolochia Serpentaria, 
Arundo Donax, Asclepias Vincetoxicum, Asparagus off,, Berberis vuly., 
Beta vulg., Bryonia alba, Convolvulus Purga, arvensis and Batatas, Cory- 
datis tuberosa, Cyperus esculentus, Daucus Carota, Glycyrrhiza glabra, 
Gypsophila Struthium, Helianthus tuberosus, Lathyrus tuberosus, Lobelia 
syphilitica, Nymphea alba, Cinanthe crocata, Paonia off., Polyyala 
Senega, Polypodium Filia Mas, Primula Veris, Rheum, Rubia wnetorum, 
fiumex obtusifolius, Solanum tuberosum, Valeriana off. ; —in the wood of 
Mesua ferrea ; —in the bark of Cian Flammula, Daphne Mezereum, 
Quassia Simaruba, Rhamnus Frangula, Viburnum Opulus, Monesva-bark ; 
—jin the haulm (including stems) of Achillea nobilis and Aillefoliun, 
Agave americana, Aconitum Lycoctonum and other species, Actea spicata, 
Artemisia vulg., and Absinthium, Arum maculatum, Atropa Belladonna, 

Ballota lanata and nigra, Brassica, oleracea, Bryonia alba, Calendula off., 
Cannabis sativa, Cassia Senna and lanceolata, Chelidonium majus, various 
species of Cotyledon and Crassula, Centaurea benedicta, Cherophyllum 
sylvestre, Convallaria majalis, Diosma crenata, Galeopsis grandiflora, 
Geranium zonale, Gratiola off., Hyoscyamus mger, Hyssopus off., Lactuca 
Sativa, Lychnis dioica, Lycopus europeus, Mamillaria pusiila, various species 
of Mesembryanthemum, Mercurialis annua, Morus alba, Papaver somniferum, 
Phormium tenax, Portulaca oleracea, Reseda luteola, kicinus communis, 
Ruta graveolens, Saccharum officinar um, Salvia off., Sambucus hee 
Sedum acre and Telephium, Sempervivum tectorum, Spigelia anthelmia, 
Spinacia oleracea, Staphylea pinnata, Syringa vulg., Tanacetum vulgare, 
Lhymus Serpy yllum, Trifolium, Melilothus off, Lropeolum mayus and 
Valeriana off. ; — also, according to Garot (NV. J. Pharm, 24, 308), in the 
leaves of the common ash; in the flowers of Calendula off. Matricaria 
Chamomilla and Parthenium, Sambucus nigra, Thymus serpyllum, Ver- 
bascum Thapsus and Viola odorata ;—in the pollen of Cannabis sativa 
Pinus Abies and sylvestris, Phenix dactylifera, Typha latifolia, and Tulipa 
gesneriana ; —in the fruit of Amygdalus persica, Annona triloba, Berberis 
vulgaris, Bromelia Ananas, Cornus sanguinea, Cucumis Melo and sativus, 
Cucurbita Pepo, Fragaria vesca, Musa paradisiaca, Prunus domestica, and 
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Cerasus, Pyrus Cydonia, communis and Malus, Rh Cusoriaria, glabrum, 
typhinum and copallinum, Ribes rubrum and Grossularia, Rosa canina, 
Rubus Ideus and fruticosus, Sambucus nigra, Solanum Lycopersicum, 
mammosum, nigrum, and other species, Sorbus Aucuparia, Syringa vui- 
garis, Tamarandus indica, Vaccinium Myrtillus, Vitis vinifera ; —in the 
seed of Anagyris foetida, Apium Petroselinum, Arachis hypogea, Bariosma 
Longo, Carum Carvi, Cocos nucifera, Cuminum Cyminum, Cytisus Labur- 
num, Datura Stramonium, Dephinium Staphisagria, Illicium anisatum, 
Tinum usitatissimum, Menispermum Cocculus, Myrtus Pimenta, Pim- 
pinella Anisum, Piper nigrum and longum, and in Semen Cine ;—in 
lupulin; —1in the milky juice of Hura crepitans ; —in asa feetida, opo- 
ponax, sagapenum, myrrh, and euphorbium. Compare especially Scheele and 
Vauquelin; also Braconnot. (Ann. Chim. 65, 277; 70, 255.) qj It is also found 
in the decoction of Zagetis erecta, and in large quantity in Ligusticum 
levisticum (Dessaignes, NV. J. Pharm. 25, 23), and in the ripe berries of 
Hippophae rhamnoides (O. L. Erdmann, J. pr. Chem. 55, 191): it like- 
wise occurs abundantly, together with oxalic and saccharic acid, in the 
acid residue obtained in the distillation of spirit. etheris nitrost from nitric 
acid and alcohol. 

Braconnot (J. Phys. 84, 276) likewise obtained from Dorago of, 
Cochlearia off., Momordica Pe iatentiten and Saponaria off., acids which 
appeared to consist of impure malic acid. 

The Menispermic acid obtained by Bonllay (J. Pharm. 5, 5; also 
Repert. 7,79) from the berries of Cocculus indicus, appears, from his later 
investigations made in conjunction with Vauquelin (J. Pharm. 12, 108), 
to be malic acid. 

Solanic acid, which, according to Peschier (J. Chim. méd. 3, 289; 
N. 7. 14, 2, 270), occurs in all species of Solanum, but especially in the 
berries of Solanum nigrum, was recognized by John, Braconnot, Desfosses, 
Ilisch, and others, as malic acid. 

Aceric acid (Feldahornsdure) obtained by J. A. v. Scherer from Acer 
campestre; Stocklacksdure by John (Schw, 15,110) from stocklac, and by 
Esenbeck & Marquart (Ann. Pharm. 18, 393) from a spurious shellac; 
tanacetic acid, by Peschier (V. 77. 14, 2, 175); achillece acid, by Zanon 
(Ann. Pharm. 58, 31); the acid found by Braconnot (Ann. Chim. 62, 
28), in the stems of Phytolacca decandra; manihetic acid obtained by 
O. Henry & Boutron-Charlard (J. Pharm. 20, 628; 22, 122); and 
euphorbic acid, by Riegel (Jahrb. pr. Pharm. 6, 165), from the flowering 
herb of Huphorbia Cyparissias: — all these acids are perhaps identical 
with malic acid. — ‘1 According to Ritthausen (J. pr. Chem. 53, 413), 
the acid contained in Lycopodium complanatum is probably malic acid. — 
H. Schwartz (Ann. Pharm. 84, 83) found malic acid in unripe Silesian 
grapes. — Winckler (Chem. Gaz. 1853, 32) found in wine made from 
unripe grapes from the Bergstrasse, an acid possessing the physical pro- 
perties of malic acid but the chemical relations of citric acid. Winckler 
regards this as a peculiar acid which he denominates Paracttric acid, 
Pasteur yeu. Pharm. 24, 75), however, regards this acid as malice acid. 
Winckler, on the other hand (NV. Jahrb. Pharm. 1, 75), persists in his 


opinion that it isa peculiar acid distinct from malic acid. v 
A few other acids which have been more particularly examined, and perhaps belong 
to this head, will be given as an appendix to malic acid. 


Formation. In the decomposition of asparagin or aspartic acid by 
cold nitrous acid. (Piria.)-— The modification of aspartic acid, which 
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rotates the plane of polarisation of a ray of light, produces a malice acid 
possessing the same power and identical in all respects with ordinary 
malic acid; but the inactive modification of aspartic acid (qg. v.) pro- 
duces an inactive malic acid. (Pasteur, V. Ann. Chim. Phys. 34, 30.) % 
Whether the acid which Lowitz obtained (Crell. Ann. 1792, 1, 222) by decomposing 
grape or gum-sugar with alkalis, is really malic acid, remains yet to be determined. 


Preparation. I. From the berries of the Mountain-ash. — These like- 
wise contain small quantities of tartaric and citric acid, especially while 
very unripe. (Liebig.) 

1, The juice of mountain-ash berries not quite ripe, after being 
pressed, boiled up and filtered, is partly neutralized with carbonate of 
potash, leaving, however, a sufficient excess of acid to redden litmus 
pretty strongly; then precipitated by nitrate of lead (or with neutral 
acetate of lead, if carbonate of potash is not used); set aside for a few 
days, till the curdy precipitate is completely converted into small needles; 
these crystals freed from the admixed mucous or flocculent compound of 
lead-oxide and colouring matter (which is particularly abundant when 
acetate of lead is used) by careful elutriation with cold water; and lastly 
well washed with water.—a. The needles are either boiled with a 
quantity of dilute sulphuric acid not sufficient to decompose them, as 
long as any granular deposit continues to subside; the uniform pulpy 
mass mixed with aqueous sulphide of barium, till a filtered sample is 
found to contain baryta; the liquid filtered (the sulphide of lead then 
acting as a decolorising agent); the colourless filtrate boiled with excess 
of carbonate of baryta; the liquid again filtered (tartrate and citrate of 
baryta remaining in the filter); the baryta precipitated from the filtrate 
by careful addition of dilute sulphuric acid; and the filtrate, which should 
show no turbidity either with sulphuric acid or with chloride of barium, 
evaporated to the crystallizing point. If the filtrate should become 
turbid on addition of sulphuric acid, it must be evaporated down, the 
residue exhausted with alcohol; the liquid filtered from the remaining 
malate of baryta; and again evaporated. — b. Or these needles of impure 
malate of lead are boiled with a slight excess of dilute sulphuric acid, 
the filtrate divided into two equal portions; one portion exactly neu- 
tralized with ammonia; the other portion then added; and the reddish 
liquid evaporated and cooled; it then yields nearly colourless crystals of 
acid malate of ammonia, which may be rendered quite colourless by 
recrystallization. These crystals are then precipitated by acetate of 
lead, and the precipitate, after thorough washing, decomposed by sul- 
phuretted hydrogen or sulphuric acid. (Liebig.) 

2, The juice, after boiling and straining, is partially neutralized by 
ammonia; 72 pts. of it precipitated by 1 pt. of neutral acetate of lead; 
the liquid filtered after a few hours, to separate tartrate and citrate of 
lead and the compound of lead-oxide and colouring matter; the filtrate 
gradually mixed with small portions of a concentrated solution of nitrate 
of lead, stirring all the while, till a filtered sample is but slightly clouded 
by the nitrate of lead; the precipitate, which becomes crystalline, col- 
lected after-a while on the filter, washed with cold water, suspended in 
water, and decomposed by sulphuretted hydrogen; the nearly colourless 
filtrate heated on the water-bath to expel sulphuretted hydrogen, neu- 
tralized with ammonia, and decolorised with bone-charcoal which has 
been purified by hydrochloric acid; the colourless filtrate precipitated by 
nitrate of lead; the precipitate well washed with cold water after it has 
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become crystalline, then suspended in a four-fold quantity of water, and 
decomposed by sulphuretted hydrogen, the liquid being briskly agitated 
all the while; and the filtrate evaporated, first on the water-bath, and 
then at a gentle heat till it crystallizes. 22-7 pts. of mountain-ash 
berries yield 1 pt. of malate of lead. (Winckler, Jahrb. pr. Pharm. 
1, 13. 
3.. The filtered juice of ripe mountain-ash berries is precipitated with 
neutral acetate cf lead, the precipitate thoroughly washed with cold 
water, and then treated on the filter with boiling water, as log as the 
wash-water continues to deposit malate of lead on cooling — The residue 
on the filter (which Donovan erroneously regards, not as neutral malate 
of lead closely aggregated and thereby rendered difficult of solution, but 
as basic malate), is decomposed with dilute sulphuric acid; the acid 
liquid precipitated with neutral acetate of lead; the precipitate again 
treated with boiling water, and this treatment once more repeated. — 
Lastly, all the crystals of the lead-salt, which, having separated from a 
colourless solution, are free from colouring matter, are decomposed by 
half an hour’s boiling and constant stirring with 2°3 pts. of sulphuric acid 
of sp. gr. 1°09 (a quantity not sufficient to take up all the lead-oxide); 
the liquid filtered; the lead which is dissolved in the filtrate precipitated 
by sulphuretted hydrogen; and the liquid again filtered and evaporated. 
(Donovan.) 

4. Vauquelin leaves the juice to ferment for 14 days, whereby it 
loses its viscidity; then precipitates it with neutral acetate of lead; boils 
the precipitate, consisting of malate of lead, a little phosphate, and a cer- 
tain quantity of colouring matter, repeatedly with water; obtains the 
malate of lead in colourless crystals by repeated solution in hot water 
avd cooling; and decomposes the crystals as in (8) by sulphuric acid and 
sulphuretted hydrogen. 

5. Wohler (Pogg. 10, 104) dilutes the juice of mountain-ash berries 
not quite ripe, with 3 or 4 pts. of water; filters; adds solution of acetate 
of lead to the liquid while in a state of ebullition as long as turbidity is 
thereby produced; and filters boiling hot. The filtrate immediately 
becomes turbid, and deposits dirty-coloured pulverulent malate of lead; 
the liquid decauted therefrom yields the pure salt in white needles as 
it cools. 

6. Braconnot saturates the juice of mountain-ash berries not quite 
ripe with carbonate of lime, while boiling; evaporates the liquid to a 
syrupy consistence and skims it; separates the malate of lime which is 
deposited on cooling from the syrup; purifies it by washing with a small 
quantity of cold water and pressure between linen; boils for a quarter of 
an hour with an equal weight of crystallized carbonate of soda and with 
water; then filters the liquid containing malate of soda from the car- 
bonate of lime, and frees it from the red colouring matter by boiling with 
a little milk of lime; and thus obtains a transparent and colourless 
filtrate, which he frees from lime by passing carbonic acid through it and 
precipitates with basic acetate of lead; after which he washes the malate 
of lead and decomposes it with sulphuric acid. 

7. The juice of the unripe berries is boiled for some hours with a 
quantity of milk of lime not quite sufficient to neutralize it, as long as it 
continues to deposit malate of lime in the form of a sandy powder; this 
powder removed from the liquid and added, after washing with cold 
water, to a boiling mixture of 1 pt. nitric acid and 10 pts. water, as long 
as it dissolves; the hot filtrate left to cool; the nearly colourless crystals 
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of acid malate of lime which form, purified by recrystallization from 
boiling water; their hot solution precipitated by neutral acetate of lead; 
the precipitate, after washing with cold water, suspended in warm water 
and decomposed with sulphuretted hydrogen; and the filtrate evaporated, 
first on the open fire, then on the water-bath, to a syrup, which solidifies 
after some time to a crystalline mass. (Hagen.) 


, I]. From Houseleek. The juice of this plant is rich in malate of 
line. 

1. The filtered juice of houseleek is evaporated nearly to a syrup, 
and gradually mixed with alcohol; the pasty mass which separates, 
repeatedly washed with fresh portions of weak alcohol, and dissolved in 
water, after being strongly pressed between linen; the brown solution 
mixed with a quantity of sulphuric acid sufficient only to precipitate half 
the lime; and the liquid separated from the gypsum by decantation and 
pressure. This liquid yields in 24 hours, crystals of acid malate of lime; 
and the snpernatant mother-liquor evaporated to a syrup, yields an 
additional crop of crystals, first by 14 days standing in a cool place, and 
then by addition of alcohol, which however must be added with caution, 
as too large a quantity would likewise precipitate the brown colouring 
matter. The crystals are purified by dissolving them twice in hot water 
and recrystallizing; they are then again dissolved in water; the lime 
precipitated by sulphuric acid; the liquid filtered and digested with lead- 
oxide to remove the sulphuric acid; again filtered; the dissolved lead 
precipitated by sulphuretted hydrogen; the liquid filtered from this pre- 
cipitated and evaporated to dryness; and the acid dissolved out by 
alcohol, which leaves small quantities of lime and lead-oxide undissolved. 
(Braconnot.) 

2. Houton-Labillardiére supersaturates houseleek juice with milk of 
lime; filters; evaporates down to three-fourths, whereupon a white pul- 
verulent salt is deposited on cooling; decants the brown mother-liquor; 
washes the salt with alcohol of 12° to 15° Bm.; dissolves it in water; 
filters from the compound of lime and colouring matter; precipitates by 
nitrate of lead; washes the precipitate; suspends it in water; and de- 
composes it with sulphuretted hydrogen; then filters, and evaporates to 
a syrup, which yields crystals in a few days. 

3. Donovan evaporates the syrup to two-thirds; mixes it, after fil- 
tration, with an equal quantity of alcohol; washes the precipitated 
malate of lime with alcohol; dissolves it in water; precipitates with 
neutral acetate of lead; and decomposes the washed precipitate as in L, 3. 

When the malate of lime is precipitated by a lead salt, the resulting 
malate of lead contains lime, and yields malic acid, which also contains 
lime and therefore precipitates nitrate of lead or silver; it may be sepa- 
rated from the acid malate of lime (as in Braconnot’s process) by 
evaporating to a syrup and extracting with strong alcohol. (Gay-Lussac, 
Ann. Chim. Phys, 6,*301;5 also Schwt..21, 216; «Also JV 2 21. 1d, dyn Doe 
comp. Wackenroder, WV. Br. Arch. 25, 58.) 


Ill. From Cherries or Berberries. — A. Vogel precipitates the juice 
with neutral acetate of lead; washes the blue precipitate with cold water; 
boils it repeatedly with water, the compound of lead.oxide and colour- 
ing matter then remaining undissolved; and obtains by cooling, as in 
Donovan's process, crystals of malate of lead, which ne then decomposes 
by sulphuretted hydrogen. 
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IV. From the berries of Rhus Coriaria. — These berries contain acid 
malate of lime. After being separated from the stalks, they are re- 
peatedly exhausted with boiling water; the red acid infusion partially 
evaporated; the liquid separated from the precipitate of oxidized ex- 
tractive matter; the filtrate repeatedly evaporated and cooled, as long as 
it continues to yield brownish crystals of acid malate of lime; these 
crystals washed, and decolorized by -recrystallization; their aqueous 
solution then precipitated by carbonate of potash; the filtrate precipi- 
tated by acetate of lead; the white crystalline malate of lead decomposed 
by sulphuretted hydrogen; and the crystallized acid obtained by evapo- 
rating the filtrate. (Trommsdorff, Ann. Pharm. 10, 328.) 

The juice of the berries of Ahus glabrum or typhinum yields with 
acetate of lead a precipitate, which, when washed with cold water, 
recrystallized from hot water, and decomposed by sulphuretted hydrogen, 
immediately yields colourless crystals of the acid. (Lassaigne.) 


V. From the stems of various species of Rhubarb. —The juice ex- 
pressed from the stems and leaves of Rheum palinatum or undulatum is 
clarified by boiling with isinglass; then strained and evaporated to a 
thin syrup, which in a few days yields crystals of acid malate of potash, 
to be decolorized by pressure and recrystallization, and amounting to 
34 per cent. of the stems and leaves. By precipitating this salt with 
acetate of lead, and decomposing the washed precipitate with sulphuretted 
hydrogen, very pure malic acid is obtained, which crystallizes well. 
(Winckler & Herberger, Jahrb. pr. Pharm 2, 201.) — Another mode 
of preparation was previously given by Th. Everitt. (Phil. Mag. J. 
23, 327.) 


VI. From Apples. — Apple-juice neutralized with carbonate of potash 
is precipitated with acetate of lead, and the washed precipitate decom- 
posed with an equivalent quantity of dilute sulphuric acid. (Scheele.) — 
The acid thus obtained is a thick, brown, uncrystallizable syrup which 
dries up to a varnish when exposed in thin layers to a warm dry atmo- 
sphere. This inability to crystallize proceeds, according to Braconnot, 
from the presence of a brown substance which prevents the crystal- 
lization, not only of the acid, but also of its lead-salt. As this impure acid 
obtained by Scheele was formerly the only kind of malic acid known, the colourless 
and crystallizable acid which Donovan obtained from mountain-ash berries was regardcd 
as a distinct acid. 

The preparation of malic acid from Artemisia Absenthium is described 
by Luck. 

Erdmann (J. pr. Chem. 55, 191) recommends the ripe berries of the 
sea-buckthorn (ippophae rhamnoides) as a source for the preparation of 
malic acid. 

Pure malic acid should be colourless and ecrystallizable; burn without 
residue (of potash, lime, oxide of lead, &c.); not become coloured with 
ammonia; and yield no precipitate with nitrate of lead or silver. 


Properties. The aqueous acid evaporated to a syrup, and then left 
to evaporate further in a warm place, yields colourless needles or prisms 
united in feathery or spherical groups (Vauquelin, Braconnot, Liebig); 
according to A. Vogel, the crystals are six-sided; according to Winckler, 
four-sided. The crystals melt at 83°, but sustain a heat of 120° without 
diminishing in weight. (Pelouze.) They are inodorous and have a very 
sour taste. %. According to Pasteur, ordinary (optically active) malic 
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acid begins to melt at 100° and to decompose at 140°; whereas optically 
inactive malic acid begins to melt at 133°, and to decompose at 150°. 
The latter crystallizes in the same manner as the ordinary acid, but more 
readily, (V. Ann. Chim. Phys. 84, 30.) . 


Crystallized. ’ Pelouze. Pasteur. 
felis OA A hh 5 Mee fo Das SOUR OO eae ene GO OO fer O70 
OsHIy,.. Le ee Nee ee CVU... MEAS 14086 ees 65 
10;O Ge. debeset ine ont SO enetemn ° 2052128 1658578 vane e889 
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Pelouze obtained too much carbon, probably because malic acid, as Liebig has 
shown, gives off water at 130°. 

Pasteur analysed the optically inactive malic acid obtained from inactive aspartic 
acid by the action of nitrous acid; the acid was crystallized and dried over sulphuric 
acid. ae 
According to the radical-theory, the hyp. anhydrous acid = C4H?O4 = M, and the 
crystallized acid = HO,C*H*O*. Prout found the hyp. anhydrous acid contained in 
the lead, lime or copper-salt, to consist of 40°68 p. c. C, 5°08 H and 54°24 O. 


Decompositions. 1. The acid heated for some hours to between 175° 
and 180° in a retort placed in the oil-bath, is resolved, without any 
evolution of gas or carbonization, into water, maleic acid (viii. 151) 
which passes over in the liquid form with the water, and crystallizes 
soon afterwards, and about an equal quantity of fumaric acid (ix. 22), 
part of which distils over, while the rest remains in the retort, in the 
form of a crystalline mass. If the malic acid be suddenly heated to 200°, 
and kept for some time at that temperature, a comparatively large 
quantity of maleic acid is obtained; but at 150°, the malic acid is very 
slowly, but almost completely resolved into water and fumarie acid. 
The first product of the decomposition perhaps consists entirely of maleic 
acid, which, however, if the heat be not quickly raised to the point of 
volatilization, is converted into fumaric acid. (Pelouze.) Even by con- 
tinued exposure to a heat of 120° to 180°, fused malic acid is converted, 
with turbidity and escape of water, into a pulpy mixture of fumaric. 
acid laminw, and undecomposed malic acid; the latter, when dissolved 
out by cold water, and heated as above after evaporation, again yields 
water and a similar mixture; and in this manner all the malic acid may 
be finally converted into water and fumaric acid. If the distillation 
be conducted as quickly as possible over a strong alcohol-flame, a large 
quantity of maleic acid passes over with the water, till the residue 
suddenly solidifies to crystalline fumaric acid. (Liebig.) — Equations for 
the formation of maleic and fumaric acid: 

C8H'O" = 2CH-O* +: 200. 
and: C®H®O® = C®H‘*O® + 2HO. 
If a strong fire be made to act immediately on the malic acid, it swells 
up, turns brown, and yields, together with the maleic and fumaric acids, 
large quantities of carbonic oxide and carbonic acid gases, empyreumatic 
oil, and charcoal, which must be regarded as decomposition-products of 
the maleic and fumaric, not of the malic acid. (Lassaigne.) — 2. In the 
open fire, the acid burns with the odour of burnt sugar. 

3. The acid in combination with potash is decomposed by bromine, 
with formation of bromoform. (Cahours, V. Ann. Chim. Phys. 19, 507.) 
— 4. Nitric acid easily converts it into oxalic acid, with evolution! of 
carbonic acid. (Vauquelin.) —It is not decomposed by aqueous iodic 
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acid. (Millon.) — 5. When gently heated with oil of vitriol, it gives off 
carbonic oxide gas (Dobereiner), and at the same time forms acetic acid. 
(Liebig.) —6. When heated with oil of vitriol and chromate of potash 
together, it gives off all its carbon in the form of carbonic acid. 
(Dobereiner.) — The aqueous acid does not act on peroxide of manganese. 
(Dobereiner.) —It is not converted into fumaric acid by boiling with 
strong hydrochloric acid. (Hagen.) 

7. When cautiously heated with excess of potash-hydrate, it forms 
acetate and oxalate of potash [with evolution of hydrogen?]. (Riechter, 
NV. Lr. Arch. 39, 23.) — For the conversion into succinic acid, see Malate of Lime, 
pp. 216, 217. 


Combinations. The crystallized acid deliquesces when exposed to 
the air; it dissolves in a small quantity of water, forming a colourless 
syrup; with a larger quantity, it forms a thin liquid. — The optically 
inactive modification is less soluble in water and less deliquescent than 
ordinary active malic acid. (Pasteur.) 


The Malates are neutral =C*H*M?O”, and acid =CSH>5MO”. When 
subjected to dry distillation, they swell up, and, according to Unverdorben, 
give off two empyreumatic oils of different degrees of volatility. Between 
250° and 300°, the malates of the fixed alkalis are converted, with loss 
of water, into fumarates. (Hagen.) 


C3H‘M?0 = C®H?M?208 + 2HO. 


Nearly all malates are soluble in water. —The optically active and 
inactive modifications of malic acid yield respectively active and inactive 
malates. (Pasteur.) 


Mauatsé or Ammonia. —a. Neutral. — Uncrystallizable, very soluble. 
(Braconnot.) 

b. Acid.— Preparation (p. 208, 1,6). Large, transparent, colourless prisms 
belonging to the right prismatic system. Fg. 75, y:y=110° 45’; 
Pee 1 Doms ene, —s1 25, ees = LOG 620 5) ne 138. 254, 
(Nicklés ; according to an epistolary communication, in which the numbers erro- 
neously printed in the Compt. rend. are corrected; comp. also Kobell, Repert. 71, 320.) 
The crystals have an agreeably acid saline taste (L. A. Buchner, Repert. 
71, 320); they are permanent in the air (Braconnot), and do not diminish 
in weight, even at 100° in a stream of dry air. (Buchner.) They dis- 
solve very readily in water, but are insoluble in alcohol and ether 
(Braconnot, Buchner), and dissolve but very slowly in dilute alcohol. 
(Liebig.) 


Crystals. Buchner, 
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Liebig also obtained by combustion of the crystals, 1 vol. nitrogen gas to 8 vol. 
carbonic acid. 


7. According to Pasteur (Ann. Pharm. 82, 331), the acid ammonia- 
salt of ordinary (optically active) malic acid forms crystals belonging to 
the right prismatic system, often with hemihedral faces. Their specific 
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gravity compared with that of water at 12:5, is 1°5500.— Dissolves in 
3°11 pts. of water at 15°7°. The solution rotates the plane of polarization 
ofa ray of light. Heated in the oil-bath to 160°—200°, it is converted 
into a sparingly soluble substance, C7-N H*O5=C®N H70°—3HO= Aspartic 
acid minus water (p. ). 


C§H>(NH4)0 = C8NH40® + 5HO. 


Ammonia escapes, however, together with the water, and the residue 
contains fumaric and maleic acid, together with malic acid both active 
and inactive. 

The acid ammonia-salt of inactive malic acid forms two kinds of 
crystals. (a) The solution when evaporated first yields crystals having 
the same composition as the active ammonia-salt, and the same form, 
with exception of the hemihedral faces, which are absent. — (bd) The 
mother-liquor separated from these crystals deposits after a while, large, 
hard, transparent crystals containing 2 At. water more than the salt a, 
and belonging to the oblique prismatic (monoclinometric) system. They 
are decomposed by heat in the same manner as the active salt. 


Crystallized. Pasteur. 
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CSH5(NH4)O"+2Aq. .... 169... 100-00 


When the acid ammonia-salts of the two varieties of malic acid are 
heated in the same oil-bath, they exhibit, at temperatures differing 
but little from one another, the same alterations, viz loss of water and 
ammonia, and formation of the insoluble substance C°N H*O* (Pasteur.) ¥. 


MAtate or Porasu. — a. Neutral. — Uncrystallizable, deliquescent, 
insoluble in strong alcohol. (Braconnot.) —6. Acid. — Crystals, perma- 
nent in the air, soluble in water, insoluble in alcohol (Donovan); con- 
taining in the dried state 24°3 per cent. of potash. (Dobereiner.) 


MauatTe oF Sopa.—a. Neutral.—As with potash.—b. Acid.— 
Crystalline, permanent in the air, soluble in water, insoluble in alcohol. 


(Donovan. ) 


Matats oF Lirnta. — In the neutral as well as in the acid state, it 
forms a syrupy uncrystallizable mass, which does not harden even in 
warm air. (C. G. Gmelin.) 


MauatE or Baryta.—a. Neutral. —1. The acid neutralized with 
baryta-water, leaves on evaporation a gummy mass, which is permanent 
in the air and soluble in water (Braconnot); when evaporated at a gentle 
heat, it yields crystalline scales, containing, after drying in the air, 2 At. 
water, one of which they give off at 80° and the other at 100°; they 
dissolve very readily in water; but on boiling the solution, the salt is 
deposited in the anhydrous state. (Hagen.) 

2. The aqueous acid cannot be completely neutralized by boiling 
with excess of carbonate of baryta. (Liebig, Hagen.) 

a. The acid saturated in the cold with carbonate of baryta yields by 
evaporation in vacuo (the quantity of acid in the mother-liquor increas- 
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ing), thin transparent lamina, which are neutral, dissolve readily in 
water, and give off 10°6 p.c. water at 220° (at 100°, they give off a 
smaller quantity and retain their solubility). 

B. The saturated solution of these laminw, and likewise malic acid 
saturated with carbonate of baryta, becomes turbid when boiled, and 
deposits a heavy crystalline meal consisting of insoluble anhydrous salt. 
(Richardson & Menzdorf.) The acid saturated while warm with car- 
bonate of baryta, likewise deposits on evaporation, first, white amorphous 
crusts of the neutral anhydrous salt, and lastly films of a salt which has 
an acid reaction, and is soluble in water; the last deposited crusts of the 
neutral salt, on the contrary, do not dissolve either in cold or in boiling 
water, but readily on addition of a trace of nitric acid. (Liebig.) 


Hagen Liebig 
(1) at 100° Poe 
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The salt (1) dried at 30°, contains 54°44 p. c. baryta (therefore 1 At. 
water); and the air-dried salt contains 52°93 p.c. baryta (therefore 2 At. 
water). (Hagen.) [ According to this, the salt should be different from 2, a.] 

b. Acid. — Uncrystallizable, more translucent, and more soluble in 
water than a. (Braconnot.) 

Braconnot formerly distinguished a dasie salt which he stated to be deposited in 
white flakes on strongly supersaturating the acid with baryta-water ; but, according to 
Lassaigne, an excess of baryta-water does not render the acid turbid; and according to 
Liebig, it does not produce turbidity in a solution of acid malate of ammonia; and 
Braconnot himself, in a later communication (Ann. Chim. Phys. 51, 331,) states that 
baryta-water does not produce turbidity in the acid. 


Ma.uate oF Strontia. —a. Meutral.—1. The acid is not rendered 
turbid by strontia-water (Lassaigne), and the mixture yields by rapid 
evaporation, a gum ; by slow evaporation, a white translucent crystallo- 
granular mass; the salt is permanent in the air, and dissolves readily in 
water. (Braconnot.) —2. The ayueous acid digested with carbonate of 
strontia, still retains the power of reddening litmus slightly, and after 
sufficient evaporation, deposits nodular masses. (Hagen.) 


Anhydrous. (2) dried at 100°. Hagen. 
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The air-dried salt (2) contains 41°17 p. c. strontia (Hagen), 


b. Acid. — Deposited in the crystalline form on mixing the aqueous 
solution of the neutral salt with malic acid; does not melt in the fire; 
dissolves sparingly in cold, readily in hot water. (Braconnot.) 
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Mauate or Lime. —a. Neutral. —1. The acid does not become turbid 
on addition of excess of lime-water (Braconnot, Ann. Chim. Phys. 51, 331; 
Lassaigne); not even in concentrated solutions and on the application of 
heat, —a character by which malic is distinguished from citric acid. 
(H. Rose, Pogg. 31, 210; Winckler); according to Hagen, on the con- 
trary, on heating the mixture [still more concentrated?] the anhydrous 
neutral salt is separated in the form of a granular powder. At all events 
there does not appear to be any basic salt precipitated, as was formerly supposed by 
Braconnot.— The acid neutralized with lime-water yields on evaporation 
in vacuo (an acid mother-liquor remaining) large, thin, shining lamina, 
which dissolve readily in water, and after drying in vacuo at ordinary 
temperatures, give off all their water =17 p. c. (4 At.) at 180°, and 
about half of it at 100°. Their aqueous solution, when left to eva- 
porate in the air, again yields laminw, but when heated to the boiling 
point, deposits a white, granular, nearly insoluble salt with 2 At. water. 
Hence the lamine, in parting with half their water, likewise lose their 
solubility. (Richardson & Menzdorf, Ann. Pharm. 26, 135.) 

2. Dilute malic acid agitated in the cold with excess of carbonate of 
lime, remains strongly acid; but the filtrate, when boiled, coagulates to 
a pulp composed of granules of the bihydrated neutral salt, which 1s 
nearly insoluble in water and in aqueous malic acid. (Richardson & 
Menzdorf.) Impure malic acid is not completely neutralized by digestion 
with excess of carbonate of lime, but with pure acid the neutralization 
is perfect. (Braconnot.) Even the pure acid is not completely neu- 
tralized. (Hagen.) From the solution thus obtained, the neutral salt 
separates in four-sided prisms, which grate between the teeth, dissolve in 
83 pts. of cold and a somewhat smaller quantity of hot water (Las- 
saigne); or as a granular powder of anhydrous salt, which is nearly 
insoluble both in hot and in cold water. (Hagen.) 

3. The same granular powder is thrown down from the aqueous solu- 
tion of the acid salt by several hours’ boiling. (Hagen.) 

4, A mixture of aqueous chloride of calcium and neutral malate o 
soda deposits, after a while, the neutral malate of lime in transparent 
erystalline grains. This salt scarcely froths up in the fire; it is com- 
pletely decomposed by the soluble alkaline carbonates. It dissolves in 
147 pts. of cold water, forming a solution which tastes somewhat like 
nitre, and in at most 65 pts. of boiling water, from which it does not 
separate on cooling. (Braconnot.) 

5. The solution of acid- malate of lime, neutralized with a soluble 
alkaline carbonate, yields by evaporation at a gentle heat, hard shining 
erystals of the neutral salt, which contain 5 At. [or 6 At.]| water, give 
off 1 [or 2] At. water at 100°, assuming the appearance of porcelain, 
and are completely dehydrated at 150°. (Hagen.) 

6. The granular salt, left to itself in the moist state for two days, 
takes up water, and is converted, under circumstances not yet deter- 
mined, into rough, translucent, globular crystals, which, after drying 
in the air, whereby they are rendered opaque, give off 22°49 p. c. (6 At.) 
water at 200°. (Dessaignes & Chautard, V. J. Pharm. 13, 243.) 

Neutral malate of. lime; kept for some months under a shallow layer 
of water in a vessel covered with paper, is converted into succinate. 
(Dessaignes.) During the winter, crystallized hydrated carbonate of 
lime and a mucous organization are likewise produced; but in the 
summer months, the sole product consists of needles of succinate of lime, 
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which gradually rise above the diminishing malate of lime, while a small 
quantity of gas is given off. (Dessaignes, Compt. rend. 28, 16.) 

When a mixture of 4 pts. of malate of lime, 24 pts. of water, and 
1 pt. of yeast, (or a smaller quantity of putrefying cheese or fibrin,) 
is set aside in a warm place, a tolerably brisk evolution of pure carbonic 
acid gas takes place; the muddy lime-salt begins in the course of 3 days, 
to become granular and heavy; and after the evolution of gas is termi- 
nated, appears under the microscope to consist of transparent needles 
united in stellate groups, and composed of succinate and carbonate of lime. 

. The supernatant liquid contains acetate of lime. 

If too much yeast or cheese is used, or if the mixture becomes 
too hot, hydrogen gas is evolved as well as carbonic acid, and possibly 
in equal volume, and in that case there is obtained but little succinic 
and acetic, but a large quantity of butyric acid, and a colourless, volatile 
oil, smelling of apples, which may be obtained by distilling the liquid; 
this oil dissolves readily in water, and may be separated therefrom by 
chloride of calcium or carbonate of potash; it, however, dissolves a larger 
quantity of chloride of calcium in the dry state. For the fermentation 
in which succinic and acetic acid are produced, and pure carbonic acid 
is evolyed, the equation is : 


30550" = 2C3H*08 + CHO! + 4CO? + 2HO. 
For the fermentation, when hydrogen is evolved : 
2C°H'O! = C8H®O* + 8CO? + 4H; 


or, if the evolution of hydrogen is subsequent to the formation of suc- 
cinic acid ; 
3C°H°O8 = 2C5H8O* + 8CO? + 2H. 

[The formation of the volatile oil is not here taken into account.] — Part of the 
carbonic acid remains with the lime. (Liebig, dann. Pharm. 70, 104, and 
363. 

: According to E. J. Kohl (Ann. Pharm. 78, 252), malate of lime 
fermented with putrefying casein, gives off nothing but carbonic acid, 
and yields principally lactate of lime, with small quantities of succinate, 
acetate, and carbonate. W. Baer, (Arch. Pharm. [2], 69, 147,) ob- 
tained a similar result with the juice of mountain-ash berries, neutralized 
with carbonate of lime, mixed with beer-yeast, and left to stand at 
ordinary temperatures. — Winckler (Jahrb. pr. Pharm. 22, 300) found 
a large quantity of lactic acid in the acid residue of cider, and sup- 
poses it to have been formed by fermentation of the malate of lime 
contained in the juice of the apples. — Rebling (Arch. Pharm. [2], 67, 
300) observed that, in the fermentation of malate of lime, valerianic 
acid is formed as well as succinic and butyric acid. . 


Rich. M. Hagen 
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C8H4Ca2O0!’ + 2Aq. 190 .:.. 100°00 
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Hagen Rich. M. 
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C5H*Ca’?O+6Aq. 226 .... 100°00 


The salt obtained by saturating the impure acid from apples with 
excess of carbonate of lime, reddens litmus slightly, dissolves readily 
in cold water, and is precipitated therefrom by alcohol; in the form of 
a greasy substance, which dries up to a varnish. (Scheele.) 

7 When a solution of inactive malic acid is neutralized with lime- 
water, no turbidity is produced; but on addition of alcohol, the neutral 
lime-salt is deposited in white amorphous flakes. On boiling the 
neutralized aqueous solution, a granulo-crystalline precipitate is formed, 
having the composition C*H*Ca?0", and but sparingly soluble in 
water, either hot or cold. — When a solution of acid malate of am- 
monia containing the inactive acid, is mixed with a soluble lime-salt 
and excess of ammonia, no precipitate is formed at first, but after 24 
hours, transparent crystals united in nodules are formed, containing 
C°H*Ca?0" = 5Aq. (Pasteur.) 1. 


b. Acid.— May be prepared from the stems of Geranium zonale 
(Braconnot). Also from the berries of Ahus glabrum or copallinum, by 
exhausting them with hot water, evaporating the infusion, decolorizing 
it with animal charcoal previously purified with hydrochloric acid, 
evaporating the filtrate further, setting it aside to crystallize, and puri- 
fying the resulting crystals, if necessary, by recrystallization. (Rogers, 
Sil. Am. p. 27, 294.) — The solution of the neutral salt in warm dilute 
nitric acid, deposits the acid salt in crystals on cooling. (Hagen.) — The 
clear, shining prisms and needles of this salt, which contain 8 At. water, 
belong to the right prismatic system. Fig. 68 without the ¢-face; y:y 
122° E18": | 17 LSA LS ek =e 903 Ys LOL ee Dist ot tee 
125° 205 uw’ su = 129° 25’. (Nicklés, exist. communication.) Braconnot, 
Wackenroder and Rogers have given similar descriptions of the crystals, 
whereas Hagen obtained rhombic octohedrons. — ‘J According to Pasteur, 
the acid lime-salt, prepared with the optically octave (ordinary) acid 
often exhibits hemihedral faces; while the salt prepared with the inactive 
acid exhibits the same crystalline form, but without hemihedral faces. {. 
—The crystals have an agreeably acid taste (ttogers), stronger than 
that of cream of tartar (Braconnot).— At 100°, they give off 22°37 p. ¢. 
(nearly 6 At.) water, and at 180°, 31:06 p. ¢. (nearly 8 At.) in all. (Rich- 
ardson & Menzdorf). When exposed for 8 days to a temperature of 
160°, they give off only 19 or 20 per cent. of water, and leave a mass 
which draws out into threads when heated. Ata somewhat higher tem- 
perature, they swell up, give off 22°53 p.c. water, and leave a trans- 
parent gum (Braconnot), which, when strongly heated, gives only 
pungently acid and tear-exciting vapours, becomes carbonized, with 
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light appearance of fire (Wackenroder), and finally leaves a white, 
tumefied, calcareous mass. (Rogers.) — The crystals dissolve in 50 pts. 
of cold water, more abundantly in hot water, and crystallize on cooling 
(Trommsdorff); they dissolve sparingly in water (Braconnot); abundantly 
(Rogers). By alcohol, which takes away the acid, they are converted 
into the neutral salt (Braconnot); they are insoluble in boiling 96 per 
cent. alcohol; boiling 70 per cent. alcohol dissolves them, leaving a 
white powder of salt a; and the solution, on cooling, yields crystals of 
salt 6, while a super-acid lime-salt remains in solution. (Wackenroder.) 


Crystallized. Braconnot. Wackeur. Rogers. Hagen. 
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C8H5CaO" + 8Aq..... 225 .... 106°00 


Hagen, from his own analysis, which however differs from all the rest, supposes 
the crystals to contain only 6 Aq. 


Malate of Lime and Ammonia. — Obtained by combining a malate of 
lime containing a large excess of acid, with ammonia. Crystallizes in 
the form of acid malate of lime, although it contains but very little lime. 
(Braconnot.) 


Malate of Lime and Potash. — When potash is added to a lukewarm 
solution of neutral malate of lime, two such compounds are formed, the 
one being precipitated, while the other remains in solution, and refuses 
to crystallize. (Braconnot.) 


Malate of Lime and Soda.— Carbonate of soda scarcely produces 
any turbidity in a solution of acid malate of lime, even on application of 
heat. (Braconnot.) 


Mauateor Maenesta. — a. Neutral. —a. Anhydrous. — Obtained by 
precipitating a concentrated solution of the salt y with absolute alcohol, 
washing with alcohol the thick flakes, which melt when heated into a 
mass that may be drawn out into threads, and drying them at 100°, 
(Hagen.) 


We Hagen 

DNL O Spee sae 4008 ev 25GL> Bhi. 27°02 
Cela! 0 UUie, Senet e Set 1165... . 74°36 
£2) 5 Eh 4 1 G ph A el si acta 156 .... 100°00 


B. With 2 At. Water. — Obtained by drying the crystals y at 100°. 
(Liebig, Hagen.) 

y. With 10 At. Water. — The boiling dilute acid is saturated with 
magnesia, the neutral filtrate evaporated till it forms a crystalline 
film, and the solution left to crystallize by cooling. (Hagen.) The crys- 
tallization takes place with facility Braconnot). The crystals are thick 
rhombic prisms, having a bitterish taste (Lassaigne). They are per- 
manent in the air (Donovan); they effloresce in the air, and give off 
29°5 to 30:0 p. c. (8 At.) water at 100°, but no more at higher tempera- 
tures, not even at the heat of a boiling solution of chloride of calcium. 
(Liebig.) They froth up in the fire; dissolve in 28 pts. of water. 
Donovan. — The salt of the impure acid deliquesces in the air (Scheele), 
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B Liebig. Hagen. 
PN CaF See: een eee AD set wel oom 20540? neces 23°25 
big 2 6 See 116 66°67 
ad sO Night eriee Satnee. 18 10°34 
C5H4Mg*0 + 2Aq. 174 100-00 
Hagen 
BNL ECS Vache rrecls ta gaundeettean wee ee aes 40 Pd sae ei 16°66 
OR Sane Sei ctcrrt eek ae ee 116 47°15 
LOCH Oded Rees BE eee 90 36°59 
CAM a? 4 OA goiter... ences 246 .... 100°00 


6. Acid. — Formed by half saturating the aqueous acid with carbonate 
of magnesia, and evaporating. — Flat prisms, which give off 2 At. water 
at 100°, and melt at a stronger heat. (Hagen.) Transparent gum, per- 
manent in the air; its solution mixed with potash, yields a precipitate 
of basic malate of magnesia and potash. (Braconnot.) 


Dried at 100°. Hagen. 
PLO) 5 ice ete eee ony 20 1 ule 13°29 
Bg BS eg cemeeh cps Leo 125 76°69 
De OTIS Me ition pe Oe hee 18 11°04 
COH IM e704 2Ag. sieves 163... 100°00 
Crystallized. Hagen. 
MEGS iis meee 20 D058 tin.3.% 11°95 
COLL ND” ress ceeaasnne see 125 69°06 
LOU eee ee earn 36 19°89 
C8H4M g?O + 4Aq. ose 181 .... 100°00 


Mavate or YrtrRia.—1. When an aqueous solution of malic acid is 
poured upon carbonate of yttria, part of the resulting salt dissolves, and 
is obtained by evaporation in small white nodules. — 2. Neutral alkaline 
malates throw down from yttria-salts— when the solutions of the two 
salts are concentrated and mixed in due proportion—a white, almost 
crystalline powder, which remains in white granules when its aqueous 
solution is evaporated. — The air-dried salt is C°H*Y?O”+2Aq.— It 
does not give off its water at 110°, and is but slowly decomposed at 
higher temperatures. It dissolves in 74 pts. of water; its solution in 
aqueous malic acid deposits the neutral salt unchanged, the excess of 
acid remaining in the mother-liquor. It dissolves abundantly in aqueous 
malate of soda, and does not crystallize out again on evaporation. 


( Berlin.) 


MauatE oF ALuwiIna.—a. BPasic.—Sparingly soluble in water. 
(Braconnot.)— 6. Meutral.— Transparent gum, which reddens litmus 
slightly, is permanent in the air, and dissolves readily in water, forming 
a solution which is not precipitated by potash or ammonia. 


Uranic Matatse. — The impure salt has a pure yellow colour, and is 
sparingly soluble in water. (Richter.) 


Manaanous Mauate.—a. Neutral. — Obtained by saturating the 
acid with carbonate of manganese. Uncrystallizable, gummy, very 
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soluble.— 6. Acid. — Precipitated as a white powder on adding malic acid 
to the solation of a; from solution in hot water, it separates in transparent, 
rose-coloured crystals. Does not melt in the fire, but decomposes with 
intumescence; dissolves in 41 pts. of cold water. (Braconnot.) 


MauateE or Zinc.—a. Basic. — Remains in the form of a whitish 
crystalline residue, on dissolving the neutral salt in water; contains 48:11 
p. ¢. oxide. (Braconnot.) The solution obtained by continuous boiling of 
the aqueous acid with carbonate of zine, solidifies on cooling toa tremulous 
jelly, which when diffused in water and boiled for a considerable time, is 
converted into a sandy powder. This powder is not decomposed by 
water at 100°, but at 200° it gives off water, and is partially converted 
into fumarate of zinc; for when the solution obtained by continuous 
boiling with water, and then is concentrated to a small bulk with 
addition of a little nitric acid, it deposits crystals of fumaric acid. 


(Hagen.) 


Dried at 200°. Hagen. 
MATS AER gt teen Ge 20" Gig locas OD A mmenidecns 49°03 
SO Bate cccreiamicnaten dca OO cutee) 2o Meese Sined 21°86 
Ud § leas, Snape mesoneatietl ek mA 4°0 jg 1 Rear nie oa 1°84 
toatl, @ Sar an ena Oe eer ee 64°0 ZC 00M Vaat Paar 
ZO; C8 7-0) ore. ZOO lO meee OOO seetea tre 100°00 
Dried at 100°. Hagen. 

5/200 eae Se 120°6 ri Rae ee 44°3 
> Cee tiicnedenk ahha eas 48°0 UCI ON ele ee 19222 
BEd Gaertn Saaetiy c cmos... reat ne ae a ees 2°60 
B21 O) :..:. eee meme te SOM ie SANE oe ease 33°84 
ZnO,C8H4Zn’O" + 4Aqg. 72°6 100:°00 Tis. 100-00 


Hagen prefers other formule which certainly agree better with the analyses: viz. 
for the salt dried at 200°: 3ZnO,C8H4O8 (basic malate of zinc) + ZnO,C4HO® (3 At. 
fumarate of zinc); and for the salt dried at 100°, the same formula +4 At. water; he 
admits however that no fumaric acid can be obtained from the latter. 


b. Neutral. —a. When the aqueous acid is saturated with carbonate 
of zinc at a temperature below 30°, the filtrate deposits, after a while, 
small shining crystals which gradually but completely give off their 6 At. 
water at 100°. (Hagen.) 

8. When, on the other hand, the acid is saturated at a high tempera- 
ture, and the solution filtered from the salt a, which separates on cooling, 
and further evaporated, crystals are deposited, containing indeed 6 At. 
water, but having a different form, and obstinately retaining about 1} At. 
water at 100°. (Hagen.) They are short, hard, strongly lustrous four- 
sided prisms (square, according to Lassaigne), perpendicularly truncated, 
or bevelled with two faces; they redden litmus. (Braconnot.) They 
become opaque at 100°, giving off 10 per cent. of water, and at 120°, 
swell up and crumble to a white powder, giving off at the same time 
10 p. c. more water. (Liebig.) They dissolve (leaving a small residue of 
salt a) in 55 pts (67 pts. at 20°, according to Lassaigne) of cold, and 
10 pts. of boiling water, from which the salt does not separate on cooling. 
(Braconnot.) 


a dried at 100°, or B above 100°. Hagen. Lassaigne. 
DES AAG! get 5 retin Oi rok ty ees heen: 1S er ae AOS 0 ese ae 40°74 
CAHIOA eh: 116708 2. 59°07 


C8*Z-O 0 ae... 196°4__.... 100°00 
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B, dried at 100°, Hagen. Liebig. Braconnot. 

Pe LDO wxonantascaatps 80:4. «0: 237°D0) #3. sige ieee op ye aman Bd 19D Wiecarhes 35°50 
8 nr ee Ra BOO te pate AU arches 22°74 
Ted: beret eather [rhe | penne 5h [i eae a! 
USD se oooiisacets tert ea nnes eer 80°0 a peed Ca nth ons 36°43 
CSH4Zn7O" 4-2Aq..-2.. 214°4° 4.:4100°00 —...2... 100°00 


Hagen, in accordance with his own analysis, supposes this salt to contain only 
1 or 14 Aq. 


B. Air-dried crystals. Braconnot. Liebig. Hagen. 

Sad A 8 atinemenrnatses terest of ue rit 76h hese SiO wees Danke Sake WAN W | 
(Bo od wy Saye sen sper 116°0 CO sta need me tae oe de ie 46°73 
GUT EY SAE dfs ent 4°0 Reed coil Melman Palle Boog 20°56 
C8H4Zn7O + 6Ag. .... 250°4  .... 100°00 100-00 


c. Acid. — Obtained by supersaturating the salt 6 with the acid, and 
washing the resulting crystals with alcohol. Elongated square-based 
octohedrons, which swell up when heated, giving off 8°33 p. c. water, 
and are converted into a gum; they dissolve in 28 pts. of cold water. 
(Braconnot.) 


Anhydrous. 
LO raesn Ate ROM wiatiaannen thats Conds 40'2 .... 24°33 
I Rite wy tos ies Seer oenaeeaet W255 err hii 
CPE ZO Oe Bi sic asazs :s0Bteiotose 165'2. ..... 100-00 
Gum. Braconnot. ° Hagen. 
VA OS 5 2 i Sener ie ASD ays te OL | Gaseeees lh Paar 21°34 
Pr a id | Rae wana 125°0 68°23 
2 HOA esate, dois | weet 5 at! ate 


C8H 5 ZiOM 4 2g. 183'2"* ..;. 100°00 


Crystals. Braconnot. 

VAAL 8 aor Ree eat NED MR 74 Be ees 2-9 Seems bits) 
cd fa eine aa ca Binion 12580 ven a OL Lo 
LALO Fea ee ee ee SOU ec as eo 
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Malate of Zine and Ammonia. — Neutral malate of zine is partially 
decomposed by ammonia, with formation of a double salt. (Braconnot.) 


Matatr or Tix. — Uncrystallizable; easily soluble; becomes some- 
what moist on exposure to the air. 


MaaTe oF Lreap.—a. Lasic.— Formed by digesting the neutral 
salt with ammonia. F'locculent powder which does not soften in boiling 
water. (Braconnot.) Dense and hard or granular mass, insoluble in 
water. 

@ When a solution of a salt of either active or inactive malic acid 
mixed with ammonia is precipitated with acetate of lead, the pre- 
cipitate is in either case an anhydrous basic salt 4PbO, C8H‘0® [or 
2PbO, C®H*Pb?0"]; this formula requires 79°4 p. c. oxide of lead, while 
the salt prepared with the inactive acid gave 791, and that prepared 
with the active acid gave only 77:4, and in another case 74°5 p.c. (it 
was probably contaminated with acetate of lead). This basic salt does 
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not become crystalline by keeping, and does not melt in boiling water; in 
water acidulated with acetic acid, it melts with considerable diminution 
of volume. (Pasteur.) 7 

_ 6, Neutral. — The cold aqueous acid added to neutral acetate of lead, 
throws down bulky flakes which in a few hours aggregate in needles. 
(Braconnot, Vauquelin, Wohler.) [The precipitate formed by inactive 
malic acid is amorphous at first, and takes a longer time to become crys- 
talline than the active acid. (Pasteur.)]—- Malic acid does not precipitate 
nitrate of lead unless it contains lime. (Gay-Lussac.) Neutral malate of 
potash throws down from acetate of lead a mixture of neutral and basic 
salt. (Braconnot.) According to Rieckher, on the contrary (Ann. Pharm. 
39, 23), acid malate of ammonia added to tribasic acetate of lead, forms, 
with evolution of ammonia, a non-crystallizing, curdy precipitate, which 
however has the composition of the neutral salt; and Goupil found (Compt. 
rend. 23, 52) that the precipitated neutral salt forms needles after a few 
hours, only when the supernatant liquid contains a little free malic, 
acetic, or nitric acid, and therefore not when the acetate of lead has been 
precipitated by a neutral malate of one of the alkalis. 

From a solution in hot water or in the hot aqueous acid, neutral malate 
of lead always separates in crystals, which are colourless, litmus-red- 
dening, silky needles united in tufts, or four-sided, obliquely truncated 
prisms, or silvery micaceous laminze; when immersed in boiling water, 
they melt to a resinous mass which draws out into threads, and hardens 
into a brittle mass on cooling. (Braconnot.) [Inactive malate of lead 
melts under boiling water like the ordinary active salt, and separates from 
the solution, when left to cool quietly, in the form of an amorphous pre- 
cipitate which slowly becomes crystalline. (Pasteur.) |— The crystals 
give off 14 p.c. (6 At.) water when heated; the recently precipitated 
salt, which has not yet become crystalline, contains the same quantity of 
water, and may therefore pass into the erystalline state without immer- 
sion in a watery liquid. (Pelouze.) The crystals melt and give off their 
water at 100°, and the remaining anhydrous salt, when further heated to 
220°, is converted, with additional loss of 2 At. water, into fumarate of 
lead containing 69°33 p. c. PbO, 14°94 C, 1:16 H, and 14°57 O. (Rieckher.) 
At a still higher temperature, the residue burns with intumescence. 
(Braconnot.) The crystals dissolve very sparingly in cold water, some- 
what better in hot water (less readily after passing into the resinous 
state), and separate out again on cooling. (Braconnot, Vauquelin.) 
Boiling aqueous acetic or malic acid does not exert a much more 
powerful solvent action on the salt than water, and on cooling deposits 
nearly the whole of it in the crystalline form, (Braconnot.)-— The salt 
dissolves readily in nitric acid. With aqueous ammonia and with a hot 
aqueous solution of hydrochlorate, nitrate, or succinate of ammonia, it 
forms a clear solution; with a hot solution of sulphate of ammonia, first 
a clear and then a turbid solution, and with carbonate of ammonia, a 
permanently turbid solution. (Wittstein.) According to Rogers, it is 
insoluble in ammonia. — Donovan supposed that the salt does not dis- 
solve in water as such, but in the form of an acid salt, while a basic salt 
remains behind. But, according to Lassaigne, the crystals dissolve com- 
pletely when a sufficient quantity of water is present. 

The compound of impure malic acid with oxide of lead is white, 
yellow, or brown, dissolves but very sparingly in boiling water, and is 
precipitated therefrom on cooling, not in crystals but in flakes: according 
to Vauquelin and Braconnot, it dissolves readily in vinegar. 
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Dried at 130°. Liebig. Pelouze. Luck, Débereiner. 


ONY eae ee 294.2! G5 BScm..42 6558S) geuebS* 29a. Lebo One, aeboM 
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In the salt, probably dried at a different temperature, Vauquelin found 67 p.c., 
Braconnot 61°15, and Lassaigne 57°39 p. c. oxide of lead. 


Air-dried crystals. Piria. 
2°PbO Ma. Ot aa BIL Milt OBS O hae. 56°66 
8 Ci cto teste ames AS «ces \adOr By Fye..ce! 12:20 
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The crystals of the optically inactive salt have the same composition. (Pasteur.) 


Malate of Lead and Ammonia. — Formed by decomposing neutral 
malate of lead with ammonia. Soluble, erystallizable. (Braconnot.) 


Llalate of Lead and Zinc. — Precipitated on mixing malate of lead 
with the neutral acetate. (Braconnot.) 


Ferric Maratr. — Both the neutral and the acid salt are brown, 
gummy, permanent in the air, readily soluble in water and alcohol. 
(Scheele, Braconnot.) Ferrie salts mixed with malic acid are not pre- 


cipitated by alkalis. (H. Rose.) 


Curric Mauate.—a. Basic.—a. With 4 At. Water. — Remains in 
the form of a green powder insoluble in the aqueous acid, when carbonate 
of copper is boiled with excess of malic acid. (Liebig.) 

B. With 5 At. Water, — The solution of hydrated cupric oxide in 
cold concentrated malic acid deposits, on addition of alcohol, a blue- 
green salt, which redissolves in water and uppears to contain 5 At. water. 
The latter solution has an acid reaction, and deposits the salt a when 
boiled, but the salt y after standing for several days. 

y. With 6 At. Water. — When carbonate of copper is left to stand in 
the cold with the aqueous acid, a solution is obtained which deposits the 
salt a when boiled, but when evaporated in vacuo or below 40° (in which 
case a colourless mother-liquor remains, containing free acid), yields dark 
green crystals of the salt y, which turn blue when dried in vacuo over 
oil of vitriol. (Liebig.) 


a. dried over oil of vitriol. Liebig. 
SCaQ tak ee ee AZO oral? stenge 43°83 
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MALIG= ACID. 225 


We Liebig. 
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b. Neutral. — Wien malic acid obtained from wormwood is heated 
with oxide of copper, and the filtrate evaporated, there remains a gummy 
mass, which, after the excess of acid has been removed by alcohol, forms 
a dark green amorphous residue, dissolving readily in water and pro- 
ducing a solution of a fine green colour. (Luck.) The neutral salt is a 
green varnish, permanent in the air. (Braconnot.) 


VAR CILG Iam Pelee Anata Sy ict). erala ies Smo, oo Oss 
SO ee es NED: ee BES) aman’ ROE sy SUISG Al 
Ch EER a oe 0h! ee tee Cn ial pee 25807 a) 92°67 
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c. Acid. —Cupric oxide obtained by precipitating blue vitriol with 
potash, and dried at a gentle heat, forms, when set aside for some time 
with the cold aqueous acid, a blue solution which, when evaporated 
under 40°, yields crystals of a splendid smalt-blue colour, They give off 
their 2 At. water at 100°. (Hagen.) 


Dried at 100°. Hagen. 
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Crystallized. Hagen 
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According to Braconnot, the acid salt is not erystallizable, and is but 
partially precipitated by potash, a double salt appearing to form. — 
According to Pfaff (Sch. 61, 357), the compound of cupric oxide and 
ammonia forms an oliye-green mixture with aqueous malic acid. 


7. Cupric Malate with Sulphate of Ammonia.-— When solutions of 
cupric sulphate and malate of ammonia are mixed, any excess of the 
former that may be present crystallizes out first, and afterwards the 
double salt, in beautiful grass-green, pointed crystals, which do not alter 
when exposed to the air. (H. Schulze, Arch. Pharm. [2], 57, 273.) Y. 


Mercurovus Manate. — Pure malic acid precipitates mercurous nitrate 
in white flakes (Lassaigne); according to Braconnot, however, no such 
precipitation takes place. — The impure acid throws down a white powder, 
easily soluble in malic acid and in the stronger acids. (Scheele, Bra- 
connot.) The aqueous acid digested at 75° with mercurous oxide and 
filtered, deposits a crystalline powder. The same powder is precipitated 
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on mixing malate of potash with dilute mercurous nitrate. It tastes 
metallic after some time; assumes a grey colour when exposed in the 
moist state to the sun; contains, after drying at a gentle heat, 75:96 p. c. 
mercurous oxide, but no water; leaves charcoal when ignited; turns 
black by contact with alkalis; is resolved by continued boiling with 
water, into a basic and a soluble acid salt; dissolves in hot nitric acid, 
but is insoluble in water, alcohol, or ether. (Harff, WV. Br. Arch. 5, 281.) 


Mercuric Matate. — Obtained by dissolving mercuric oxide in the 
heated acid. Gummy, not crystallizable; resolved by water into a soluble 
acid and an insoluble basic salt. (Braconnot.)—- When mercuric oxide is 
boiled with excess of concentrated malic acid, small crystals of an acid 
salt soluble in water separate from the filtrate; if, on the other hand, 
the oxide is in excess, the filtrate deposits, together with those crystals, 
a yellow powder consisting of a basic salt; this basic salt is likewise 
formed, when mercuric nitrate is precipitated by malate of potash, an 
acid salt then remaining in solution. The yellow powder has a faint 
metallic taste; leaves charcoal when ignited; yields a white powder with 
ammonia, and a yellow oxide with potash; dissolves in hydrochloric or 
nitric acid, and in 2000 pts. of water. (Harff.) 

When mercurous malate is decomposed by ammonia, a black tasteless 
powder is formed, which contains 88°01 p.c. Hg’Q; leaves charcoal 
when ignited; gives off ammonia with potash; dissolves in nitric acid, 
leaving only a white powder, and in strong acetic acid, leaving nothing 
but globules of mercury, which are likewise obtained by rubbing the 
moistened powder. — The white powder obtained by treating mercuric 
malate with ammonia gives off ammonia with potash, and dissolves 
almost completely in hydrochloric or nitric acid, whence potash then 
throws down a white powder. (Harff.) 


Matate oF Sitver.—a. Basic? — Aqueous malic acid heated with 
oxide of silver, acquires a brownish colour, produces carbonic and acetic 
acid, and is then decolorized, with deposition of brown-black flakes, 
consisting of a compound of silver-oxide with decomposed malic acid, 
while the filtrate yields by evaporation an amorphous gum. (Braconnot.) 
This salt was regarded by Braconnot as the neutral, and 4 as the acid salt, which 
however is not the case. 


b. Neutral. — Only the impure acid forms a precipitate with nitrate 
of silver; the pure acid does not. (Scheele, Gay-Lussac, Braconnot.) — 
1. From the solution of salt a, malic acid precipitates the salt 6 in 
granules. (Braconnot.) — 2, Alkaline malates added to nitrate of silver 
throw down the salt 6 in the form of a snow-white, granular, crystalline 
powder. When acid malate of ammonia is used for this purpose, only 
half the salt is precipitated, the other half not separating till the 
solution is mixed with ammonia. (Liebig.)—3. With a warm dilute 
solution of malate of lime, nitrate of silver forms a precipitate containin 
lime, which however when dissolved, after washing, in very dilute nitric 
acid, and not completely precipitated by ammonia, so that the liquid 
remains acid, appears to be free from lime and from ammonia. (Liebig 
& Redtenbacher, Ann. Pharm. 38, 134.) —White, granular, crystalline 
powder, of sp. gr. 4:0016 at 15°. (Liebig & Redtenbacher.) — Blackens 
quickly when exposed to light. (Luck.) Turns yellow when dried at a 
strong heat (Liebig); and at a still higher temperature melts with slight 
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frothing (Braconnot, Liebig); gives off water, carbonic acid, carbonic 
oxide, and fumaric acid, with empyreumatic odour, and leaves 62:009 p. ¢. 
silver free from carbon, in the form of a porous cake. (Liebig & Redten- 
bacher.) It dissolves in boiling water, separating out with facility on 
cooling (Braconnot); it dissolves readily in boiling water, but does not 
yield crystals on cooling, merely depositing metallic silver, while the 
liquid turns black. (Liebig.) It dissolves slowly in boiling water, 
readily in acids, the portion which does not dissolve immediately becom- 
ing dark-coloured for a moment. (Luck.) 


Dried at 100°. Liebig. llisch. Luck. 
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Tlisch (Ann. Pharm. 51, 246), analysed the salt prepared with acid obtained from 
potatoes; Luck, that which was prepared with acid from wormwood. 


Malic acid dissolves readily in Alcohol. 

In attempting to prepare Malic ether, Hagen obtained fumaric ether (p. 31). 
— Thénard (Mém. de la Soc. d’ Arcueil, 2,12), by heating 15 pts. of malic acid with 
18 pts. alcohol and 5 pts. oil of vitriol, till ether began to escape, and mixing the 
brown residue with water, obtained a yellowish, inodorous, non-volatile oil, which sank to 
the bottom of the liquid, was decomposed by potash with formation of malate of potash, 
dissolved sparingly in water and abundantly in alcchol, and was precipitated therefrom 
by water. [Deserves further investigation. | 

¢. According to Demondesir (Compt. rend. 33, 227) the malates of 
ethyl and methyl are obtained by passing hydrochloric acid gas into a 
solution of malic acid in alcohol or wood-spirit, neutralizing with carbo- 
nate of soda, and agitating the liquid with common ether, which then 
takes up the compound ether and leaves it behind when distilled. The 
malate of ethyl or methyl thus obtained still contains water and alcohol 
or wood-spirit, which may be removed by evaporation in vacuo, or at a 
gentle heat in the air, and certain salts, from which it may be freed by 
dissolving it in very pure vinic ether. — The malates of ethyl and methyl 
are liquids, which are soluble in water, almost completely decomposed 
by distillation, and converted into malamide by ammonia. They rotate 
the plane of polarization of a ray of light. 

Malomethylic and Malovinic acid are always formed by the above 
process simultaneously with the ethers. The lime-salts of these acids 
are soluble in alcohol. 4. 


APPENDIX TO Manic Act. 
Acids perhaps identical with Malic Acid. 
l. Fungic Acid. 
Braconnot. (1810.) Ann. Chim. 79, 293; 87, 242. 


Pilzstiure, Acide fongique. — Occurs in Peziza nigra, Hydnum hybridum 
and repandum, Boletus Juglandis and pseudoigniarvus, Phallus impu- 
dicus and Merulius Cantharellus (Braconnot); in Helvella Mitra. 


(Schrader.) | 
Q 2 
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Preparation. Boletus Juglandis is bruised and expressed with water; 
the liquid evaporated to the consistence of an extract, coagulated albumin 
then separating; and the residue washed with alcohol. The portion 
insoluble in alcohol, which contains the fungate of potash, is dissolved in 
water and precipitated with neutral acetate of lead. By digesting the 
precipitate with dilute sulphuric acid, a brown liquid is obtained, con- 
taining fungic acid, phosphoric acid, animal matter, &e. This liquid 
mixed with ammonia, yields by evaporation crystals of fungate of am- 
monia, which, by repeated crystallization and pressure between blotting 
paper, may be obtained tolerably white.— The solution of the crystals 
thus purified is added to acetate of lead, and the pure fungate of lead 
thus precipitated is decomposed by dilute sulphuric acid. 

Colourless, uncrystallizable, very acid liquid, which absorbs water 
from the air. 


_ Lungate of Ammonia. — Rather acid, large, six-sided prisms, some- 
times compressed, bevelled with 2-faces resting on the broad lateral 
faces (Mig. 55); they dissolve in 2 pts. of cold water. 


Fungates of Potash and Soda. — Uncrystallizable salts easily soluble 
in water, insoluble in alcohol. 


Fungate of Baryta.—Saline, amorphous crusts, which swell up in 
the fire, leaving a spongy mass of carbonate of baryta; the salt dissolves 
in 15 pts. of cold water. 


Fungate of Lime. —Fungate of potash does not precipitate hydro- 
chlorate of lime. When a solution of lime in the acid is evaporated, the 
salt is deposited in plates, composed of small crystals which appear to be 
four-sided prisms with dihedral summits. Tastes somewhat saline; is 
permanent in the air. Swells up in the fire, leaving a spongy mass of 
carbonate of lime. Requires at least 80 pts. of water to dissolve it. 


Fungate of Magnesia. — Granular crystals, having a slight taste, 
swelling up slightly in the fire, and dissolving with tolerable facility in 
water. 

Lungate of Alumina. — Uncrystallizable gum. 


Manganous Fungate. — Uncrystallizable gum. 


Fungate of Zinc. — Crystallizes readily in parallelopipeds; decomposes 
in the fire with intumescence; moderately soluble in water. 


Fungate of Lead. — The free acid and fungate of potash precipitate 
acetate of lead in the form of hornsilver. The precipitate dissolves 
pretty readily in acetic acid. 


Fungate of Silver. — Nitrate of silver is not precipitated by free 
fungic acid, but only by the alkaline fungates. 


Ferrous and Cupric sulphates are not precipitated by fungie acid. 
(Braconnot.) 


IGASURIC ACID. 229 


2. Igasuric Acid. 
PELLETIER & CaAventov. (1819.) Ann. Chim. Phys. 10, 167; 26, 54. 


Igasurstiure, Acide igasurique..— In Faba St. Ignatu, Nux vomica, and 
Lignum colubrinum; probably also in the Zveute- Upas. 


Preparation. Ignatius beans exhausted with ether are repeatedly 
boiled with alcohol, the alcoholic solution evaporated, the residue boiled 
with water and magnesia, and filtered. The mixture on the filter con- 
sisting of magnesia, igasurate of magnesia, and strychnine, is washed 
with cold water, then freed from strychnine with hot alcohol, and boiled 
with a large quantity of water. The water dissolves out the igasurate 
of magnesia; and the solution filtered, evaporated, and mixed with 
neutral acetate of lead, yields a precipitate of igasurate of lead, which 
is washed, suspended in water, and decomposed by sulphuretted 
hydrogen. 


Properties. Brownish syrup, which when left at rest, deposits small 
hard grains; its taste is harsh and sour. 


Combinations. Dissolves very readily in water and in alcohol. 

With alkalis it forms salts which dissolve readily in water and 
alcohol. — Igasurate of baryta crystallizes with difficulty in little spongy 
masses, and dissolves readily in water. —Igasurate of ammonia does not 
precipitate or colour the salts of iron, mercury, or silver; in solutions of 
cupric salts, it forms a greenish white precipitate, very sparingly soluble 
in water. 


Carriol (J. Pharm. 19, 155; abstr. dnn. Pharm. 8, 45), obtained 
from Vux vomica, an acid different from igasuric acid, the aqueous solution 
of which left a syrup when evaporated in vacuo, and when further heated 
above 100°, passed over apparently undecomposed, in the form of a 
crystalline sublimate or buttery mass. It dissolves readily in water, 
boiling alcohol, and ether, from which it crystallizes. Its salts are 
mostly crystallizable and easily soluble. 


3. Nicotic Acid. ; 
BaRRAL. (1845.) Compt. rend. 21, 187. 


Tabakstiure, Acide nicotique. — Dry tobacco-leayes are digested with 
water; the acid filtrate precipitated with acetate of lead; the precipitate 
washed, suspended in water, and decomposed by sulphuretted hydrogen; 
and the filtrate evaporated to a syrup, which, when further evaporated, 
either in vacuo or at a gentle heat in the air, yields the crystalline acid. 

Micaceous lamine. 

The acids bibasie = 200, C6H’O* — CH*O? = C802 Oo sie stands 
to propionic acid in the same relation as oxalic to acetic acid. C®H*08 : 
C*H°O* = C1H208 : CAHAO4. 

By dry distillation, and by treatment with oil of vitriol, the acid is 
resolved into acetic and carbonic acid. C°H*O® = C*H‘04-+ 2C0?, 
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It dissolves readily in Water, and forms crystallizable salts with 
Ammonia, Potash, &¢.— The Lead-salé is insoluble = 2PbO, C°H?0° = 
C°H?Pb?08 = C°H?Pb?0?, O°. The Stlver-salt has a similar composition. 
( Barral.) 

Barral’s formule are not supported by analyses. 

Vauquelin, Goupil (Compt. rend. 23, 51), and Reimann, (IZag. Pharm. 
25, 2, 65), recognized the acid of tobacco as malic acid. 


b. <Amidogen-nucler. 
a, Amidogen-nucleus C9AdH°O*. 


Aspartic Acid. 
CPN TO0* = CA di°O* Ot 


Puisson. J. Pharm. 18, 477; also Ann. Chim. Phys. 35,175. J. Pharm. 
15, 268; also Ann. Chim. Phys. 40, 303; also Schw. 56, 66; also 
Br. Ayeh. 31,208; also. a7 r. 19; 1, 185. 

Puisson & O. Henry. Ann. Chim. Phys. 45, 315. 

Boutron, CHARLARD & PreLovuze. J. Pharm. 19, 208; also Ann. Chim. 
Phys. 52, 90; also Schw. 67, 393; also Ann. Pharm. 6, '75. 

Liepie. Pogg. 31, 222.— Ann. Pharm. 26, 125, and 161. 

Pirta. Ann. Chim. Phys. 22, 160; also J. pr. Chem. 44, 71. 

Dessaianes. Lev, scient.|4], 1,22; Ann. Pharm. 88, 83; abstr. Jahresber. 
1852, 466. 

Pasteur. Active and inactive modifications of Aspartic acid. WV. Ann. 
Chim. Phys. 84, 30; in full abstract: Ann. Pharm. 82, 324; in 
shorter abstract: Compt. rend. 33, 217; Instit. 1851, 278; J. Phys. 
Ansl. 8, 844; J. pr. Chem. 54, 50; Ann. Pharm. 80, 151; Pharm. 
Centr. 1851, 769; Jahresber. 1851, 176, 389. 


Asparagsdure, Asparaginsiure. Acide aspartique, Acide asparamique. Discovered 
by Plisson, in 1827. 


Formation. 1. By heating asparagine with acids or with the stronger 
salifiable bases and water. (Plisson.)-— % According to Dessaignes, 
asparagine heated alone to 200°, as long as any ammoniacal odour is 
evolved, leaves a brown, slightly soluble substance, which, when treated 
with hydrochloric acid, yields aspartic acid. — 2. By the fermentation of 
asparagine under the influence of casein. (Dessaignes.) — 3. By heating 
acid malate, maleate or fumarate of ammonia to about 200°, and treating 
the product with hydrochloric acid. (Dessaignes.) — The aspartic acid 
prepared in this manner is optically inactive, whereas that which is 
formed -from asparagine rotates the plane of polarization of a luminous 


ray. (Pasteur.) ¥ 


Preparation. A. Of the Active acid,— 1. Asparagine is boiled with 
protoxide of lead, and with water which must be frequently renewed, as 
Jong as ammonia continues to escape; the residual lead-salt purified by 


ASPARTIC ACID. 250 


boiling with water and alcohol, and decomposed by sulphuretted hydrogen, 
_ after diffusion in water; and the filtrate evaporated to the crystallizing 
point. (Plisson.) —2. Asparagine is boiled with baryta-water till the 
evolution of ammonia entirely ceases; the baryta precipitated from the 
still hot liquid by an exactly equivalent quantity of sulphuric acid; and 
the filtrate evaporated to the crystallizing point. (Boutron & Pelouze.) — 
3. Asparagine is boiled in a similar manner with potash; the liquid 
supersaturated with hydrochloric acid, and evaporated to dryness in the 
water-bath; and the chloride of potassium extracted by water, which 
then leaves the acid perfectly free from potash. (Liebig.) —] 4. Aspara- 
gine is boiled for three hours with excess of hydrochloric acid; the solu- 
tion evaporated to dryness; and the residue, consisting of chloride of 
ammonium and hydrochlorate of aspartic acid, dissolved in a small 
quantity of water and half neutralized with ammonia. The liquid on 
cooling deposits abundance of aspartic acid, which is easily washed and 
purified. (Dessaignes.) 


B. Of the Inactive acid. — When bimalate of ammonia is heated to 
200°, and the reddish, resinous residue boiled for some hours with hydro- 
chloric acid, a solution is obtained, which, by evaporation and cooling, 
yields a crystalline hydrochlorate of aspartic acid. This compound is 
dissolved in hot water, the solution divided into two equal parts, the one 
saturated with ammonia, and the other added to it. The mixture thus 
formed yields on cooling an abundant crystallization of inactive aspartic 
acid. (Dessaignes.) Or, the residue obtained by heating the bimalate of 
ammonia may be boiled with nitric acid, and from the crystalline nitrate 
of aspartic acid,—which is deposited from the cooled solution after the 
excess of nitric acid has been carefully expelled over the water-bath,— 
the aspartic acid may be obtained as above; or the solution of the nitrate 
may be neutralized with lime, the aspartate of lime precipitated by 
alcohol, and the solution of this salt carefully decomposed by oxalic acid. 
(J. Wolff, Ann. Pharm. 75, 293.) J 


Properties. White shining crystalline powder, which, under the 
microscope, appears to consist of transparent, bevelled, four-sided prisms; 
sp. gr. = 1°878 at 8'5° (Plisson); small crystals having a pearly and silky 
lustre. (Boutron & Pelouze.) Inodorous; tastes rather sour, leaving an 
after-taste like broth. (Plisson.) The crystals do not give off water at 
120°. (Boutron & Pelouze; Liebig.) 

“ According to Pasteur, active aspartic acid crystallizes in indistinct 
forms of the rhombic [right prismatic] system; the crystals have gene- 
rally the appearance of rectangular laminz, truncated at the angles. 
Sp. gr. 16613 at 12°5°. The acid dissolved in potash, soda, or am- 
monia turns the plane of polarization to the left; but when dissolved in 
the stronger acids, to the right. The inactive acid forms very small 
monoclinometric [oblique prismatic] crystals, which often have a lenti- 
cular shape. Sp. gr. 1°6632. The solutions have no action on polarized 
light. 4. 


Crystals. Piria. Liebig. Pl. & Henry. 
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Crystals. Butron & Pel. Roser ss d Wolff 
Bey aire. foe terse rtscncss A ines REO Oe. tana ty fal den el DO | shcesaes o0°2 
Bea as tens Te iwacitead sits 14> wae WOa PEs2]~ see Pe eee 10°3 
MEL es, hale Mbal uch 7 26m eee. S0r Sth: ae aL trek 5°3 
Ne oe enn eee 2 64 ABel Dope cone 44:465 wees bdapthotes 48°2 
STS We peer eco cheno TBS vices SACU OO te te, 200 OUR caee) e oleh ay Lancet 100°0 


Aspartic acid is the amidogen-acid of malic acid, just as oxamic acid (C4NH°0*) 
is the amidogen-acid of oxalic acid (C4H?O%). (Piria.) 


Decompositions. 1. The acid swells up considerably in the fire, giving 
off ammonia and a faint animal empyreumatic odour. When heated in 
vacuo, it turns first yellow, then black, giving off ammonia, hydrocyanic 
acid and other products, and leaves a shining charcoal. (Plisson.) — 
2. When dissolved in cold nitric acid containing nitrous acid, or in pure 
nitric acid through which nitric oxide gas is passed, it is quickly converted, 
with evolution of nitrogen, into malic acid, whereas pure nitric acid has 
no action upon it. (Piria.) 


C5NH/08 + NO? = C®8H6O! + N?2 + HO. 


Aspartic acid evaporated to dryness with 12 pts. of nitrie acid, 
either remains unaltered or suffers but partial decomposition. (Plisson.) 
— 3. When heated with oil of vitriol, it is decomposed with formation 
of sulphurous acid. (Plisson.)—It is not decomposed by continued 
boiling with strong hydrochloric or dilute sulphuric acid. (Piria.) — 
When fused with excess of hydrate of potash, it is not decomposed till 
the heat becomes strong, acetate and oxalate of potash being then formed, 
with evolution of ammonia and hydrogen gas. (Piria.) 


Combinations. A. With Water.—Aspartic acid dissolves in 128 pts. of 
water at 8°5°, much more copiously in hot water, from which it erystal- 
lizes on cooling. (Plisson.) — 1 pt. of the active acid dissolves in 364 pts. 
of water at 11°,and 1 pt. of the inactive acid in 208 pts. of water at 13°5°. 
When a solution saturated while hot is left to crystallize by cooling, 
the liquid remains supersaturated with the acid. (Pasteur.) 4. 


B. With Acids. — Sulphate of Aspartic acid.— Aspartic acid dis- 
solves without decomposition in cold oil of vitriol. (Plisson.) — J. When 
oil of vitrio)] is gradually heated to 50° or 60° in a wide glass tube, 
aspartic acid gradually added as long as it dissolves, and the tube kept 
closed for a few days, large aggregated prisms of sulphate of aspartic 
acid are formed, which are lighter than the liquid from which they sepa- 
rate; they must be drained on a porous plate, quickly washed with 
alcohol, and dried over oil of vitriol. (Dessaignes.) 


Dessaignes. 
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Hydrochlorate. — The solubility of aspartic acid in water is greatly 
increased by the presence of hydrochloric acid. (Plisson.) The solution 
of aspartic acid in strong hydrochloric acid, yields, by evaporation 
and cooling, deliquescent, very soluble lamine, and leaves, when evapo- 
rated to dryness and further heated to 100°, an amorphous deliquescent 
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residue still containing hydrochloric acid; if, however, the hydrochloric 
acid be removed from the solution by marble, the aspartic acid loses 
this easy solubility. (Piria.) 

“|. Both active and inactive aspartic acid give, by solution in hydro- 
chloric acid, evaporation over the water-bath, and spontaneous evapo- 
ration of the concentrated solution in a quiet place, crystalline com- 
pounds of aspartic with hydrochloric acid. These hydrochlorates are 
very soluble. They are identical in composition, but differ in crystalline 
form. The hydrochlorate formed from active aspartic acid, alone possesses 
the rotatory power. 

a. Active Hydrocnlorate. The crystals of this compound belong to the 
rhombic [right prismatic] system; they are prisms of about 90°, very 
much truncated on two opposite lateral edges, and terminated by faces 
inclined atan angle of about 115°, and belonging to an irregular tetra- 
hedron. The compound rotates the plane of polarization to the right. 
It decomposes when dissolved in water, yielding a copious precipitate of 
aspartic acid; this decomposition may be prevented by the addition of a 
few drops of hydrochloric acid. The crystals deliquesce in the air, set- 
ting free the aspartic acid. 

B. Inactive Hydrochlorate.— The crystals belong to the monoclino- 
metric [oblique prismatic] system, and differ altogether in appearance 
from those of the active compound. They are permanent in the air 
only in summer, becoming milk-white on the surface, and losing their 
lustre and transparency. They decompose when dissolved in water, 
but as the inactive acid is more soluble than the active, no precipitation 
takes place; if, on the other hand, a mixture of water and alcohol be 
used, an abundant precipitation is formed. (Pasteur, Dessaignes.) 


; Pasteur. 
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Both the active and inactive hydrochlorates are decomposed at the 
same temperature, giving off hydrochloric acid and water, and leaving 
the compound C*N H‘O° (p. 214) (Pasteur) : 


C5NH’08,HC] = C®NH*0® + HCl + 3HO. 


Nitrate. Obtained like the hydrochlorate in beantiful crystals. 
(Dessaignes.) 4]. 


OC. With Salifiable Bases. Aspartic acid decomposes the alkaline 
bicarbonates and soap-water; it does not precipitate any of the heavy 
metallic salts. 'The aspartates of the alkalis taste like broth; when 
ignited, they give off ammonia, hydrocyanic acid, and other products, 
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and leave metallic cyanides. (Plisson.) The formula of the aspartates 
is CSNH®MO®. (Laurent, Ann. Chim. Phys. 28, 113.) @. The acid like- 
wise forms basic salts, some having the composition C7NH°M?O§, others 
on the contrary, being composed according to the formula MO,C°NH°MO8, 
(Dessaignes, Pasteur.) 

Although the formation of those basic aspartates whose formula is C3NH*®M?08 
(e. g., the baryta and lime-salts) is certainly attended with elimination of 2 At. water, 
Dessaignes nevertheless regards the acid as monobasic, and remarks that perfectly 
neutral amides,—which cannot well be regarded as monobasic acids—e. g., benzamide, 
butyramide, urea, are capable of combining with metallic oxides, with elimination of 
1 At. water. — Pasteur does not express a decided opinion regarding the basicity of 
aspartic acid. He states however that aspartic acid cannot be regarded as the amidogen- 
acid of malic acid, or asparagin as the amide of that acid, founding this opinion on 
certain unpublished investigations of Demondesir. — On the other hand, Demondesir 
had previously stated (Ann. Pharm. 80, 303,) that the artificially prepared amide of 
malic acid does not appear to differ from asparagin. § 


ASPARTATE oF AmMoNIA. —Crystallizes with difficulty, dissolves very 
readily in water, forming a solution which becomes acid by evaporation. 
(Plisson & Henry.) 


ASPARTATE oF PorasH. — Does not crystallize; tastes sweetish, and 
like broth; becomes moist when exposed to the air. (Plisson.) Its 
formula is C°CNH°KO® (Laurent.) A solution of this salt evaporated to 
a syrup, yields crystals after a while, but they cannot be separated from 
the mother-liquor. (Dessaignes. ) 


ASPARTATE OF Sopa. — Crystallizes readily; tastes like broth, and 
somewhat saline. (Plisson.) 

4. When active or inactive aspartic acid is neutralized with soda, or 
carbonate of soda, and the liquid slowly evaporated, neutral salts are 
formed, identical in composition and chemical reactions, but differing 
in crystalline form. 

a. Active. — Forms needle-shaped, deeply striated prisms, belonging 
to the right prismatic system, and terminated by faces of a tetrahedron 
inclined to one another at about 106°. The four faces of this tetrahedron 
are cither present alone, or are much more developed than those of the 
opposite tetrahedron, which, if equally developed with the former, would 
constitute a rhombic pyramid. 1 pt. of the active acid dissolves in 1:12 
pts. water at 12°2°. The solution turns the plane of polarization to the 
left. (Pasteur.) The salt gives off 2 At. water at 160°. At170° it turns 
yellow, and gives off ammonia, and at a higher temperature froths up 
considerably. (Dessaignes.) 


B. Inactive. Crystallizes in the oblique prismatic system, and often 
forms macle-crystals. 1 pt. of the salt dissolves in 1:19 pts. water at 12°35”. 


Crystals. Dessaignes 
active. 
(BD He! 0 LM Rye oy eter Ra ane 71°70 
Lo £40 Maple ts si parent rite oft a eee TE OSG © sratete: 17°44 
Be der ears cege bn ee Sus Narada tar L020 veces 9°64 
CSN ESNaOS 2A G2 viecerenittirenoniadhes 100-00 


The mixture formed by adding 1 At. soda to 1 At. of this salt does not crystallize 
even when left under a bell-jar with lime ; a mixture of the solutions of 1 At. aspartate 
of potash and 1 At. aspartate of soda yields by evaporation nothing but aspartate of 
soda. 4] 
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ASPARTATE OF BAryta Very small, white, opaque crystals, tasting 
like broth and not bitter; they contain 36°8 p.c. baryta. (Plisson.) 
Crystals soluble in water, (Boutron & Pelouze.) 
7. Aspartic acid forms with baryta a monobasic and a bibasie salt. — 
a. Bibasic. — When hydrate of baryta is gradually added to a hot and 
somewhat concentrated solution of the neutral salt 6, the liquid solidifies 
in a crystalline mass; and on adding water to this mass, leaving it to 
stand for a moment, then filtering, and leaving the solution to cool out of 
contact of air, the basic salt is deposited in rather thick, shining prisms. 
These crystals remain transparent when rapidly washed and dried over 
sulphuric acid, give off half their water (3 At.), and become opaque when 
dried in vacuo, and the whole of it, amounting to 16°40 p.c. (6 At.) 
at 160° without decomposition. The aqueous solution of this salt has a 
strong alkaline reaction; carbonic acid gas passed through it, precipitates 
half the baryta in the form of carbonate. (Dessaignes.) 
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6. Monobasic. Crystallizes in very fine silky needles, which give off 
14:40 p. c. (nearly 4 At.) water at 160°. (Dessaignes.) 


Dried at 160°. Dessaignes. 
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Wolff found in the salt dried at 120°, 37°6 p. c. baryta. 


ASPARTATE OF Lime, —a. Bibasic.— The solution of salt b takes up 
a large additional quantity of lime, and yields a crystallizable salt con- 
taining 30°65 p. c. lime. (Plisson.) Crystals soluble in water. (Boutron 
& Pelouze.) —‘%. The solution of 6 mixed with a slight excess of lime, 
then filtered, and left to evaporate over lime, yields very beautiful 
prisms, which may be freed from a small quantity of adhering carbonate 
of lime by crystallization. In vacuo it gives off water; and at 160° the 
loss of water amounts to 26°49 — 28°57 p. c., according as the salt is 


236 PRIMARY NUCLEUS Csi: AMIDOGEN-NUCLEUS CsAdis0', 


left in the vacuum fora longer or a shorter time. The solution of this 
salt has a strong alkaline reaction, and is decomposed by carbonic acid, 
like the basic baryta-salt. (Dessaignes.) 


Dried at 160°. Dessaignes. 
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6. Monobasic. — Gummy; tastes like the soda-salt; contains 17:25 
p. ¢. lime; gives off a large quantity of hydrocyanic acid when distilled. 
(Plisson.) 

A neutral solution of aspartate of baryta mixed with a slight excess of lime, yielded 
successively basic aspartate of baryta and basic aspartate of lime, but no double salt. 
(Dessaigues. ) 


ASPARTATE OF Maanesia.— DLibasic.— The aqueous solution of salt 
6 dissolves a large additional quantity of magnesia, and yields by eva- 
poration a sharp-tasting gum, containing 22°45 p. c. magnesia. (Plisgon.) 
—b. Monobasic.— By continued boiling of asparagin with magnesia 
and water [is not a bibasic salt formed by this process? |, and evaporation 
of the filtrate, a gummy mass is obtained, which tastes like the soda-salt, 
has an alkaline reaction, dissolves very readily in water, is insoluble 
in strong but soluble in weak alcohol, and contains 13 05 p. c. magnesia. 
(Plisson.) —If the mother-liquor left in the preparation of asparagin 
from marsh-mallow root after the asparagin has crystallized out of the 
alcoholic extracts, be further evaporated, it deposits a yellowish white 
powder of aspartate of magnesia, which, when recrystallized from hot 
water, assumes the form of crystalline crusts. These crusts yield an 
aqueous solution neutral to vegetable colours; they burn when heated, 
with evolution of ammonia but without intumescence, and leave car- 
bonate of magnesia; they dissolve in about 16 pts. of boiling water, and 
pretty easily in weak alcohol, but are insoluble in absolute alcohol. 
(Wittstock, Pogg. 20, 352.) 


“The aqueous solution of bibasic aspartate of magnesia forms with 
tartar-emetic, a precipitate which dissolves in excess of either of the 
salts: (Plisson.) 


ASPARTATE OF Zinc. — Small white opaque granules (Piria); not deli- 
quescent; tasting first like broth, afterwards astringent. 


AspARrTATE oF Leap—%. a. Bibasic. —a. Inactive. — The soda-salt 
of inactive aspartic acid forms with an ammoniacal solution of neutral 
acetate of lead a curdy precipitate; and the filtrate diluted with a large 
quantity of water, and left at rest for a few days, deposits nacreous 
crystals united in very hard spherical masses haying a radiated struc- 
ture. This salt does not suffer any diminution in weight at 100°. 
(Pasteur.) 
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Calculation accordiny to Pasteur. Pasteur. 
GENTOO cea ..ds. tee 124 .... 35°6 
PPh) hy ek, Aa RRR yp erie ee 5. hs WN ee 63°9 
BDO; CG NE PbOW 28s ao 348) L000 


The formula C5NH®°Pb?08, analogous to those of the basic aspartates of baryta 
and lime, would require 66°1 p.c. PbO. 


B. Active. The soda-salt of active aspartic acid exhibits with am- 
moniacal acetate of lead, the same phenomena as that of the inactive 
acid, a soft precipitate being deposited, and, when the liquid is left at 
rest, crystals are formed united in hard radiated nodules; but these 
crystals consist merely of a peculiar subacetate of lead containing 65 p. c. 
oxide of lead. (Pasteur.) 4. 


b. Monobasic. — Aspartate of potash and bibasic aspartate of lime 
precipitate basic and neutral acetate of lead; the precipitate dissolves in 
an excess of either of the salts and in nitric acid. (Plisson.) 


Dried at 120°. Plisson. 
PhO eet re ¥12 EE ee 48°8] 
LO: anh) ke A he 48 PAV eae oR. ane 21235 
INSP re eer ee 14 Be Oe an 6°09 
(isd 0 nee aati ARM 6 Da La a aw 2°6 
fe) Ee er ee Oa oie 7 56 yA ae eae 21:06 
CON ORD OSes. cree 236 TOG 00} 2s 100°00 


Nitro-aspartate of Lead. — Asparagin is heated with nitric acid quite 
free from nitrous acid; the liquid containing nitric acid, aspartic acid, 
and ammonia, mixed with nitrate of lead; and the precipitate redissolved 
by heat: the solution left to cool, deposits needles resembling formiate 
of lead. These crystals do not sustain any loss when heated to 150° in 
a current of air, but are decomposed with slight deflagration at a higher 
temperature. With oil of vitriol, they give off vapours of nitric acid, 
and are but shghtly decomposed by cold, more completely by hot oil of 
vitriol. (Piria.) The formation of this salt succeeded only once; it appears to 


depend on the two salts being mixed in the exact proportion required, and on a proper 
degree of concentration of the liquid. (Piria.) 


Piria 
ad 44 1 ei ype A llaed oll ne DAE OU er. eae ‘oe! WE 
ah Ode Hit bak peel NNR RES AS eb GAN ee 11°98 
Que eee eee OS tear G°O60r).es.. 7°28 
ee ee eee are Se eee Ont eel Ole AS... 162 

DOP nat ne aes Obese = Doce Oe eet 23°65 
CONE PbO? PhO. NOs.) 402.5.) 00:00. ess. 100°00 


Ferric ASPARTATE. -— Sesquichloride of iron forms with basic aspartate 
of magnesia a precipitate which dissolves in excess of either of the two 


salts; with aspartate of potash it forms a deep red transparent mixture. 
(Plisson.) 


ASPARTATE OF NickreLt.— The solution deposits by evaporation a 
green fissured mass. (Plisson.) 


Cupric AsparTATE. — Obtained by precipitating cupric sulphate with 
aspartate of potash. Sky-blue needles, having a silky lustre, an astrin- 
gent taste, sparingly soluble in cold, easily in hot water and in aqueous 
aspartate of soda. (Plisson & Henry.) When 1 At. cupric sulphate is 
mixed with 1 At. aspartate of soda, crystals of cupric aspartate are 
obtained by evaporation and cooling, and the mother-liquor retains a 
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very pale blue colour; but the solution of the copper-salt in excess of 
the soda-salt does not deposit any crystals of the copper salt by evapora- 
tion. (Plisson & Henry.) 

—. When cupric sulphate is mixed with a solution of neutral aspar- 
tate of baryta, a rather dark violet liquid is obtained, which, on cooling, 
becomes filled with very light, silky, pale-blue needles of basic aspartate 
of copper, which are but sparingly soluble in water. The supernatant 
liquid has but little colour, and retains a large quantity of free sulphuric 
acid. Hence neutral aspartate of copper exists only in solution, and the 
final reaction is expressed by the equation : 


2(Cu0,SO*) + C8NH®BaO’ = C8NH*Cu208 + BaO,SO? + HO,SO3. 
The basic salt gives off 31°78 (10 At.) water at 160°. 


Crystals. Dessaignes. 
LOIN EL jada oie a0 pte: 115 40°35 
ri wie AW Lach op. Aira tins Suk 80 2a 07". 27°98 
LO GORE A... sere eee 90 BLISS Ps, 31°65 
C8N H>Cu208 + 10Aq. ........ 285734. LONE 


This salt dissolves in aqueous aspartic acid, with aid of heat, repro- 
ducing the violet solution. (Dessaignes.) {Jf 


ASPARTATES OF Mrrcury.— The potash-salt forms a precipitate with 
mercurous nitrate, and the bibasic lime-salt with corrosive sublimate. 
Both precipitates redissolve in excess of either salt. (Plisson.) — 4 Mer- 
curic oxide boiled with aspartic acid yields mercuric aspartate in the form 
of a white powder. (Dessaignes.) 


Dried at 100°. Dessaignes. 
CPN ESOO erie. 124 ./? 36°48 
Hid wile wk wee 200... 63°52 lass 63°58 
Hg0,C8NHSHg08 ........ 324... 100-00 


The composition of this salt is analogous to that of the basic lead-salt analysed 
by Pasteur (p. 237). 


ASPARTATE OF Sitver, — a. Bibasic. — Aspartate of potash and basic 
aspartate of lime form with nitrate of silver a white precipitate soluble 
in excess of either salt. (Plisson.) — 4 Nitrate of silver added to slightly 
alkaline aspartate of ammonia, ferms a precipitate which disappears again 
on stirring. After 24 hours, white heavy, entangled crystals, susceptible 
to light, are formed. (Dessaignes, Pasteur.) The active and inactive acids 
yield precisely similar results. (Pasteur.) 4 


Liebig. Dessaignes. Pasteur. 
active inactive 
BI ADD. ai, teels ORO. 92 G6186 sie BEB o) he GO:8 wineb Oh Taira 
B Coen sd te ee races 48. bow Aids gnied A OF 
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Ag it is improbable that an amidogen acid should be bibasic, and as 
Liebig has not given the mode of preparation of the salt which he 
analysed, Laurent doubts its purity. — J Liebig’s result is however con- 
firmed by those of Dessaignes, Pasteur, and Wolff. Dessaignes’ salt was 
dried in vacuo; Pasteur’s at 100°. Pasteur found in the same salt (by 
decomposing it with sulphuretted hydrogen, 187:99 p. c. aspartic acid 
(CSNH"O®), the formula requiring 38:33.— According to Pasteur also, 
the crystallized salt, after being merely pressed between paper and then 
dried for 24 hours at ordinary temperatures, has a composition analogous 


to that of the basic lead and mercury salts already described (pp. 287, 
238); thus: ; 


Dried at ordinary temperatures. Pasteur. 
CON HO ie fe gees 124 ... 34°83 
74 | eerlan fo ee Wins tapeee Doo meee OO Lie) sncdse GOi2 @ ctu OD 
AoO CON TEAC Oe icc. 356 100-00 


Pasteur suggests however that the salt thus dried may retain 1 At. water mechani- 
cally or chemically combined. 


b. Monobasic.— When the mother-liquor which remains after the 


separation of salt @ is left to crystallize, it deposits yellowish crystals of 
the monobasic salt. (Dessaignes.) 


Dessaignes Boutron 
os & Pelouze. 
(REN 2 0 OY Eee, See 1241... . 01:67 
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Aspartic acid is less soluble in weak alcohol than in water, and quite 
insoluble in absolute alcohol. (Plisson.) 


€ Malamate | Aspartate ?| of Hthyl. —When malate of ethyl obtained 
by Demondesir’s process (p. 227) is saturated with dry ammoniacal gas, 
the liquid becomes heated, and in the course of a day solidifies to a 
radiated crystalline mass, which, after being drained and then washed 
with common ether, consists of pure malamate of ethyl. By further 
treatment with ammonia, it is converted into malamide. (Pasteur, V. Ann- 
Chim. Phys. 88, 487; Jahresber, 1853, 411.) 


Bp. Amidogen-nucleus. C®AdH!0*. 


Asparagine. 
CN? H®O'= 2A d?#H!O?,0?. 


VaAvQuELiIn & Ropiquet. Ann. Chim. 57, 88. 

RosiquEtT. Ann. Chim. 72, 143. 

Bacon. Ann. Chim. Phys. 34, 202; also J. Chim. méd. 2, 551; abstr, 
Mag. Pharm. 16, 140. 

Puisson. Ann. Chim. Phys. 85, 175; also J. Pharm. 18, 477; also 
N. Tr. 16, 2, 177. — Ann. Chim. Phys. 87, 81; also J. Pharm. 14, 
A774 alsO UN. Poel eo. 
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Prisson & O. Henry. Ann. Chim. Phys. 45, 804; also J. Pharm. 16, 
713; also Schw. 61, 314. 

Wirtstock. Pogg. 20, 346. 

Boutron CHartarp & PrLouze. Ann. Chim. Phys. 52, 90; also 
J. Pharm. 19, 208; also Schw. 67, 393; also Ann. Pharm. 6, 75. 

Liesic. Pogg. 81, 820; also Ann. Pharm. 7, 146. 

RecimBeav. J. Pharm. 20, 631; abstr. Ann. Pharm. 18, 307. — 
J. Pharm. 21, 665. 

Birtz. Ann. Pharm. 12, 54. 

Pinta. WV. Ann. Chim. Phys. 22, 160. 

‘Laurent. WV. Ann. Chim. Phys. 28, 113; also Compt. rend. 22, 790. 

Dessaiacnes & Cuautarp, WW. J. Pharm. 138, 245. 

Dessatenres. WV. Ann. Chim. Phys. 34, 143; also Ann. Pharm. 82, 2387. 


Spargelstof’, Althiin, Asparamid, Asparagin, Asparamide, Malamide; Althéine 
(Bacon), Ayédoile (Caventou.) — Discovered in 1805 by Vauquelin & Robiquet, 
who obtained it from asparagus roots. Plisson showed that the Agédoile 
discovered by Caventou in liquorice-root, and the altheine found by Bacon 
in marsh-mallow root, are identical with asparagine. 


Sources. In the young shoots of Asparagus of. (Vauquelin & Robi- 
quet); in the haulm and root of Convallaria majalis and multifora and 
of Paris quadrifolia (Walz); in the root of Glycyrrhiza glabra (Caven- 
tou), of Althcea off. (Bacon), especially in that from Narbonne (Buchner, 
Lepert. 41, 868), of Symphytum of. (Blondeau & Plisson, J. Pharm. 
13, 635), of Robinia pseudacacia (Hlasiwetz, J. pr. Chem. 64, 64.) 
[Reinsch (Repert. Pharm. [2], 39, 198; Berz. Jahresber, 26, 524) had stated that the 
root of this plant contained a peculiar acid, which he named robinic acid; but Hlasiwetz 
showed that the crystals which separate from the aqueous decoction of the root after 
evaporation to a syrup, are not, as Reinsch supposed, the ammonia-salt of a peculiar 
acid, but consist of asparagine]; in the tubers of Solanum tuberosum 
(Vauquelin); in the leaves of Atropa Belladonna (Biltz, Ann. Pharm. 
12, 54); in the sprouts of the hop (Leroy, J. Chim. méd. 16, 8); in the 
milky juice of Lactuca sativa (Aubergier); in Ornithogalum caudatum 
(Link.) — The Cynodine obtained by Semnola (Berzel Juhresber, 24, 525) 
from Cynodon Dactylon appears also to be identical with asparagine. 
The seeds of the following papilionaceous plants contain no asparagine, 
but the germs which spring from them when kept in a cellar where 
water has access to them, are rich in that substance. Pisum sativum, 
KHrvum Lens, Phaseolus vulgaris, Vicia faba and sativa, Cytisus Labur- 
num, Trifolium pratense, Hedysarum Onobrychis. [Also, according to 
Dessaignes, (V. Ann. Chim. Phys. 34, 183), Lathyrus odoratus and 
latifolius, Genista juncea, Colutea arborescens|. Oue litre of juice ex- 
pressed from the germs yields, in the case of peas, 8°5 grammes of pure 
asparagine; of French beans, the juice of which likewise contains nitre, 
5°5 grm.; of broad Windsor beans, 14:0 grm.; of vetches, 9°0 to 40°9 
grm. The root-germs of vetches contain as much asparagine as the stem- 
germs; but the permanent cotyledons contain none. The corms of 
Dahlia pinnata, and the roots of Althea off, when kept in a cellar, 
yield germs containing asparagine; but the germs of oats, buckwheat, 
cucumber-seed, and potato-tubers are free from that substance. (Dessaignes 
& Chautard.) The germs of vetches formed in light contain just as 
much asparagine as those which grow in the dark; the nitrogen required 
for the formation of the asparagine appears to be derived, not from the 
air, but from the legumin of the seed; this however contains no aspara- 
gine, the plant arrived at the flowering stage contains only a trace, and 
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after it lias run to seed, none at all. (Piria.) . Pasteur, on the other 
hand (NV. Ann. Chim. Phys. 31, 70), finds, like Dessaignes & Chautard, 
that green vetches growing in light are free from asparagine, while those 
which grow in a cellar yield 5 or 6 grm. asparagine in 1 litre of juice. — 
Asparagine i is likewise contained in chestnuts. (Dessaignes, V. J. Pharm. 
25, 28.) T. 


Preparation. 1. From Asparagus. The juice of asparagus expressed, 
filtered, and evaporated to a syrup, deposits, after standing quietly for 
some time, crystals of asparagine, which must be mechanically separated 
from crystals of saccharine matter which accompany them, and purified 
by recrystallization from water. (Vauquelin & Robiquet.) — As the mucus 
of asparagus interferes with the crystallization, it must be decomposed by 
fermentation, the young shoots of Asparagus off. or acutifolvus (which latter 
peold more asparagine) being gathered in the month of May, wrapped up in 
damp linen, and left for ebant 4 days in the case of Asparagus acutifolius, 
and for 8 days in that of Asp. of, moistening them frequently during the 
whole time, till they acquire an unpleasant. odour. They must then be 
bruised and pressed, with addition of water; the juice heated and strained 
from the coagulated albumin and chlorophy!; the syrup, which must be 
thicker when obtained from Asp. of. than in the case of Asp. acutifolius, 
exposed for several days to the open air; and the resulting crystals washed 
with water or weak spirit. (Regimbeau.) 


Il. From Liquorice root. — Robiquet exhausts the fresh root cut into 
small pieces with water; precipitates the albumin from the filtrate by 
boiling, the elycyrrhizin by distilled vinegar, the phosphoric and malic 
acids together with brown ns matter, by neutral acetate of lead, 
and the excess of lead by sulphuretted hydrogen ; and evaporates the 
remaining liquid to a small bulk, whereupon it deposits crystals of aspa- 
ragine after a few days. — Plisson, instead of acetic uses sulphuric acid, 
which precipitates the glycyrrhizin more quickly, and renders smaller 
quantities of acetate of lead and sulphuretted hydrogen sufficient in the 
subsequent part of the process. From 100 parts of the fresh root he 
obtained 0°8 pt. asparagine; the dry root yielded none. 


Ill. From Marsh-matiow root. —1. The dry root freed from the 
outer skin and cut in pieces is thrice exhausted at a gentle heat with 
four times its weight of water; and the strained infusion boiled and eva- 
porated toa thin syrup: this, when left for some days in a cool place, 
yields crystals which must be washed with a little cold water, and 
purified by crystallization from water; they amount to 2 per cent. of 
the root. (Plisson & Henry.) — The same process is adopted by Boutron 
& Pelouze, excepting that they likewise bruise the root and exhaust it 
twice by 48 hours’ maceration with water cooled to 70°.-— Regimbeau 
objects to the bruising of the root, because it then yields a gummy infusion; 
he treats it with water at 1° or oy und adds alcohol to the evaporated 
infusion, to prevent decomposition. — Larocque precipitates the mucus 
contained in the watery extract by alcohol before evaporation. — 2. The 
dry root, cleaned and cut in pieces, is exhausted four times with cold 
water; the infusion ev aporated in the water-bath; the very soft extract 
boiled with 3 pt. alcohol of 32° Bm. (to 1 pt. oF ‘the aie the aleohol 
decanted; the residue thrice treated in the same manner; the extracts 
separately s set aside for five days, whereupon the especially the second, 
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deposit crystals of asparagine; the alcoholic liquid decanted therefrom 
abandoned to spontaneous evaporation, whereupon it deposits an addi- 
tional quantity of impure asparagine in the form of a yellowish white 
powder; the whole of the asparagine (amounting to 0°3 per cent. of the 
root) washed with cold water, which removes ‘a quantity of brown 
extractive matter, and boiled with 25 pts. of spirit of 20° Bm., or with 
17 pts. of water; and the solution purified by treatment with animal 
charcoal, filtered boiling hot, and left to cool: it then deposits white 
crystals. (Plisson.) — In a similar manner, Blondeau obtained asparagine 
from Symphytum root. —If the extract has been too much dried, or if 
the alcohol has been too strong, no asparagine is extracted; if the alcohol 
is too weak, nothing crystallizes out. (Plisson.)— By Plisson’s pro- 
cess, using spirit of 80 per cent., the quantity of asparagine obtained 
amounts to 0°38 per cent.; with 60 per cent. spirit, only 4 of that 
quantity; by boiling the root with water, only a trace is obtained 
(Trommsdorff, WV. 77. 19, 1, 170;) because the gum [starch?] which dis- 
solves in the water, converts the asparagine into aspartic acid. (Boutron 
& Pelouze.) — If the watery extract obtained by Plisson’s process, which 
becomes very acid during the evaporation, be boiled five times with 
spirit of sp. gr. 0°835, the resulting alcoholic solution deposits on cooling, 
first a brown mass, and then, on decanting the liquid from this deposit, 
a quantity of crystallized asparagine, amounting to 0°4 p. c. of the root. 
But the mother-liquor, together with the portion of the extract not 
dissolved by the alcohol, yields, when dissolved in water, precipitated by 
acetate of lead, freed from Jead by sulphuretted hydrogen, and then 
filtered and evaporated, a thick syrup, which solidifies over night in a 
crystalline mass, whence, by boiling with alcohol, an additional 1:2 per 
cent. of asparagine may be obtained, together with a small quantity of 
aspartate of magnesia. (Wittstock.)—If the root be exhausted with 
_ boiling spirit of sp. gr. 0°835, no asparagine is obtained, either from the 
alcoholic extract, or from the residue of the root when exhausted with 
cold water. (Wittstock.) — The root, after being twice boiled with water, 
yields to cold water 0°7 p. c. asparagine. (Boutron & Pelouze.) Similarly 
the root, after being exhausted with ether, and then with alcohol of 
36° Bm., yields asparagine to lukewarm water. (Larocque, WV. J. Pharm. 
6, 352.) 


IV. From Belladonna. The extract obtained by evaporating the 
expressed juice, becomes filled, when left at rest for several days, with 
crystals of asparagine, which may be washed with cold water and crys- 
tallized several times from hot water. (Biltz.) 


V. From the young shoots of Vetches, &c. (p. 240). — Vetches are left 
to germinate on moist garden-mould or sand till the shoots are about 
half a metre long; the juice pressed out, evaporated, strained from the 
coagulated albumin, and concentrated to a syrup, which then, after 
standing for some time, yields brown crystals. Lastly, these crystals are 
washed with cold water, crystallized from hot water, and completely 
purified by solution in hot water, digestion with animal charcoal, and 
recrystallization. By this process, 100 pts. of vetches yield 4°5 pts. of 
brown or 3:0 pts. of pure crystals. (Piria.) 

The crystals obtained by either of these processes contain 2 At. water 
which may be expelled by heating to 100°. 


Properties, vid. Hydrated Asparagine (p. 244). 
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Boutron & Plisson Varrentrapp 


en. Hiebig. Pelouze. & Henry. & Will. 
eee cto ete oe Gal err 50°70 pe ee Ca, Poe Or Oo 
2h eae Qet eee “ere ta: SVG oe epee 2 IS 2127 
cdl te GPO ae eee at cee LO OUe saat. Ol7 Ba... Us tn Or 
RCM Ree SO” OO OF S094) Oa noe Ce oO 
ON? BAOP 2 oi: $025 7 81. 410000 arnt: 100°00ns) 190°00) oy 200-00 


Asparagine is related to malic acid in the same manner as oxamide (C4N’H‘4O0*) to 
oxalic acid (C*H?O8). Piria. — Neverthless, Pasteur regards malamide prepared as 
above from malic ether as different from asparagine (p. 227). 


Decompositions. 1. From asparagine roasted till it becomes slightly 
brown, water extracts a small quantity of asparagine together with a 
bitter substance, and acquires a yellow colour by transmitted, and green 
by reflected light. (Plisson & Henry.) —2. Asparagine subjected to dry 
distillation yields carbonate of ammonia, a colourless liquid, then a brown 
empyreumatic oil, and charcoal. (Trommsdorff, Biltz.) In the open fire, 
asparagine swells up, turns brown, gives off at first vapours having an 
empyreumatic, woody odour, afterwards vapours having an ammoniacal 
animal odour, and leaves a loosely coherent charcoal, which burns com- 
pletely away. (Vauquelin & Robiquet; Plisson.) — When asparagine is 
heated to 200°, till it no longer evolves any ammoniacal odour, there 
remains a brown, sparingly soluble substance, which, when treated with 
hydrochloric acid, yields aspartic acid crystallized in short hard prisms. 
(Dessaignes; comp. p. 280 )— Chlorine, bromine, and iodine exert no 
action on asparagine. (Plisson & Henry.) —4. Cold nitric acid con- 
taining nitrous acid quickly converts asparagine into nitrogen gas and 
malic acid. (Piria.) 


C5N7H8O08 + 2NO? = C8H'O! + 4N + 2HO. 


When nitric oxide gas is passed through a solution of 1 pt. asparagine 
in 1 pt. of pure and moderately strong nitric acid, an evolution of 
nitrogen gas commences immediately and rapidly increases; the liquid 
becomes slightly heated; and if it be then saturated with marble and 
filtered, it will afterwards throw down malate of lead from a solution of 
the acetate. (Piria.) — 5. By solution in most of the stronger acids and 


heating, asparagine is resolved into an ammonia-salt and aspartic acid: 


C8N?H80% + 2HO = C8NH/08 + NH, 


It dissolves, without effervescence, in cold nitric acid (Robiquet), forming 
nitrate of ammonia and aspartic acid. (Plisson & Henry.) It dissolves 
in 3 pts. of oil of vitriol, without blackening, forming sulphate of am- 
monia and aspartic acid, which when heated turns brown from decom- 
position. (Plisson & Henry.) Dilute sulphuric acid likewise converts it 
into ammonia and aspartic acid. (Piria.) Its solution in strong hydro- 
chloric acid evaporated at a gentle heat, leaves sal-ammoniac and aspartic 
acid. (Plisson & Henry.) The lamine of asparagine which form when 
its solution in hydrochloric acid is evaporated to a syrup after an hour’s 
boiling, are distinguished by their deliquescence, arising from adhering 
hydrochloric acid; if, therefore, the liquid be saturated with pieces of 
marble, aspartic acid of ordinary solubility separates out. (Piria.) Con- 
centrated acetic acid likewise forms aspartic acid and acetate of ammonia, 
though slowly, (Plisson & Henry.) — 6. In a similar manner, asparagine 
R 2 
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is converted by the action of the stronger salifiable bases into a salt of 
aspartic acid, and ammonia which escapes (Plisson) : 


C®N?H8O° + HO,KO = C8NH°08 + NH’. 


Aqueous ammonia produces this change slowly at a boiling heat. (Plisson 
& Henry.) — Hydrate of potash triturated with asparagine gives off 
ammouia after a while. (Robiquet.) When such a mixture is fused at a 
gentle heat, ammonia is evolved and aspartate of potash formed, which 
however, at a stronger heat, is converted, with evolution of hydrogen 
and ammonia, into acetate and oxalate of potash. (Piria.) Plisson & 
Henry, who heated the mixture to redness, likewise obtained oxalate 
and carbonate of potash. — Cold potash-solution eliminates ammonia 
from asparagine, only when very much concentrated; the hot solution 
effects the transformation with facility. (Plisson & Henry.) — By boiling 
with baryta-water, 132 pts. (1 At.) of dry asparagine are converted into 
132°7 pts. (1 At.) of aspartic acid. (Boutron & Pelouze.) — Magnesia 
and hydrated oxide of lead likewise decompose asparagine, when boiled 
with it for some time in water, yielding ammonia and a salt of aspartic 
acid. (Plisson.) — 7. Asparagine dissolved in water is very slowly con- 
verted, by boiling under the ordinary pressure, into aspartate of ammonia 
(Plisson & Henry); but when it is enclosed in a sealed glass tube, and 
heated till the pressure amounts to 8 or 4 atmospheres, the decompo- 
sition takes place immediately without formation of any permanent gas. 
(Boutron & Pelouze.)—-On the other hand, asparagine dissolved in 
water is not altered by exposure to a pressure of 30 atmospheres at 
ordinary temperatures. (Erdmann, J. pr. Chem. 20, 69.) — 8. The solution 
of pure asparagine crystals may be kept without alteration, but the 
solution of the crystals which still retain some degree of colour, passes 
into a state of fermentation, acquiring a slightly alkaline reaction and 
the odour of putrefying animal substances, and becoming covered with 
a film of infusoriw, while the whole of the asparagine is converted into 
succinate of ammonia. (Piria.) 


C®N?H°05 492HO - 2H = 2NH?,C7H50%. 


Consequently, 2 HO and 2 H are added to the asparagine, the hydrogen 
being derived from the putrefying matter. The solution of perfectly 
pure asparagine passes into the same state of fermentation, on addition 
of a small quantity of the juice expressed from the young shoots of 
vetches. (Piria.) Asparagine fermented under the influence of casein, is 
converted first into aspartate of ammonia, then into succinate. (Des- 
saignes, p. 110.) 


Oombinations. With Water.—a. Hydrated Asparagine; crystallized 
Asparagine. — Preparation, (p. 241.) — Transparent, colourless crystals be- 
longing to the right prismatic system. — Rectangular octohedrons, trun- 
cated on the shorter edges of the base and at the acute angles of the 
base. (Vauquelin & Robiquet; Plisson.) Right rhombic prisms, w tu = 
130 (Vauq. & Rob.); 129-30 (Bernhardi); the acute {summits and termi- 
nal edges truncated (Vauq. & Rob.); the acute summits trancated, but 
only two terminal edges truncated at each end, and on alternate sides : 
p:a@= 116° 21' (Bernhardi). Six-sided prisms (Plisson & Henry); 
rhombohedrons [7] and six-sided prisms. (Leroy). — Compare Bernhardi, (Ann. 
Pharm. 12, 58; Miller, Phil. Mag. 6, 106; also Pogg. 36, 477). 

The crystals of asparagine are hard and_ brittle (Vanquelin & 
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Robiquet), and crumble to powder with a crackling noise between the 
teeth. (Plisson & Henry.) Their specific gravity at 14° is 1°519. 
(Plisson & Henry.) They are inodorous (Plisson & Henry), and nearly 
tasteless (Robiquet); have a juicy taste (Plisson & Henry); a cooling 
but somewhat nauseating taste. (Vauquelin & Robiquet.) They do not 
impart any odour of asparagus to the urine, even when taken in large 
quantity. (Plisson & Henry.) Their aqueous solution slightly reddens 
litmus. (Plisson & Henry, Piria, Trommsdorf, Leroy.) They are per- 
manent in the air. (Trommsdorff. ) They soften at 100° (Plisson & 
Henry), becoming milk-white (Biltz), and giving off all their water 
(Boutron & Pelouze; Liebig), which, according to Liebig, amounts to 
12° 35, and according to Marchand (J. pr. Chem. 20, 264,) to 12°20 per 
cent. 4. The solution of asparagine in water or in alkalis turns the 
plane of polarization of a ray of lght to the left, but its solution in acids 
turns it to the right. Like other circularly polarizing bodies, it forms 
erystals having hemihedral faces. (Pasteur.) T. 


Crystals. Liebig. Piria. Marchand 
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b. Aqueous Asparagine. — The crystals dissolve in 11 pts. (Biltz), in 
about 60 pts. (Leroy), in 58 pts. (at 13°, Plisson & Henry) of cold 
water, and in 4°44 pts. of boiling water. (Biltz.) It dissolves ae greater 
quantity, the more completely “it is freed from aspartate of lime and 
magnesia. (Regimbeau.) From a saturated aqueous solution mixed 
with an equal quantity of alcohol, crystals of asparagine separate after 
a while. (Biltz.) 

Asparagine cannot be melted with phosphorus; when it is melted with 
sulphur, it forms a red solid mass, which melts again at a stronger heat, and 
gives off sulphuretted hydrogen, but without decomposition of the 
[greater part of the] asparagine. (Plisson & Henry.) 


Sulphate of Asparagine.— The solution of 1 pt. asparagine in 1 pt. 
dilute sulphuric acid, evaporated over oil of vitriol at ordinary tempe- 
ratures, deposits crystals of asparagine, and leaves a mother-liquor, 
which dries up to a colourless amorphous mass, from which carbonate 
of lime throws down asparagine in its original state. (Dessaignes & 
Chautard.) WT. With less than 2 At. sulphuric acid, crystals of asparagine 
always separate out; a solution of asparagine in 2 At. sulphuric acid no 
longer yields crystals of asparagine, but the compound cannot be obtained 
in crystals, even on addition of alcohol. (Dessaignes.) 4. 


Hydrochlorate of Asparagine. —a. A solution of 1 At, asparagine in 
1 At hydrochloric acid, evaporated over lime at ordinary temperatures, 
leaves a very solid, pleasantly acid gum, which contains but a mere 
trace of sal-ammoniac, and yields asparagine eeu when decomposed by 
carbonate of soda. (Dessaignes & Chautard.) —“!. A crystallized compound 
is obtained by dissolving 1 At. asparagine in 1 At. dilute hydrochloric acid, 
evaporating ‘the solution at a centle heat, and adding alcohol. — The 
same compound is likewise forme d by exposing hydrated asparagine in 
fine powder to the action of dry hydrochloric acid gas, and expelling 


246 BUTYLENE: AMIDOGEN-NUCLEUS C8Ad2H‘04. 


the excess of the gas by a stream of dry air: the asparagine then in- 
creases in weight by 23:19 per cent. The compound when exposed to 
moist air gives off acid vapours; and on dissolving’ it in hot water 
after the evolution of these vapours has ceased, and leaving the solution 
to cool, large crystals separate out, which, after rapid washing and 
drying, are not deliquescent. (Dessaignes.) 


Crystals. Dessaignes. 
Cero Oe a coe dtancen.< 132°0 78°35 
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6. Anhydrous asparagine absorbs dry hydrochloric acid gas. After 
the stream of gas had been continued for a long time, a compound 
was obtained, which in two instances yielded 10°02 and 10:98 p.c. 
hydrochloric acid. The formula 2 C®N*H®O°,HCl1 requires 12°11 p.c, 
(Dessaignes.) 


Nitrate of Asparagine. —On dissolving 1 At. asparagine in 1 At. 
dilute nitric acid, concentrating the solution to a syrup in vacuo over 
lime, and placing the residue in a gently heated drying chamber, it 
changes almost entirely to large non-deliquescent crystals, containing 
nothing bat asparagine and nitric acid. (Dessaignes.) 4. 


Asparagine with Potash. — A warm aqueous solution of asparagine 
acquires an alkaline reaction, by addition of a mere trace of potash, and 
on cooling yields crystals, which, after washing, redden litmus, and are 
free from potash. (Plisson.) Crystals of asparagine (but not the solu- 
tion), treated with a saturated solution of bicarbonate of potash, evolve 
bubbles of carbonic acid, but often not till gently heated. (Plisson & 
Henry.) -—— The crystalline powder of asparagine, when an alcoholic solu- 
tion of potash is poured upon it, forms a soft compound, which becomes 
syrupy when heated, and mixes little or not at all with the supernatant 
liquid. This syrup repeatedly washed with water, and dried in the hot 
air chamber, becomes gummy, and solidifies on cooling to a transparent 
eolourless glass, which contains 26°10 p. c. potash, and is therefore 
C®8N*H'KO®%. [The formula KO,C8N2H805 agrees much better with the quantity of 
potash found.j} — The compound swells up strongly when gently heated, 
and gives off ammonia. (Laurent.) — J. On gradually adding an excess of 
finely pounded asparagine to an alcoholic solution of potash, gently 
heated in a glass tube closed with a cork, the liquid, which is at first 
turbid, becomes clear after a while, and the sides of the tube become 
covered with laminated crystals. (Dessaignes.) 9. 

Aqueous asparagine does not precipitate baryta-water. (Plisson.) 

Aqueous asparagine forms with lime-water an alkaline mixture, yield- 
ing crystals of asparagine, which redden litmus again after washing, but 
contain a little lime. (Biltz.) —. Asparagine dissolves lime, but the 
compound does not crystallize, and could not be obtained without excess 
of lime. When heated to 100°, it gives off a small quantity of ammonia. 
When dried in vacuo and decomposed with oxalic acid, it yielded 20°66, 
20:50, and 20°62 p.c. lime, and 84:97 asparagine dried at 130°. The 
formula C°N?H7Ca0° requires 18°60 p. c. lime, and 84°41 p. c. asparagine, 
C°N?H*®O®%. (Dessaignes.). ¥. 

Aqueous asparagine does not precipitate tartar-emetic, basic acetate 
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of lead, ferric or ferrous salts, or nitrate of silyer (Plisson); or proto- 


chloride of tin (Trommsdorff); or the salts of manganese or copper 
(Plisson & Henry). 


Asparagine with Zinc-oride. —A solution of zine-oxide in boiling 
aqueous asparagine yields, on cooling, crystalline amine, which give 
off only a trace of water at 100°; they contain 25:17 per cent. of zinc- 
oxide, and are therefore = CSN*H’ZnO*. (Dessaignes & Chautard.) 


{. Asparagine with Cadmic oxide. —Cadmic oxide dissolves readily 
In aqueous asparagine; and the liquid, if filtered hot, deposits on cooling 
a large quantity of delicate shining prisms. (Dessaignes.) 


Dried in vacuo. Dessaignes. 
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Asparagine with Lead-oxide. Asparagine boiled with an aqueous 
solution of neutral acetate of lead, slowly drives out the acetic acid and 
forms a solution, which, when evaporated over oil of vitriol, leaves a 
colourless gum, difficult to dry even at 100°.— The aqueous solution of 
1 At. asparagine and 2 At. nitrate of lead leaves a gum but no crystals 
when evaporated. (Dessaignes & Chautard.) 


Asparagine with Cupric Oxide. — 1. The azure-blue solution obtained 
by boiling asparagine with cupric oxide and water deposits an azure-blue 
erystalline powder. — 2. Better: A mixture of the hot-saturated solutions 
of asparagine and cupric acetate, yields, especially when heated, an ultra- 
marine-coloured precipitate which increases as the liquid cools. — The 
compound does not give off any water when heated to 100° in a dry 
current of air, but decomposes at a higher temperature, with copious 
evolution of ammonia, It is nearly insoluble in cold water, dissolves 
sparingly in hot water, readily in acids and in ammonia. If the copper 
be thrown down from the solution of this salt by sulphuretted hydrogen, 
the filtrate yields by evaporation, crystallized asparagine in its original 
state. (Piria.) 


Piria. 
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q. When 1 At. asparagine and 1 At. cupric sulphate were dissolved 
together, the mixture yielded on cooling, needles of the compound of 
asparagine with cupric oxide. The liquid filtered therefrom, which was 
blue and strongly acid, could not be made to crystallize. It contained 
asparagine, sulphuric acid and cupric oxide, The reaction may be repre- 
sented by the following equation: 


2C8N2H808 + 2(CuO,SO3) = C8N2H7Cu0* + C8N?H80°,HO,SO? + CuO0,S0%. ¥. 


Asparagine with Mercuric Oxide.— Red oxide of mercury dissolves 
readily in hot aqueous asparagine, ferming a colourless liquid, which after 
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concentration forms a white precipitate with water, and dries up to a 
gum. This gum swells up at 100°, assuming a dark grey colour, and if 
then dissolved in water, leaves a large quantity of grey powder, which, 
when triturated with gold and hydrochloric acid, amalgamates the gold. 
(Dessaignes & Chautard). —€, On gradually adding mercuric oxide to a 
hot solution si asparagine till it no longer dissolves, and then filtering 
and evaporating, the liquid dried up to a gummy mass, which, after 
drying in vacuo, contained only 41°49 p.c. mercuric oxide, instead of 
46°76, the quantity required by the formula C°N’H’0’, HgO. — Aspara- 
gine was added in excess to boiling water in which mercuric oxide was 
suspended, and the liquid boiled, till the oxide was converted into a per- 
fectly white powder. This, after being several times washed with boiling 
water, yielded results which did not agree exactly either with the formula 
C®N?*H"0°, 2Hg0, or with C®N*H°0§, 2iTe0, as the following comparison 
will show. (Dessaignes.) 
Calculation. 


rrr er 
Dessaignes. C®&N7H/O°,2HgO C8N?7HS06,2H 20. 
—e 
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Asparagine with Mercurie Chloride. — When 1 At. asparagine and 
2 At. mercuric chloride were dissolved together in water, the liquid 
yielded on cooling, a mixture of delicate prisms and large crystals, the 
latter consisting “of asparagine; but a solution of 1 At. asparagine and 
4 At, mercuric chloride yielded a homogeneous crop of crystals resem- 
bling the slender prisms above mentioned. (Dessaignes.) 


Dried in vacuo. Dessaignes. 
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Asparagine with Silver-oxide. — Oxide of silver dissolves very readily 
in boiling aqueous asparagine; and the colourless filtrate evaporated in 
the dark over oil of vitriol, yields crystals united in fungoid masses, 
which are black by reflected and yellowish brown by transmitted light. 
After drying in vacuo over oil of vitriol, they contain 45°77 p. c. silver, 


and are therefore = C°N*H"Ag0O*. 


Asparagine with Nitrate of Silver. — The aqueous solution of 1 At. 
asparagine and 1 At, nitrate of silver, yields, when evaporated in the 
dark over oil of vitriol, first crystals of asparagine, then dendritic crystals, 
which, after drying over oil of vitriol, contain 41°33 per cent. of silver. 
A mixture of 2 At. nitrate of silver and 1 At. asparagine, yields by 
evaporation, crystalline discs consisting of very fine needles, which give 
off nothing at 100°, contain 47:7, and,j after recrystallization from water 
and drying at 100°, 45:29 p. c. silver: they are therefore perhaps 
PINTO! 2(AgO, NO*.) (Dessaignes & Chautard.) 

Asparagine i is insoluble in cold absolute alcohol (Plisson & Henry); 1 
is insoluble in cold, but dissolves in 700 pts. of boiling alcohol of 98 Fe 
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cent. (Biltz); it dissolves in 1000 pts. of cold and 290 pts. of boiling 
alcohol of 80 per cent; and in 500 pts. of cold and 40 pts. of boiling 
alcohol of 60 per cent. (Biltz.) 

It does not dissolve in ether, or, even with the aid of heat, in oils either 
fixed or volatile. (Plisson & Henry.) 


Oxalate of Asparagine. — An aqueous solution of 150 pts. (1 At.) 
erystallized asparagine and 126 pts. (1 At.) hydrated oxalic acid, yields 
by evaporation, a homogeneous mass consisting of very small crystals, 
which, after drying in vacuo, amount to 222 pts. and give off nothing at 
100°. Consequently, 6 At. of water have escaped, and there remains the 
compound C&N*H80%, C*H?0%. — An aqueous solution of 2 At. asparagine 
and 1 At. oxalic acid in water, yields by evaporation a crystalline 
mixture of the same compound and pure asparagine. (Dessaignes & 
Chautard.) 


@. Malamide. C°N*H°O*%. — Isomeric, if not identical with asparagine. — 
Obtained by the action of ammonia on malamic ether. When malamic 
ether is dissolved in alcohol and ammoniacal gas passed through the solu- 
tion, pure malamide separates out in roundish nodules. — Or the same 
result may be more easily attained by mixing malic ether with strong 
alcohol, passing dry ammoniacal gas through the liquid and then leaving 
it at rest. Malamide appears to resemble asparagine in most, if not in 
all, its properties. Crystallizes from its aqueous solution by slow evapo- 
ration in vacuo, in right rectangular prisms with dihedral summits, whose 
faces meet at an angle of 92° 50'. (Demondesir, Compt. rend. 33, 227; 
Pasteur, V. Ann. Chim. Phys. 38, 487; Jahresber. 1858, 411.) 4. 


c. Nitrogen-nucler. 
a. Nitrogen-nucleus. O®N?AdH’. 


Creatine. 
CEN Hi? O* = CN“ Ad HL O* 


CurvrRevL. J. Pharm. 21, 234; also J. pr. Chem. 6, 120. 

Max PEetrenKorer. Ann. Pharm. 52, 97. 

Liepia. Ann. Pharm. 62, 282. 

Heintz. Pogg. 62, 602; 70, 460; 78, 696; 74, 125.— Compt. rend. 
24, 500. 

Grecory. Chem. Soc. Qu. J. 1, 25; also Ann. Pharm. 64, 100. 


Kreatin, Créatine,— Discovered in 1835 by Chevreul in the juice of 
flesh; more minutely examined by Liebig in 1847. 


Sources. In the muscular flesh of mammalia, birds, amphibia, and 
fishes. Lean horse-flesh contains 6-070, and the flesh of poultry 0°35 per 
cent. That of the marten yields less than that of poultry, but more than 
that of other mammalia; after horse-flesh follow in decreasing series the 
flesh of the fox, roe-buck, stag, hare, ox, sheep, pig, calf, and pike; 
bullock’s heart contains a large quantity of creatine, Fat animals yield 
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much less creatine than lean ones; e. g. a fox fattened on meat for 100 
days, yields only 3, as much as one that has been killed in the chase. 
(Liebig.) — Bullock’s heart yields 0:142; the flesh of poultry 0°321; that 
of the pigeon 0:083, that of Gadus morrhua 0:170; and that of the Raja 
0°061 per cent. (Gregory.) Human flesh yields 0:067 p. c., and that of 
the alligator likewise contains creatine (Schlossberger, Ann. Pharm. 66, 
80; 49, 344.) —The flesh of the Rorqual whale (Lalenoptera musculus) 
likewise yields a small quantity of creatine. (D. Price, Chem. Soc. Qu. J. 
3, 229.) — Pettenkofer admits the existence of creatine in human urine; 
Liebig, that of creatine and cratinine together; but from Heintz’s expe- 
riments, it appears probable that human urine contains only cratinine, 
and that the precipitate obtained by treating the alcoholic extract of 
ure with chloride of zinc, is only a cratinine-compound, in the decom- 
position of which, however, part of the cratinine is converted into creatine. 
This however does not explain why the zinc-precipitate obtained by 
Liebig from fresh human urine yields creatine by decomposition as well as 
cratinine, whereas that which is obtained from putrid urine yields only the 
Jatter. — Heintz supposes further that creatine is a product of muscular 
movement, and is discharged as an excrementitious matter in the urine 
in the form of cratinine, and therefore cannot well be regarded as an 
essential nutritive constituent of meat.— Creatine is hkewise found, 
together with cratinine and seroline in blood. (Verdeil & Marcet, 1. J. 
Pharm. 20, 89.) 


Formation. From cratinine (q. v.) 


Preparation. 1. From Muscular Flesh.—a. The aqueous extract of 
beef is evaporated in vacuo; the residue exhausted with alcohol, and the 
alcohol evaporated till the creatine crystallizes out. The greater portion 
remains however in the mother-liquor, being prevented from crystallizing 
by the presence of foreign bodies. (Chevreul.) In a similar manner, 
Schlossberger obtained creatine from the flesh of the alligator: he purified 
the crystals by washing with cold alcohol. 

b. The fresh lean muscular flesh of mammalia or birds, is freed as 
much as possible from fat, (which would stop up the press-bag when the 
meat is subjected to pressure,) and chopped up fine; 5 lbs. of it then well 
kneaded with an equal weight of water; the liquid well pressed out in a 
coarse linen bag; the residue twice treated with water in a similar 
manner; 5 lbs. of muscular flesh kneaded together with the second ex- 
pressed liquid; the residue kneaded with the third expressed liquid, and 
then, after pressure, with 5 lbs. of pure water; and the united liquids 
strained through a cloth. The resulting reddish hquid, which reddeus 
litmus, is kept at 100° in a large glass flask over the water-bath, till 
the albumin and blood-red have completely separated in the form of a 
coagulum, and a sample of the liquid remains clear when boiled. To 
decolorize the liquid obtained from some kinds of meat, it must be 
heated in a basin till it froths up. The liquid is then strained, first 
through linen, the coagulum being pressed out, then through paper. 
— The filtrate obtained from the flesh of the ox, roe-buck, hare or fox, which 
contains a large quantity of blood, retains a reddish tint; that from veal, poultry or 
pike is nearly colourless; game and poultry yield a nearly transparent filtrate, which is 
very favourable to the obtaining of creatine ; horse-flesh and pike yield a turbid filtrate. 
If the filtrate were evaporated alone, even below 100°, it would become coloured, in 
consequence of the presence of free acid which would decompose the creatine, — and 
leave a dark-brown syrup haying the odour of roast meat, which would yield but a very 
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small quantity of creatine, even after long standing. This appears to be the reason 
why Berzelius (Jahresber. 8, 589) and Fr. Simon (N. Br. Arch. 26, 283) did not 
succeed in preparing creatine. — The filtrate is then mixed with saturated 
baryta-water, the addition of that liquid being continued, even after the 
filtrate has been rendered neutral or alkaline by it, as long as a precipitate 
of phosphate of baryta and phosphate of magnesia continues to form; 
the filtrate evaporated in a shallow basin over the water-bath to =4;; and 
the thickish residue set aside, first in a warm place to evaporate further, 
and then, after crystallization has commenced, in the cold.— The filtrate 
from poultry remains clear when evaporated, and becomes covered with a film of 
carbonate of baryta if too much baryta-water has been added; that from beef becomes 
covered, when concentrated to a thin syrup, with a mucous scum which swells up in 
water, but is insoluble and must be removed; and that from veal or horse-flesh with 
films which are continually renewed and must be continually skimmed off.— The 
needles thus obtained are separated from the mother-liquor by filtra- 
tion, washed first with water then with alcohol, and dissolved in boiling 
water; and the solution, if coloured, digested with a small quantity of 
blood-charcoal, then filtered, and left to cool, whereupon it yields pure 
erystals of creatine. (Liebig.) —If a sufficient quantity of baryta-water 
has not been added, the crystals will be contaminated with phosphate of 
magnesia. In that case, the hot aqueous solution must be boiled with a 
small quantity of hydrated oxide of lead; digested, after filtration, with 
blood-charcoal, which removes the last traces of lead; and the filtrate 
again left to crystallize. (Liebig.) 


c. As the chopped flesh of pike, when boiled with water, swells up 
to a gummy mass, from which the liquid cannot be expressed, a mixture 
of the chopped flesh with water must be thrown upon a funnel; small 
quantities of water allowed to run gradually through; and the slightly 
turbid, acid liquid, which smells and tastes of fish, separated from the 
soft, white coagulum, precipitated with baryta water, then filtered and 
evaporated. It then forms on cooling a colourless jelly, in which, in 
the course of 24 hours, crystals of creatine begin to form. (Liebig.) 

The extract of the flesh of poultry or pigeons deposits brown flakes, 
together with the creatine crystals; — the flesh of bullock’s heart often 
yields but few of the purer crystals, but a considerable quantity of brown 
flakes, from which boiling water extracts a large additional quantity of 
creatine. From skate and cod the juice may be easily expressed, after 
the flesh has been mixed with rather more than equal quantity of water; 
the jelly ultimately obtained from it, in which the creatine-crystals 
form, dissolves readily in cold water, and deposits more crystals; the 
flesh of cod yields the whitest creatine. — From the syrupy mother- 
liquors of crude creatine, chloride of zinc does not deposit any chloride 
of zinc and cratinine, or only a trace; but the mother-liquors obtained 
in the recrystallization of crude creatine yield this precipitate on addi- 
tion of chloride of zinc. (Gregory.) 


2. From Chloride of Zinc and Cratinine.—a. The solution of this 
compound in boiling water is digested with hydrated oxide of lead, till it 
acquires a strong alkaline reaction; filtered from the oxide of zine and 
basic hydrochlorate of lead-oxide; digested with a little blood-charcoal, 
which removes the small remaining quautity of lead, together with fibrin; 
the filtrate evaporated to dryness; and the remaining mixture of creatine 
and cratinine, treated with an eightfold quantity of boiling alcohol to 
dissolve out the latter: the alcohol, on cooling, likewise deposits crystals 
of creatine, which are added to the undissolved residue of creatine, and 
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the whole purified by recrystallization. (The alcohol filtered after 
cooling deposits cratinine.) (Liebig.) —6. The boiling aqueous solution 
of the zinc compound is treated with baryta-water, which precipitates 
zinc-oxide, together with the greater part of the adhering fibrin; car- 
bonic acid gas passed through the filtrate; the liquid again filtered to 
separate carbonate of baryta; the filtrate evaporated to dryness in vacuo; 
the residue exhausted with alcohol; the baryta which has been taken up 
by the alcohol as chloride of barium, precipitated by sulphuric acid; the 
liquid again filtered, boiled with oxide of lead, treated with absolute 
alcohol to precipitate all the chloride of lead, and filtered from chloride 
and sulphate of lead; any lead that may yet remain dissolved, removed 
by sulphuretted hydrogen; and the filtrate evaporated to dryness in the 
water-bath. (Pettenkofer.) The residue thus obtained contains cratinine 
as well as creatine. (Liebig.) —c. The boiling aqueous solution of the 
zinc-compound is mixed with ammonia till it begins to show turbidity, 
and then precipitated with hydrosulphate of ammonia; the filtrate evapo- 
rated to a small bulk, and mixed with absolute alcohol; and the crystals 
of creatine, which separate from the liquid after long standing in the 
cold, purified by recrystallization from water. (Heintz.) — [The cratinine 
-remains in the alcoholic mother-liquor. ] 

The crystals of creatine obtained by either of these processes may 
be freed from water of crystallization by heating them to 100°, (Liebig.) 


Properties. White opaque mass. (Liebig.) Inodorons, without 
perceptible taste. (Chevreul.) Has a somewhat bitter taste, and scratches 
in the throat. (Liebig.) Neutral to vegetable colours. (Chevreul.) 


Dried at 100°. Liebig. Heintz. 

a. b. C. 
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a was obtained from meat; 0 and ¢ from the chloride of zinc and cratinine prepared 
from human urine. 


Decompositions. 1. Hydrated creatine when heated, first gives off 
its water of crystallization with decrepitation; then melts without 
becoming coloured; afterwards emits an odour of ammonia, hydrocy- 
anic acid and phosphorus; and, lastly, gives off yellow fumes, which 
condense partly to an oil, partly to needle-shaped crystals, and leaves 
a small quantity of charcoal. (Chevreul.) The charcoal is difficult to 
burn. (Schlossberger.) —2. The solution of creatine in aqueous hyper- 
manganate of potash is decolorized by continued digestion, without evo- 
lution of gas, the creatine being decomposed and carbonate of potash 
formed. (Liebig.) The aqueous solution of creatine is not decomposed 
by boiling with peroxide of lead. (Liebig.) It is not coloured by boiling 
with mercuric nitrate. (Chevreul.) —3. Creatine dissolved in strong 
nitric, sulphuric, phosphoric, or hydrochloric acid, is converted into cra- 
tinine by abstraction of 2HO, the cratinine then combining with the 
acid. (Liebig.)— But if these acids are dilute, the creatine remains 
unaltered, even after long boiling, and the solution in cold hydrochloric 
acid leaves, by spontaneous evaporation, crystals of pure creatine. 
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(Liebig.) —If dry hydrochloric acid gas be passed over 149 pts. (1 At.) 
of hydrated creatine heated to 100° in Liebig’s drying apparatus, the 
weight first increases by absorption of hydrochloric acid; but if dry air 
be then passed through the apparatus for some time, water is continu- 
ously given off, and the compound diminishes in weight, till it amounts 
to only 15416 pts. and contains 38°05 pts. (a little more than 1 At.) 
hydrochloric acid. Hence 36 pts. (2 At.) of water of crystallization, and 
2 At. more produced from the creatine), have been given off, and on 
the other hand, 38:05 pts. (1 At.) hydrochloric acid have entered into 
combination with the hydrated creatine : 


CSN3HUOS + HC] = C8N3H’70?,HCl + 4HO. 


131 pts. (1 At.) of dry creatine similarly treated with hydrochloric 
acid gas take up about 18:04 pts., because, in this case, only 18 pts. 
(2 At.) water are given off for every 36°4 pts. (1 At.) hydrochloric acid 
taken up. (Liebig.) — The colourless solution of creatine in nitric acid 
of sp. gr. 1:34 gives off nitrous fumes when heated in the water-bath, 
and leaves on evaporation a colourless residue [of nitrate of cratinine 4], 
which dissolves in water, separates out therefrom in small granules, and 
does not precipitate bichloride of platinum. (Chevreul.) — 4. By boiling 
with a small quantity of baryta dissolved in water, creatine is resolved 
into sarcosine (ix. 432), and urea, which is then quickly resolved by the 
baryta into carbonic acid and ammonia. (Liebig) : 


C8N?H904 + 2HO = C5NH/0# + C?2N?H?0?, 


An aqueous solution of creatine saturated at a boiling heat, and mixed 
with crystals of baryta amounting to 10 times the weight of the creatine, 
remains clear at first, but, if the boiling be continued, gives off abun- 
dance of ammonia; deposits carbonate of baryta at the same time; and, if 
fresh baryta be added from time to time, is ultimately found to contain 
scarcely any thing but sarcosine and carbonate of baryta; and, if the 
operation be interrupted during the strongest evolution of ammonia, 
likewise a little urea. A small quantity of another substance, probably 
urethane (ix. 274), is however produced at the same time; for if the 
alcohol from which the sulphate of sarcosine has crystallized out (ix, 433) 
be mixed with water, neutralized with carbonate of baryta, filtered and 
evaporated to a thin syrup, colourless needles and lamin are obtained, 
which redden litmus very slightly, fuse and volatilize when heated, without 
leaving baryta, dissolve in water, in alcohol, and in 50 pts. of ether, and 
whose aqueous solution does not precipitate the salts of baryta lime or silver, 
or neutral acetate of lead, or corrosive sublimate. (Liebig.) — 5. The 
aqueous solution becomes turbid by long standing (if, according to 
Liebig, it contains a trace of foreign organic matter), and evolves a 
sickening ammoniacal odour. (Chevreul.) —@. 6. When nitrous gas is 
passed into a solution of creatine in nitric acid, an alkali is formed, 
having the}jcomposition C°NH®. (Dessaignes, Compt. rend. 38, 839; see 
also ix. 878.) —7. When an aqueous solution of creatine is heated with 
mercuric oxide, carbonic acid is evolved, and methyluramine (C*N*H’) 
obtained in the form of an oxalate. (Dessaignes, ix. 357): 


OCSN3H90! + 100 = 2C*N3H7,C4H208 + 4CO2 + 2HO. *. 


Combinations. a. With Water. — «a. Hydrated Creatine, Crystals of 
Creatine. — Creatine erystallizes from its aqueous solution in trans- 
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parent, colourless, highly lustrous, oblique rhombic prisms and needles, 
resembling in form those of neutral acetate of lead (Liebig). (/%g. 91, 
together with the ¢-face; ¢:t=108° 55’; w:w=46° 58’: Heintz). In 
nacreous rectangular prisms (Chevreul); in cubes (Schlossberger). — 
Their specific gravity lies between 1°35 and 1:84. (Chevreul.) When 
covered with a non-exhausted bell-jar, they effloresce on the surface, and 
become covered with a mealy powder, giving off 2°84 p. c. water 
(Heintz); at 100° they become quite opaque, and give off 12°17 p.c. 
(Liebig); 13°08 p. c. (Heintz.) 


Crystals. Liebig. Or: 
BAO ie ee. ASM iss, so2"22 Sarge 32°70 
oS Miinzemn ae le Prete 4 be LE Rap 23° 2 CANCE O72: 615 lines, bs a 
EL oH dora ete ick, 1] 2°38 Ponts 7°36 
GS) etc Sie 2, 48 By 31°62 ZANE ccclasne 18 12°08 
Cane a 129: CORP O00" aoe 100-00 149 .... 100°00 


B. Aqueous Creatine. — Creatine dissolves in 83 pts. of water at 18° 
(Chevreul), in 74:4 pts. (Liebig); it dissolves abundantly in hot water, 
so that a solution saturated at the boiling heat solidifies on cooling in a 
mass of delicate needles. 


6. With Acids. Creatine dissolves slowly in oil of vitriol and without 
colour in strong hydrochloric acid. (Chevreul) It does not neutralize 
the weakest acid, even when added in very large quantity. (Liebig.) 


T. Sulphate of Creatine. C8N*H°O*4,HO,SO?, and the Hydrochlorate 
C®N°H°O*,HCl, are obtained in fine prisms by dissolving creatine in the 
proper quantity of acid, and evaporating the solution at 30° or in vacuo; 
they are soluble in water but not deliquescent. (Dessaignes.) 


Nitrate of Creatine. —1. Obtained by dissolving crystallized creatine 
in the requisite quantity of nitric acid, and evaporating the solution at 30°. 
— 2. By passing a rapid stream of nitrous gas through water containing 
an excess of creatine in suspension. The creatine dissolves with tolerable 
rapidity, and a considerable quantity of small shining crystals of the 
nitrate are formed, which, when recrystallized by dissolving them in 
lukewarm water and cooling, form thick short prisms. This salt is less 
soluble in water than the sulphate or hydrochlorate. The solution has 
a very sour taste, and is decomposed by ammonia with precipitation of 
creatine. (Dessaignes.) Compt. rend. 38, 839; Ann. Pharm. 92, 409. 


Crystals. Dessaignes. 
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By dissolving 1:057 grm. of creatine in a quantity of nitric acid containing 0°447 
erm. HO,NO?®, and evaporating at 30°, Dessaignes obtained 1°373 grms. of crystallized 
nitrate; the formula requires 1°376. 4. 


From a solution in warm baryta-water creatine crystallizes on cooling 
without taking up any baryta. (Liebig.) 

The aqueous solution of creatine does not precipitate: Chloride of 
barium, subacetate of lead, ferric sulphate, cupric sulphate, nitrate of 
silver, or bichloride of platinum. (Chevreul.) — It does not precipitate 
chloride of zinc, unless it contains cratinine, (Heintz.) — The warm non- 


a 
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boiling, aqueous solution, added to chloride of zinc, does not throw 
down any crystalline compound, but yields the creatine in the separate 
state on cooling. (Liebig.) On boiling the mixture, the zinc-precipitate is 
formed (Heintz), probably from conversion of the creatine with cratinine. 

Creatine dissolves in 2000 pts. of alcohol of sp. gr. 0°810 at 15° 
(Chevreul); it dissolves in 9410 pts. of cold absolute alcohol, more readily 
in hydrated alcohol. (Liebig.) 

It is nearly or quite insoluble in ether. (Heintz.) 


B. Nitrogen-nucleus. C®N*H°O?. 


Cratinine. 
CON hy O7— CAN Os 


Lirpie. Ann. Pharm. 62, 298 and 824. 
fimiiz.  log¢g, 62,602; 73,595: 74,125. 


Kratinin, Kreatinin, Créatinine. On account of the too great similarity between 
the words creatine and creatinine, which might lead to confusion, I propose to drop 
the e in the first syllable of the latter. (Gm.) — Heintz and Pettenkofer in 1844, 
and nearly at the same time, discovered in human urine a nitrogenous 
substance which formed a crystalline precipitate with chioride of zinc. 
The crystalline substance separated from this precipitate was regarded 
by Pettenkofer as a peculiar compound = C*N*°H°O? [plainly a mixture of 
creatine and cratinine], by Heintz, at first as an acid, and afterwards as 
creatine, — till Liebig, in 1847, showed that it was a mixture of creatine 
and cratinine together, — which cratinine he had just before discovered 
and investigated, having obtained it by decomposing creatine with con- 

entrated acids. . 


Sources. —-1. In human urine to the amount of 0°5 per cent. (Petten- 
kofer), and, according to Heintz, likewise in the urine of horses and other 
mammalia. Socoloff has likewise found it in the urine of horses and of 
calves. — 2. In muscular flesh. As it occurs in the mother-liquor of the 
creatine prepared from flesh, and as dilute acids do not convert creatine 
into cratinine, we cannot suppose that this cratinine of muscular flesh is 
formed by heating the decoction of the flesh. (Liebig.)—3. In blood. 
(Verdeil & Marcet; see p. 250.) 


Formation. From creatine, by the action of the stronger mineral 
acids. 


Preparation —1. From human urine. —a. Fresh human urine is 
neutralized with carbonate of soda, and evaporated below 100° to a 
syrup (till the salts crystallize out, according to Liebig); this syrup 
exhausted with alcohol; the filtrate mixed with a concentrated solution, 
— (alcoholic, according to Heintz), of chloride of zinc, which at first 
throws down a brown amorphous precipitate containing zinc (phosphate 
of zine, according to Heintz), then after several hours, crystalline grains; 
the whole of the precipitate, after standing for some time collected 
on a filter, (Heintz washes it with weak alecohol;) boiled with water, 
which leaves the amorphous precipitate undissolyed; and the filtrate 
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evaporated, — whereupon it yields yellow crystals, which may be freed 
from adhering salts by repeated boiling with strong alcohol. (Petten- 
kofer.) — 0b. Fresh human urine is neutralized with milk of lime; chloride 
of calcium added as long as a precipitate of phosphate of lime con- 
tinues to form; the filtrate evaporated till the salts crystallize out; 32 pts. 
of the mother-liquor mixed with 1 pt. of chloride of zine dissolved in 
the smallest possible quantily of water; the mixture set aside for four 
days; and the zinc-compound which separates in nodules washed with 
cold water. (Liebig.)—c. Putrid human urine is boiled with excess of 
milk of lime till it no longer gives off ammonia; the filtrate evaporated 
to a syrup; and mixed as above with chloride of zinc; and the crystals 
which form after long standing, washed. (Liebig.) 

To purify the crystals, it is not good to use bone-chareoal, which 
occasions great loss; but they must be dissolved in hot water; the solu- 
tion mixed with ammonia till a precipitate begins to form; the pre- 
cipitation completed by means of hydrosulphate of ammonia; the filtrate 
highly concentrated and mixed with absolute alcohol; the nearly white 
crystals of creatine and cratinine which are obtained by cooling the solution 
toa low temperature, dissolved in the smallest possible quantity of boiling 
water; the solution mixed with alcoholic chloride of zine and alcohol; 
and the precipitate which forms on setting the liquid aside in a cold 
place, washed with alcohol. The above-mentioned mother-liquor of 
creatine, which likewise contains sal-ammoniac, also yields with alcoholic 
chloride of zine, a precipitate, which, when purified by crystalliza- 
tion from boiling water, yields the zinc-compound in white crystals. 
(Heintz. ) 

The zinc-compound is further treated in the manner described on 
page 251, 252; the cratinine is then found in the mother-liquor of the 
creatine. 


@. 2. Mrom Horse-urine. —The urine, which has an alkaline reaction, 
is neutralized with hydrochloric acid, evaporated to a small bulk, and 
then mixed with an additional quantity of hydrochloric acid; the tiquid 
separated from the precipitated hippuric acid, neutralized with milk of 
lime, and evaporated nearly to dryness over the water-bath; the residue 
repeatedly boiled out with alcohol; and the alcoholic solution mixed 
with a small quantity of chloride of zine: it then gradually deposits a 
brownish yellow precipitate of chloride of zine and cratinine, from which 
creatine and cratinine may be obtained as above. (Socoloff, dnn. Pharm. 
78, 243.) 


8. From Calves urine. — The fresh urine evaporated to a small bulk 
over the water-bath, and filtered while hot from the amorphous preci- 
pitate thereby formed, yields, after a few days, a crystalline mass con- 
sisting of allantoin, together with a large quantity of phosphate of soda 
and ammonia; and on washing this crystalline mass with cold water, 
and recrystallizing the residue, crystals of pure allantoin are obtained. 
The mother-liquor filtered from the allantoin is mixed with alcohol, 
which throws down sulphates, mucous matter, the greater part of the 
phosphates, and a large quantity of colouring matter; and the filtrate 
which is still considerably coloured, is freed from the remainder of the 
phosphoric acid by means of chloride of calcium, and lastly mixed with a 
concentrated solution of chloride of zine: it then yields a precipitate of 
chloride of zinc and cratinine, which continues to increase for several 
days. (Socoloff.) 
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4. From Blood.—A considerable quantity of fresh ox-blood (10 
litres) is freed from fibrin and blood-corpuscles by stirring, and from 
albumin by heat, then filtered through linen, and evaporated over the 
water-bath with addition of a little powdered gypsum, which removes an 
albuminous substance not coagulable by heat, as well as some additional 
blood-corpusceles, and precipitates the saponifiable fats. The liquid is 
then evaporated to ¢ of its bulk, again filtered, and the colourless filtrate 
evaporated to dryaiess at a very gentle heat, whereupon nearly all the 
chloride of sodium crystallizes out. On treating the residue with small 
quantities of absolute alcohol till nothing more is dissolved, and expelling 
the greater part of the alcohol by heat, the solution yields on cooling, 
Boudet’s Serolin (Ann. Chim. Phys. 52, 337), the quantity of which 
increases on addition of a small quantity of water. — The liquid filtered 
from the serolin, yields, on addition of a small quantity of solution of 
chloride of zine, sometimes immediately, sometimes after a few hours, a 
partly crystalline, partly amorphous precipitate, which is but partially 
soluble in boiling water. The insoluble portion is resinous, and appears 
to be a compound of chloride of zine with a peculiar organic substance: 
the soluble portion consists of chloride of zine and cratinine. The quan- 
tity thus obtained is however but small. (Verdeil & Marcet, V. J. Pharm. 
20, 89.) @. 


5. From Muscular Flesh. — The mother-liquor of creatine (p. 251) is 
treated with alcohol to precipitate the inosinate of potash or baryta; the 
filtrate evaporated over the water-bath; the residue boiled out with 
alcohol, which takes up all the cratinine, together with a little creatine, 
and leaves a residue consisting chiefly of chloride of potassium and lactate 
of potash; the filtrate mixed with chloride of zinc; and the crystals of 
chloride of zine and cratinine, which form after a while, decomposed as 
above with hydrated oxide of lead. (Liebig.) 


6. From Creatine. —a. Hydrochloric acid gas is passed to saturation 
over creatine heated to 100° in a Liebig’s drying apparatus, then dry airas 
long as water continues to escape ;— or the solution of creatine in strong 
hydrochloric acid is evaporated to dryness in the water-bath. — The 
hydrochlorate of cratinine obtained by either of these methods is then 
dissolved in 24 pts. of water; the solution kept at the boiling heat in 
a basin; perfectly pure hydrated oxide of lead macerated in water 
added to it by small portions till it becomes neutral or slightly alkaline, 
and then three times as much of the hydrated oxide of lead, until the 
liquid becomes pasty from formation of quadribasic hydrochlorate of 
lead-oxide. The liquid is then filtered and the precipitate well washed; 
the filtrate treated with a small quantity of blood-charcoal to remove any 
lead that may still remain dissolved; the liquid again filtered; and the 
filtrate evaporated and cooled to the crystallizing point. (Liebig.) — 
6. The solution of 1 pt. creatine in 1 pt. oil of vitriol and 3 pts. water is 
evaporated till all moisture is removed; the remaining sulphate of 
cratinine boiled with water and very pure carbonate of baryta, till it 
becomes alkaline; and the solution filtered and left to crystallize. 


(Liebig.) 


Properties. Colourless oblique rhombic ie belonging to the 
oblique prismatic system; Jig. 91, with ¢-face; 7 sae hee 30! °(110° 3’, 
according to Heintz); w: a = 81° UT) ot — 30° . (Kopp.) the 
same fori therefore as that of creatine, excepting fee in cratinine the 
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inclination of the clinodiagonals to the orthodiagonal is twice as great 
as in creatine, inasmuch as in creatine, w:w = 46° 58’. (Heintz.) — 
Cratinine in the state of concentrated solution has a caustic taste, like 
that of dilute ammonia, It blues reddened litmus, and reddens turmeric 
(Liebig.) 


Liebig. 
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Decompositions. Cratinine, under certain circumstances, takes up 2 At. 
water, and is reconverted into creatine. The dilute solution of hydrochlo- 
rate or sulphate of cratinine slightly supersaturated with dilute ammonia 
and evaporated, yields a few crystals of creatine (Heintz; see also Chloride 
of Zine and Cratinine.) —Cratinine is decomposed by mercuric oxide in the 
same manner as creatine (p. 253), yielding methyluramine. (Dessaignes.) 


Combinations. Cratinine dissolves in 11°5 pts. of water at 16°, and 
much more abundantly in hot water. (Liebig.) 


Sulphate of Cratinine. — An aqueous solution of cratinine saturated 
at a boiling heat and inixed with dilute sulphuric acid till it acquires a 
strong acid reaction, leaves on evaporation a white mass, whose solution 
in hot alcohol becomes turbid on cooling, then becomes clear and deposits 
transparent, colourless, quadratic tables which remain transparent at 100°. 


(Liebig.) 


Crystals. Liebig 
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Hydrochlorate of Cratinine. — Preparation (ix. 257, 6). Crystallizes from 
solution in boiling alcohol, in transparent colourless prisms, and by evapo- 
ration of the aqueous solution, in transparent lamin which redden litmus. 
Dissolves very readily in water. (Liebig.) 


Crystals.. Liebig. 
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Chloride of Zine and Cratinine. — Preparation. 1. (p. 256). —2. By 
mixing cratinine and chloride of zine, in the state of concentrated aqueous 
solutions. Both processes yield, with greater rapidity as the mixture is 
more concentrated, delicate needles united in nodules, or oblique rhombic 
prisms (Pettenkofer) belonging to the oblique prismatic system, with 
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terminal faces inclined 82° 80’ to the principal axis. (K. Schmidt, Ann. 
Pharm. 61, 332.) The crystals give off only a trace of hygroscopic 
water at 120°. When the cratinine is separated from this compound by 
means of hydrated oxide of lead or hydrosulphate of ammonia (p. 251), 
more than 4 of it is found to be converted into creatine, and in larger 
proportion, apparently, as the solution of the zinc-compound used was 
more dilute. If therefore, after the creatine has been separated from the 
resulting liquid by evaporation and cooling, with addition of alcohol, the 
mother-liquor containing the rest of the cratinine be repeatedly pre- 
cipitated with chloride of zinc, and the precipitate decomposed, &c. — 
nearly all the cratinine may be converted into creatine. (Heintz.) — 
Chloride of zine and cratinine dissolves sparingly in alcohol, but is 
insoluble in strong alcohol and ether. (Pettenkofer.) 


Heintz. 
aetna 
Crystals. From urine. from flesh. 
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With Cupric salts, cratinine forms crystallisable double salts of a fine 
blue colour. (Liebig.) 

When mixed in aqueous solution with Corrosive sublumate, it imme- 
diately forms a white curdy precipitate, which changes in a few minutes 
to a mass of delicate colourless needles. (Liebig.) 

With concentrated Silver-solution it coagulates immediately into a 
mass of delicate white needles, which dissolve readily in hot water, and 
crystallize out again unchanged on cooling. (Liebig.) 

The clear mixture of dilute hydrochlorate of cratinine and Bichloride 
of Platinum (or of hydrochloric acid, creatine, and bichloride of platinum), 
yields, by slow evaporation, transparent, aurora-red prisms, and by 
quicker evaporation, granules which dissolve readily in water, less 
quickly in alcohol, and contain 30°53 p. ¢. platinum, whence they pro- 
bably consist of C°N°H’0*,HC1+ PtCl. (hiebig.) 

Cratinine dissolves in 102 pts. of absolute alcohol at 16°, and more 
abundantly in hot alcohol, from which it crystallizes out on cooling. 
(Liebig. ) 


y. Nitrogen-nucleus. C®N?Ad?H?0+. 


Allantoin. 
C8N*H®O8= CN? Ad*H?0* 02. 


VAvQuELiIn & Buntva. Ann. Chim. 32, 269; also Scher. J. 6, 211. 
C.G. Gmetin. Giulb. 64, 350. 
Lassalane. Ann. Chim. Phys. 17, 801; also J. Phys. 92, 406. 


Ligesia. ogg. 21, 34. 
8 2 
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Liesia & Wonter. Ann. Pharm. 26, 244; also Pogg. 41, 561. 

Petouze. NV. Ann. Chim. Phys. 6, 70; also Ann. Pharm. 48, 107; 
J. pr. Chem. 28, 18. 

ScHLIEPER. Ann. Pharm. 67, 216. 

Wouter. Ann. Pharm. 70, 229. 

Limpricut. Ann. Pharm. 88, 94. 


Amniotic acid, Allantoic acid, Amniossture, Allantoinstiure, Allantoine, Acide 
amniotique, Acide allantoique.— Found by Vauquelin & Buniva in 1800 
(probably mixed with allantoic liquid) in the amniotic liquid of the cow; 
wherein, however, neither Dzondi (WV. Gehl. 2, 52) nor Prout (Ann. 
Phil. 5, 416) was able to find it again; afterwards Lassaigne showed 
that it is contained, not in the amniotic but in the allantoic liquid. It 


was also artificially prepared and accurately investigated by Liebig & 
W ohler. 


Sources. In the allantoic liquid of the cow (Lassaigne), and in the 
urine of calyes. (Wéhler.) 


Formation. In the decomposition of uric acid by heatiug with 
peroxide of lead and water (Liebig & Wohler), or with ferricyanide of 
potassium and potash-ley. (Schlieper.) 


Preparation. 1. The allantoic liquid (mixed with amniotic liquid) 
is evaporated down to ¢, and cooled to the crystallizing point. (Vauquelin 
& Buniva.) The allantoin is likewise deposited when the liquid is left 
to stand for some time, and must be purified by solution in hot water, 
filtering, and recrystallizing. (C. G. Gmelin.) 

2. The urinary bladder of a calf is tied at the lower part previous to 
slaughtering; the urine obtained from it evaporated below 100° to a 
syrup; and set aside for several days in the cold to crystallize; the liquid 
then diluted with water; the gelatinous precipitate, consisting chiefly of 
urate of magnesia, separated by elutriation from the crystals of allantoin 
and phosphate of magnesia; the crystals washed with a little cold water, 
and boiled with water and a small quantity of good blood-charcoal; the 
liquid filtered at the boiling heat from the greater part of the phosphate 
of magnesia; the filtrate mixed with a few drops of hydrochloric acid, 
so that the phosphate of magnesia contained in it may remain dissolved; 
and colourless allantoin obtained from it by cooling (Wohler): — 
For another mode of preparation from calves’ urine, vid. Socoloff (p. 256). 

3. Uric acid is pulverized, and suspended in a small quantity of 
water, the liquid heated nearly to the boiling point; finely pulverized 
peroxide of lead added to it by small portions and with frequent stirring, 
till the last portions added no longer turn white; the liquid filtered hot; 
and crystalline allantoin obtained from it by cooling, and also by further 
evaporation and cooling of the mother-liquor, while the more soluble 
urea, which is likewise present, remains in the last mother-liquor: the 
allantoin must be freed from it by recrystallization from water. (Liebig, 
Wohler.) 

4. The same process is followed as in the preparation of lantanuric 
acid (ix. 445, the first 17 lines), and the crystals of allantoin, which are 
contaminated with red flakes, purified by solution in cold potash-ley, 
filtering, quickly supersaturating with acetic acid, and recrystallizing 
the precipitated allantoin from hot water. (Schlieper.) 
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Properties. Transparent, colourless needles, having a pearly lustre 
(Vauquelin & Buniva), and four-sided prisms. Prisms whose primitive 
form is a rhombohedron. (Liebig & Wohler.) —Crystals belonging to 
the doubly oblique prismatic system (Fig, 124); v:u=56° 42); v:y= 
95° 15°; w:y=91° 40’; the y-faces have the strongest lustre. (Delffs, 
Jahrb. prakt. Pharm. 8, 878.) — Single oblique prismatic system; Mig. 98, 
with ¢-face between w and w'; 7: u backwards =88° 14’; f: wu backwards 
= 96° 17’; cleavage easy parallel to f£. (Dauber, Ann. Pharm. 71, 68.) 
The crystals obtained by (2) are thinner and united in tufts, in conse- 
quence of the admixture of a trace of foreign matter; from this they are 
freed by combination with oxide of silver, separation therefrom by hydro- 
chloric acid, and then crystallized in the ordinary way. (Wohler.) 

Tasteless (Lassaigne), and neutral to litmus. (Liebig & Wéohler.) 
Tastes slightly acid and reddens litmus slightly. (Vauquelin & Buniva.) Permanent 
in the air (Vauquelin); anhydrous (Liebig). 


Lieb.& Wohl. Schliep. Stiideler. Lassaigne. 


(3) (4) (2) (1) 
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The bracketed numbers refer to the mode of preparation. 


Decompositions. — Allantoin yields by dry distillation, carbonate and 
hydrocyanate of ammonia, a small quantity of empyreumatic oil, and 
a very porous charcoal. (Lassaigne.)— 2. Over the open fire it swells 
up, blackens, gives off the odour of ammonia and hydrocyanic acid, and 
leaves a tumefied charcoal. (Vauquelin & Buniva.) 

3. Heated with oil of vitriol, it yields sulpbate of ammonia and a 
mixture of carbonic acid and carbonic oxide gases. (Liebig & Wohler.) 


C5N4H°0O° + 6HO = 4NH? + 4CO? + 4CO. 


4. Allantoin gently heated with nitric acid of sp. gr. 1:2 to 1:4, does 
not give off any gas, but yields crystalline nitrate of urea on cooling; on 
evaporating the solution to dryness, nitrate of urea and allanturic acid 
(ix. 447) remain (Pelouze): 


GrivO? + 2H0 = C*N*H*O? + C°N?H*O° (Gerhardt), 


Pelouze gives the equation: 
CCN HPO?) 2 =. N74 + CONF HO? 


allanturic acid. 


5. Allantoin is likewise resolved into urea and allanturic acid by heat- 
ing with hydrochloric and other aqueous acids. The same decomposition 
also takes place when allantoin is heated with water in a sealed glass 
tube to 110° — 140°, excepting that im this case the urea is further 
resolved into ammonia and carbonic acid. (Pelouze.) —6. Allantoin is 
also resolved into allanturic acid and urea by the action of peroxide of 
lead and water at ordinary temperatures. (Pelouze.) [According to what 
equation ? ] 
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7. The solution of allantoin in cold potash-ley, deposits all the 
allantoin if immediately mixed with acids; but in the course of 24 to 48 
hours, it changes spontaneously into hydantoate of potash, and is then 
no longer precipitated by acids, gives off but little ammonia when boiled, 
and does not at the same time form any oxalic acid; by the further 
action of potash, the hydantoate of potash is resolved into lantanurate 
_ of potash (ix. 445) and urea (Schlieper) : 


First: C®N4H°O® + 2HO = C8N+H9808; 
——_ 
hydantoic acid 
then: C8N4H808 = C®N?H40% + C2N?H‘4O? (Schlieper.) 


ey 
lantanuric acid. 


8. Allantoin boiled with aqueous potash or baryta is completely 
resolved into ammonia and oxalic acid (Liebig & Wohler): 


C5N4H°O® + 10HO = 4NH? + 2C*H?08, 


7. 9. A solution of allantoin mixed with yeast and exposed to a 
temperature of 30°, becomes on the fourth day strongly ammoniacal, and 
no longer contains allantoin, but urea and the ammonia-salts of oxalic 
acid, carbonic acid, and an acid which may be obtained in the form of 
a sour syrup. (Wohler, Ann. Pharm. 88, 100.) ¥. 


Combinations. Allantoin dissolves in 400 pts. of cold water (Las- 
saigne); in 160 pts. of water at 20° (Liebig and Wohler); in 30 pts. of 
boiling water, and crystallizes on cooling. 

According to Liebig & Wohler, allantoin does not combine with any 
base excepting oxide of silver. OC. Gmelin and Liebig & Wohler were 
not able to obtain the allantoates described by Lassaigne. From solution 
in hot dilute alkalis, the allantoin crystallizes in the free state. — 7. The 
following compounds have however been obtained by Limpricht. 


Zinc-compound. — 2Zn0,C®N*H®O° == Zn0,C®&N*H®Zn0*%. — When al- 
lantoin is boiled with zinc-oxide and the liquid filtered, the filtrate yields 
crystals of allantoin, and there remains a syrupy mother-liquor, which, 
when mixed with absolute alcohol, yields a precipitate containing, after 
drying at 100°, 36:5 per cent. of zinc-oxide: the above formula requires 
35 p. c. (Limpricht.) 


Cadmium-compound. — CdO,C®N‘H50® = C&N*H°CdO*®. Syrupy mass, 
which, on addition of alcohol, solidifies to a white crystalline powder. 
The powder thus precipitated does not redissolve completely in water, 
brt leaves a compound richer in cadmium. }The crystalline powder yields 
by analysis, 28°04 p.c. CdO, the above formula requiring 80 per cent. 
(Limpricht.) 


Lead-compound. — 8Pb0,2C°N*H5O5 — First observed by Lassaigne. — A 
solution of lead-oxide in allantoin deposits the compound by evapora- 
tion in crusts, which yield by analysis 52-5 and 52°8 p.c. lead-oxide; 
the formula requires 52°9. Acids poured upon the compound produce a 
slight effervescence; the carbonic acid of the air seems also to exert a 
decomposing action upon it. (Limpricht.) 
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Copper-compound. — Ca0,3C®N‘H*O®. — Hydrated cupric oxide dis- 
solves at the boiling heat in a solution of allantoin, forming a blue liquid, 
which deposits green crystals by evaporation. These give in two 
analyses 7:23 and 7°36 p. c. CaO, while the formula requires 8:2 p. ec. 


Mercury-compounds. —When an aqueous solution of allantoin is 
boiled with excess of mercuric oxide, a certain quantity of the oxide 
dissolves, and two compounds are formed. 


a. 5Hg0,3C8N*H*O*®, — This compound separates from the liquid 
filtered at a boiling heat, and left to stand for several hours. It is a 
white amorphous powder, which melts and intumesces when heated. It 
is insoluble in cold water and in alcohol, but dissolves sparingly in hot 
water, readily in hydrochloric, nitric, and sulphuric acid. (Limpricht.) 


Dried at 100°. 


SAMO tw Oe artes, 144 159 
ONG 5 pleat ac aoe. 168 17°02 . 
pho Ph 3 Ogee ne, Aen 15 Che See 156 
PRO et eee 120 12°16 

el Ot abe aac tt. 540 i Ae ee 54:83 
5Hg0,3C8N4H°O® ......., 987 100-00 


b. 3Hg0,5C®N*H°O°*. — The mother-liquor of a filtered and evapo- 
rated at 100° to a small bulk, deposits this compound, after 24 hours, in 
the form of a mass, having the consistence of turpentine, and drying up 
over sulphuric acid to a brittle, glassy solid, which blackens at 100°. 
(Limpricht.) 


Dried at 60°. Limpricht. 
SWC Gy Geer deeK oe B40. ae 2245. e. 21:23 
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3HgO,5C8N4H505 ........ 1069.2. 100-00 


The mother-liquor of a left to evaporate spontaneously, deposits crystalline crusts 
of variable composition. (Limpricht.) 


c. 4Hg0,3C8N4H50°®. — When water is poured upon the compound 8, 
it swells up and is converted into a white pulvertlent mass, which 
blackens when heated a little above 100°. (Limpricht.) 


Dried at 100°. Limpricht. 
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d. 5Hg0,208N4H°O5, — An aqueous solution of allantoin is not pre- 
cipitated by corrosive sublimate; but mercuric nitrate, even when very 
dilute, forms with it a bulky non-crystalline precipitate exhibiting this 
composition. (Limpricht.) 
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Dried at 100°. Limpricht. 
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antoin behaves, in fact, wi rrosiy ime ‘] 
Allant bel ; fact, with corrosive sublimate and mercuric 
nitrate, in the same manner as urea, (Limpricht.) 9. 


Silver-compound.— A hot aqueous solution of allantoin mixed with 
nitrate of silver, and then with ammonia as long as any precipitate is 
formed, yields a white micaceous powder, which, when examined by the 
microscope, appears to consist of globules. It is decomposed by all acids 
with separation of allantoin. (Liebig & Wohler.) 


Liebig & Wohler. Wahler. 
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Allantoin dissolves in alcohol more readily than in water. (Vauquelin 
& Buniva.) 


Hydantoic Acid. 
C®N?H°0° ? 


ScHLIEPER. (1848.) Ann. Pharm. 67, 232. 


Formation (p. 262). — Preparation. A solution of allantoin in strong 
potash-ley is set aside for two days, then supersaturated with acetic acid 
and diluted; hydantoate of lead precipitated from it by addition of neutral 
acetate of lead; the precipitate washed, suspended in water, and decom- 
posed by sulphuretted hydrogen; and the strongly acid filtrate evapo- 
rated in the water-bath. During the evaporation, a certain amount of 
decomposition appears to take place. 


Properties. Thick, uncrystallizable, very acid syrup, which, when 
moistened with alcohol, is converted into a very friable mass. 


Decompositions. The acid treated with cold potash-ley, evolves 
ammonia, probably because it has been already partially decomposed by 
evaporation, and yields white flakes when evaporated with it. It does 
not form oxalic acid by boiling with potash-ley. 


Combinations. The acid deliquesces in the air. 


When neutralized with aqueous ammonia, it gives off ammonia on 
evaporation, and again becomes acid, 
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The potash-salt is obtained by supersaturating the above-mentioned 
solution of allantoin in potash with acetic acid after two days, and then 
precipitating with alcohol, in the form of an oily liquid which refracts 
light strongly. 

The acid mixes without effervescence with carbonate of soda; the 
liquid, when heated, deposits yellowish white flakes. 

The acid does not become turbid when mixed with baryta or lime- 
water; but, on the addition of alcohol, white flakes are deposited, which 
redissolve in water. 


The dead-salt (vid. sup.) is deposited, after a while, on the sides of the 
vessel as a thick white precipitate, and afterwards fills the entire mixture 
with thick white flakes, which, after washing, dry up toa white powder, 
readily soluble in nitric, but very sparingly soluble in acetic acid, even 
when hot. 

Schlieper (at 100°.) 
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[The salt probably contains 1 At. more water at 100°, ] 


Silver-salt, — The oily potash-salt dissolved in water, forms with 
nitrate of silver a thick white precipitate, which turns black when 
boiled. The free acid forms, with nitrate of silver, a white precipitate, 
which dissolves partially when heated. This. precipitate contains 13°12 
p.¢. (5 At.) nitrogen to 45°31 p.c. (2 At.), silver-oxide, a proof that 
the acid has been to some extent decomposed by evaporation. 

The acid is insoluble in alcohol. (Schlieper.) 


Primary-nucleus. C°H™. 
Oxygen-nucleus. C®H%O*%, 


Tartaric Acid. 
C®&HtO” — CrOrO® 


Rerzius & ScHErLe. Abh. der Schwed. Akad der Wiss. 1770, p. 2073 
also Orell. Chem. J. 2, 179. 

Matru. A. PAEcKEN (properly Kuaprotn). Diss. de sale essential tartart 
Gotl. 1779. 

RicutEer. Neuere Gegenst. 6, 39. 

THENARD. Ann. Chim. 38; 80; also Scher. J. 8, 630. 

Osann.  Aastn. Arch. 3, 204.& 369; 5. 107. 

BERZELIUS. Ann. Chim. 94, 177.— Pogg. 19, 305; 36, 4.— Ann, 
Chim. Phys. 67, 303; also J. pr. Chem. 14, 350. 

Duk. Schw. 64, 180, & 193; abstr. Ann. Pharm. 2, 39. 

Dumas & Praia. Ann. Chim. Phys, 5, 353; also dnn, Pharm, 44, 66: 
also J, pr. Chem, 27, 321, R 
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WERTHER. J. pr. Chem. 82, 385. 
Laurent & Geruarptr. Compt. chim. 1849, 1 & 97; also Ann. Pharm. 


70, 348; also J. pr. Chem. 46, 800. 


; Tarterséure, Tartrylsdure, Weinstiure, Weinsteinstiure, wesenstliches Wein- 
steinsalz, Sal essentiale tartari, Acide tartarique.— Tartaric acid was first 
obtained in the separate state by Scheele in 1770, but its existence in 
tartar had been previously assumed by Duhamel, Marggraf, and Rouelle 


the younger. 


Sources. Partly free, partly combined with bases: in tamarinds 
(Retzius), in the unripe berries of the mountain-ash; the berries of Rhus 
typhinum and glabrum, in the wood of Quassia amara, the bark of 
Quassia Simaraba, the root of Nymphca alba, the herb of Chelidonium 
majus, the root of Rubia tinctorum, in potatoes, cucumbers, the root of 
Leontodum taraxacum, the corms of LHelianthus tuberosus, camomile 
flowers (Bindheim), in the herb of Awmex acetosa, in mulberries, pine- 
apples, the leaves of Agave mexicana (Hoffman), and in senna-leaves 
(Casselmann); in black pepper, the bulb of Scwla maritima, the root of 
Triticum repens, Iceland moss, and Lycopediwm complanatum. Dessaignes 
(NV. J. Pharm. 25, 24), found this acid in considerable quantity in the 
decoction of pelargoniums; also, together with malic acid, in the berries 
of Mahonia aquifolia; the residue obtained by evaporating the juice of 
the vine-stock, he found to consist chiefly of tartrate of lime. 


Formation. 1. In the preparation of potassium, (111. 5), the metal 
which sublimes is accompanied by a carbonaceous mass, whose aqueous 
solution contains tartrate of potash, together with croconate and oxalate. 
(Liebig.) [The author did not succeed in the preparation of the tartrate from this 
mass.] —2. When lemon-juice is kept for a year in bottles, the greater 
part of the citric acid is converted into tartaric. (Schindler, Ann. 
Pharm. 81, 280.) — 8. When pyroxilin is dissolved in potash-ley, tar- 
taric acid, or a similar acid appears sometimes to be produced. (Kerck- 


hoff & Reuter, J. pr. Chem. 40, 284.) 


Preparation. 1. To 1 pt. of crude or purified tartar suspended in 
boiling water, 0°27 pt. or a somewhat larger quantity, of powdered 
chalk, marble, or oyster-shells is added, and the mixture boiled till the 
effervescence entirely ceases, and the liquid no longer reddens litmus. 
Or tartar suspended in boiling water is exactly neutralized with milk of 
lime. The tartrate of lime, which settles to the bottom, is separated from 
the neutral tartrate, which remains in solution, by decanting the liquid 
and washing the deposit on linen. — a. The tartrate of lime thus obtained, 
is decomposed by digestion for a day or two with oil of vitriol, amounting 
to 0°4 pt. of the dried tartrate of lime, or equal to the carbonate of lime 
used, and in any case not Jess than sufficient for the complete saturation 
of the lime, and with 12 times its weight of water. The liquid is sepa- 
rated from the gypsum by filtration; evaporated to a thin syrup; sepa- 
rated from the precipitated gypsum by straining through linen; and 
then further concentrated, whereupon it yields crystals of tartaric acid. 
either by standing for some time in the cold, or by further evaporation. 
—If these operations have been performed in vessels of tin or copper, 
the metals thereby dissolyed must be precipitated from the slightly con- 
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centrated acid liquid, which should still contain a little free sulphuric 
acid, by a small quantity of sulphide of calcium, and the evaporation 
finished in vessels of glass or porcelain. —If the quantity of sulphuric 
acid used is not sufficient for the complete decomposition of the tartrate 
of lime, the tartaric acid obtained is mixed with a certain quantity of 
acid tartrate of lime, which prevents the crystallization of the acid, but 
may easily be decomposed by a small additional quantity of sulphuric 
acid, which throws down the lime as sulphate. —If the acid liquid con- 
tains free sulphuric acid, this acid remains in the mother-liquor, which: 
may then be used for the decomposition of fresh portions of tartrate of 
lime. The sulphuric acid still adhering to the crystals, may be removed 
either by recrystallization, or by digestion with a small quantity of oxide 
of lead, the filtrate being subsequently treated with sulphuretted hydro- 
gen. — The brown colour of the liquid, which is particularly strong when 
crude tartar is used, is partially removed by digestion with charcoal 
powder; the greater portion of the colouring matter, however, remains 
in the mother-liquor. This liquid may be decolorized by >44,5 of chlo- 
rate of potash. (Berzelius, Wittstein, Repert. 57, 228.) —- 6. The solution 
of neutral tartrate of potash separated from the tartrate of Jime, yields, 
when precipitated by hydrochlorate or acetate of lime, or when decom- 
posed by half an hour’s boiling with sulphate of lme (Desfosses, J. 
Pharm. 15, 613), an equal quantity of tartrate of lime, which may be 
washed and treated as above. Compare Lowitz. Credl. Ann. 1799, 1, 99; Buc- 
hiolz, A: Tr. 7, 1, 21; Grindél, Sciw. 13, 355.) 

2. One part of tartar is neutralised with carbonate of potash; the 
aqueous mixture boiled for an hour with 8 pts. of burnt lime; the 
decoction, which contains caustic potash free from lime, filtered while 
still hot; and the precipitated tartrate of lime washed, freed from excess 
of lime by means of hydrochloric or acetic acid, and treated as above. 
(Osann, Kasin. Arch. 5, 107.) 

3. Tartar is gradually added in excess to a boiling mixture of 1 pt. 
oil of vitriol and 2 pts. water; the excess of tartar (together with gyp- 
sum,) left to crystallize out by cooling; the remaining liquid evaporated 
to a small bulk, and the tartaric acid removed from it by cold alcohol, 
while bisulphate of potash remains. (Fabroni, Ann. Chim. Phys. 25, 9.) 


— [The alcohol may produce tartrovinic acid, in which case continued boiling with 
water will be required to expel it. | 


Properties. Large, transparent, colourless prisms belonging to the 
oblique prismatic system. Jig. 109;no cleavage: 7: wu or w= 97° 10’; 
Bib 68 80 Pe: a= 128° 15's 66 c= 184° 60} ote 100° 47’ 2 2h 
backwards = 122° 45’; one of the w-faces is often disproportionately 
large. (Brooks, Ann. Phil. 22, 118.) — ig. 109, together with trunca- 
tion-faces between a and iand between wand i; 7:%2= 97°10; ¢:4= 
BOS. 24) aap S122 80 he 185 Ou ef 1 as eed 2S 
w2a == 129° 20'; a:a = 102°51'; e: f = 102° 30’; cleaves easily parallel 
to t. (Prevostage, V. Ann. Chim. Phys. 3, 129.)— They are oblique 
rhombic prisms, about = /%g. 86, with one other face w, between 7 and 
m,; but of the four h-faces, only the two on the right side are present, 
above and below, not those on the left, whereby the crystals are rendered 
unsymnietrical, a fact which is connected with their thermo-electric 
properties (and with their optical relations, according to Pasteur). 7@ :m 
= 81°; t= 148° 155 ee = O98 45/5 2 sh 186) (Hankdl, Pogg. 
49, 500;— compare also Haberle, Zaschenb. 1805, 160; Soret, Taschenb. 
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1823, 141; Bernhardi, V. Ty. 7, 2, 40; Peclet. Ann. Chim. Phys. 31, 78; 
Em. Wolff, /. pr. Chem. 28, 138; Rammelsberg, Pogg. 96, 23). —Sp. 
gr. 1°75. (Richter.)—— The acid shines when rubbed in the dark, like 
sugar. (Bouchardat, V. J. Pharm. 15, 440.) —- Melts at 170° to a trans- 
parent colourless liquid. Tastes strongly but pleasantly sour, and reddens 
litmus. Its concentrated solution yields, with quantities of ammonia 
and potash not sufficient to neutralize it, granular precipitates, and with 
excess of lime-water, white flakes soluble in excess of the acid and in 
sal-ammoniac. 


Crystallized. Prout. Herrmann. Dobereiner. Ure. Berthollet. 
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The radical theory assumes a hypothetical anhydrous tartaric acid = 
Oa wd diag ie 


Decompositions. 1. Tartaric acid heated merely till it melts, which 
takes place at 170° to 180°, is converted, without perceptible loss, into 
metatartaric acid (Laurent & Gerhardt); when melted for a longer time, 
or at a stronger heat, it is converted chiefly into tartralic acid, then, with 
loss of 2 At. water, into tartrelic acid and tartaric anhydride. (Bra- 
connot, Fremy, Laurent & Gerhardt.) According to Weniselos (Anz. 
Pharm. 15, 133,) the acid begins to boil at 150°. 

2. When the acid is gradually heated to 220°, it swells up consi- 
derably, and is very apt to froth over; becomes continually browner; 
then loses its viscidity, so that it boils without tumefaction; continually 
gives off carbonic acid gas, loaded with vapours of acetic and pyrora- 
cemic acids; and yields a colourless watery distillate, which smells of 
acetic acid and empyreumatic oil, has a sharp sour taste, continually 
becomes more concentrated, and only towards the end acquires a yellowish 
colour, and contains a small quantity of empyreumatic oil, which causes 
it to become turbid when mixed with water. ‘This distillate, when very 
slowly distilled over the water-bath, yields acetic, (no formic,) and then 
pyroracemic acid, together with a trace of wood-spirit, or something of 
that kind, and leaves a thick brown syrup containing crystals of pyro- 
tartaric acid. The residue left at 220° in the distillation of tartaric 
acid, is black, semifluid, hard after cooling, has the appearance of char- 
coal, and at a higher temperature, yields marsh-gas and empyreumatic 
oil, while a soft bulky charcoal remains. (Berzelius.) — The acid distilled 
between 170° and 190° yields large quantities of carbonic acid, water, 
and pyrotartaric acid, but very little olefiant gas, acetic acid, empyreu- 
matic oil, and charcoal; if the distillation takes place between 200° and 
300°, the first three products diminish and the last three Increase ; and 
by distillation over the open fire, very little pyrotartaric acid is obtained, 
together with small quantities of water and carbonic acid, but on the 
other hand, highly concentrated acetic acid, and large quantities of 
olefiant gas, empyreumatic oil, and charcoal. (Pelouze, Ann. Chim. Phys. 
56, 297.) —100 pts. of tartaric acid yield, when distilled with various 
degrees of rapidity, 28 to 70 pts. of watery distillate, (containing 
0:3 to 0°5 pyrotartaric acid,) 4:7 to 0°8 pts. empyreumatic oil, and 12°5 
pts. or a much smaller quantity, of charcoal. (Gruner, J. hi AA) 
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By distilling with powdered pumice-stone, more acid is obtained and 
less empyreumatic oil. (Arppe.) — Tartariec acid subjected to dry distilla- 
tion with spongy platinum, yields pure carbonic acid gas, and a trans- 
parent, colourless, crystallizable distillate. (Reiset & Millon, V. Ann. 
Chim. Phys. 8, 285.) —%. The distillate obtained at 200° is colourless, 
and leaves, when evaporated, a scarcely perceptible residue of pyrotar- 
taric acid; the gas evolved at and below that temperature is carbonic 
acid, with but little carbonic oxide. At 220°, the fused tartaric acid 
becomes more viscid, and acquires a yellow-brown colour; the pale- 
yellow distillate contains but little pyrotartaric acid, and the evolved 
gas consists of carbonic acid with 4+ to 4+ carbonic oxide. At 220° the 
decomposition of the tartaric acid is still incomplete; at higher tempe- 
ratures, the distillate is more highly coloured, and the evolved carbonic 
acid is accompanied by increasing quantities of carbonic oxide (the pro- 
portion ultimately reaching the half); no hydrocarbous are formed. 
Small quantities of tartaric acid may be completely decomposed in the 
oil-bath at 300°, leaving only a very small quantity of carbonaceous 
residue. When the acid is distilled over the open fire, the distillate 
consists chiefly of acetic and pyroracemic acids, together with aldehyde, 
acetone, and other substances, as in the distillation of sugar: on recti- 
fying this distillate, the portion which goes over between 105° and 120°, 
consists chiefly of acetic acid; that between 130° and 180°, of pyrora- 
cemic acid; and that between 180° and 190°, of pyroracemic and pyro- 
tartaric acids. From these results it appears, that anhydrous tartaric 
acid is resolved by strong and sudden heating into acetic acid, carbonic 
acid, and carbonic oxide: 


C8H4O! = C*H40* 2 2CO2"-42CO% 


but by slower and more gentle heating, into hydrated pyroracemic and 
carbonic acid: 
CSHIOM= COHIOS + 2C02; 


the two processes may take place together. (Vélckel. Ann. Pharm. 89, 
57; see also ix. 418.) 1. 

8. Tartaric acid heated in the air, froths up, emits an odour of burnt 
sugar, takes fire, and leaves a soft charcoal. — 4. Tartaric acid mixed 
with spongy platinum and heated ina stream of oxygen gas, begins to 
form carbonic acid and water at 160°, and at 250°, is completely resolved 
into these two products. (Reiset & Millon.) 

5. Chlorine scarcely exerts any decomposing action on the aqueous 
acid. (Liebig.) — 6. Hot nitric acid decomposes tartaric acid into acetic, 
oxalic, and saccharic acid. (Hermbstadt.) The nitric acid solution 
mixed with basic acetate of lead, and heated, deposits crystals of oxalo- 
nitrate ofl ead. (Johnston.) —. Finely pulverized tartaric acid dissolves 
quickly in 43 times its weight of mono-hydrated nitric acid; and on 
agitating the solution with an equal volume of sulphuric acid, it forms a 
crystalline pulp, which, after the sulphuric acid has been absorbed by 
continued pressure between porous plates, forms a loose, white, silky, mass, 
emitting white fumes in the air. This product consists of nitrotartaric 
acid. (Dessaignes, Compt. rend. 34,731.) Y.—7. Boiling aqueous todic 
and periodic acids slowly decompose tartaric acid, with formation of tartaric 
acid and liberation of iodic. (Benckiser, Millon.) 

8. Tartaric acid gently heated with a three or fourfold quantity of oil 
of vitriol, till sulphurous acid is about to escape, is partly converted into 
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tartralic and tartrelic acids. (Fremy.)— When strongly heated with a 
small quantity of oil of vitriol, the acid yields carbonic oxide, carbonic 
acid, and sulphurous acid, and leaves a black mixture; but when sub- 
jected to a gradually increasing heat in contact with a large excess of 
fuming oil of vitriol, it yields at first, without any blackening, carbonic 
oxide and sulphurous acid gases (without any carbonic acid) in the ratio 
of 4:1, and ultimately carbonic oxide, carbonic acid, and sulphurous 
acid, in the proportion of 3:1: 2 (Dumas & Piria): 


CSH°O2 + 2503 = GHO + 8CO + 2802; 


but at the temperature which is ultimately attained, 1 vol. of carbonic 
oxide out of the four is oxidised by the sulphuric acid to carbonic acid, 
and 1 vol. more of sulphurous produced thereby at the same time. 
(Dumas & Piria.) The evolution of carbonic oxide had been previously 
observed by Dobereiner. (Gilb. 72, 201.) 

9. A cold mixture of equal parts of tartaric acid and bichromate of 
potash and a small quantity of water, assumes a dark greenish brown 
colour; becomes gradually heated to the boiling point; gives off a large 
quantity of carbonic acid; and leaves a dark greenish brown, nearly black 
liquid containing formic acid. (Winckler, epert. 46, 466; 65, 189.— 
10. Tartaric acid reduces vanadic acid to vanadic oxide. (Berzelius.) — 
11. Heated with peroxide of manganese and water, it becomes hotter, and 
gives off carbonic and formic acids with strong effervescence, while for- 
miate and tartrate of manganese remain in solution; on addition of 
sulphuric acid, the tartaric acid is completely decomposed, and all the 
formic acid expelled, with formation of sulphate of manganese. (Dobe- 
reiner, Gib. 71, 107; also Schw. 35,118; Persoz.)—12. Crystallized 
tartaric acid, to the amount of 150 pts. (1 At.) triturated with 480 pts. 
(4 At.) peroxide of lead at 16°, rises in a few seconds to a red heat, and 
burns away with a glimmering light, giving off carbonic acid gas with an 
odour of formic acid. (Walcker, Pogg. 5, 536.) — Bottger (J. pr. Chem. 
8, 477) prefers 5 pts. of well-dried tartaric acid and 16 pts. of the 
peroxide. — When 1 pt. of tartaric acid, 5 pts. of peroxide of lead, and 
10 pts. of water are mixed at ordinary temperatures, pure carbonic acid 
is evolved, and a solution of formiate of lead obtained, while the unde- 
composed portion of peroxide of lead is often mixed with tartrate and 
carbonate of lead. (Persoz, Compt. rend. 11, 522; also J. pr. Chem. 22, 54; 
Bottger, Beitr. 2, 124.) —13. Tartaric acid boiled with stver-solution 
reduces the silver; if it be boiled with potash and oxide of silver as long 
as the latter continues to be reduced, the acid is converted into oxalic 
acid with evolution of carbonic acid. (Erdmann, Ann. Pharm, 21, 14.) — 
14. Tartaric acid neutralized by alkalis (but not the free acid) reduces 
gold from the chloride without evolution of carbonic acid (Pelletier), and 
platinum from the bichloride in the form of platinum-black, with evolution 
of carboni¢ acid. (R. Phillips, Phil Mag. J. 2, 94.) — Neutral tartrate of 
potash added to solution of mercuric chloride forms a precipitate of calomel, 
even in the dark. (Brandes, Ann. Pharm. 11, 88.) 

15. Heated potassium and sodium decompose the acid with strong 
effervescence, the latter also with slight emission of light, yielding char- 
coal and alkali. (Gay-Lussac & Théuard.) 

16. Aqueous tartaric acid decomposes by keeping, but only in the 
dilute state, producing a small quantity of acetic acid; when digested for 
some weeks with alcohol, it is converted into vinegar. (Bergman.) — 
@. According to Wittstein (V. Jahrb. Pharm. 2, 229), the aqueous solu~ 
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tion of tartaric acid is by no means so much inclined to decomposition as 
is commonly supposed: a solution of tartaric acid in 5 times its weight of 
water exhibited after the lapse of a year —during which a fungus had 
formed in it —the original amount of acid. — According to Stadeler & 
Kranse (Chem. Gaz. 1855, 67), a fresh solution of tartaric acid does not 
reduce an alkaline solution of cupric oxide at a boiling heat; but a solu- 
tion which has been kept for some time effects the reduction, and with 
greater rapidity as it is more dilute. 

17. When a solution of neutral tartrate of potash is subjected to the 
action of a powerful voltaic current, the gas evolved at the positive pole 
contains carbonic acid and carbonic oxide, resulting from the combustion 
of the acid by oxygen evolved at that pole from the water. (Martens, 
Instit. 1853, 117.) 4. 


Combinations. With Water. — Aqueous Tartaric acid. — The acid 
dissolves in 54 pt. of cold and in a still smaller quantity of boiling water. 
The concentrated solution has the consistence of a syrup. 

100 pts. of the aqueous solution contain of the crystallized acid: 


According to Richter. 


Sp. gr. Acid. Sper. Acid. 
1236 Foye G21... 2431 Bone. woe Ub 
1eoer fo OO. bewes Lal Ae ce eke 
BS2O et eo. seg Ae Faces LAO 


zeae AOU, tn 2504, Gia. © 7 0S06 
2022, VOOr04 Ss; 


According to Osann (Kastn. Arch., 3, 396.) 
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The acid dissolved in water turns the plane of polarization of a 
luminous ray to the right (vil. 65), the angle of deviation corresponding 
exactly to the quantity of acid traversed by the ray (Biot, Compt. rend. 
also Pogg. 88, 179). —. The greater number of optically active sub- 
stances exhibit the same specific rotatory power,” whether they are used in 
the pure state, or diluted to any extent with optically inactive solvents. 
Eut tartaric acid and its compounds form an exception to this rule. The 
optical power of the molecules of tartaric acid is continually increased 
by addition of water, and in a still greater degree by the addition 
of extremely small quantities of boracic acid, which is itself imac- 
tive. — The dispersion of the planes of vibration of the different 
coloured rays by circular polarization likewise exhibits exceptional rela- 
tions in the case of tartaric acid. In all other substances, the deflection 
increases with the refrangibility of the ray; but in tartaric acid, the plane 


* Let a denote the deviation of the plane of vibration of the ray in its passage 
through a stratum of liquid of length 7 and density 0, and « the quantity of the 
optically active substance in the unit of weight of the solution; then: 


8 Ua 


is the specific rotatory power for the given coloured ray. (Biot.) 
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of vibration of the green ray is more strongly deflected than those of the 
red and blue, and that of the violet least of all. Moreover, the ratios of 
these angles of deviation are altered by addition of water and boracic 
acid, being thereby brought nearer to the ordinary deviations produced 
by other bodies. Even =, of boracice acid is sufficient to reduce the 
abnormal dispersion-relations of tartaric acid to the normal relations 
observed in quartz, sugar, &c. Hence it appears that the molecules of 
tartaric acid are altered in their chemical nature by addition of water, 
and still more of boracic acid, without however undergoing actual 
decomposition. (Biot, WV. Ann. Chim. Phys. 36, 257; abstr. Compt. 
rend. 85, 283; Instit. 1852, 349; Ann. Pharm. 84, 160; Jahresber, 
1852, 165.) . 


Tartarie acid with Boracic acid.— The two crystallized acids triturated 
together while warm, unite even out of contact of air, into a pasty mass, 
which solidifies on cooling, and deliquesces in the air. (Thevenin, 
J. Pharm. 2, 421.) —A mixture of pulverized tartaric and boracie acids 
deliquesces in air saturated with moisture, in which either of the two 
acids in the separate state would remain dry. Boracie acid dissolves 
more abundantly in water containing tartaric acid than in pure water, 
though the solubility does not increase exactly in proportion to the 
quantity of tartaric acid present. By repeated crystallization, all the 
boracic acid may be recovered from the solution. (Soubeiran, J. Pharm. 
10, 395; also Mag. Pharm. 8, 221.) — According to Wittstein (Pharm. 
Cent. 1851, 61), boracic acid does not form a chemical compound with 
tartaric acid without the intervention of a base. The deliquescence of a 
mixture of the two acids arises from the boracic acid abstracting from 
the tartaric acid a portion of its water, and thereby converting it into 
hygroscopic tartaric acid. 


Tartaric acid with Nitric o«ide. — The aqueous acid saturated at 87° 
(but not the pulverized acid) absorbs a considerable quantity of nitric 
oxide gas. The colourless liquid, after a while, deposits needles which 
appear to consist merely of tartaric acid; it evolves no gas even when 
boiled, but produces a deep brown colour with protosulphate of iron. 
(Reinsch, J. pr. Chem. 38, 394.) 


Tartrates. — The acid has a powerful affinity for bases. Its alcoholic 
solution does not decompose carbonates unless water be present (Pelouze), 
because tartrates are insoluble in alcohol. (Braconnot.) — The acid forms 
chiefly neutral salts = C°H*M?O™, and acid salts = C°H°MO™, Respecting 
the salts in which the metallic oxide contains 30, see especially those of uranic and 
antimonic oxide. — Like free tartaric acid, all tartrates dissolved in water 
turn the plane of polarization of light to the right; only the concentrated 
solution of tartrate of alumina in water, and the solution of tartrate of 
lime in hydrochloric acid, exhibit rotation to the left. (Biot, J. Chim. 
méd. 12, 8.) With this is connected the fact that the crystals of al 
tartrates are hemihedral, and exhibit unsymmetrical faces on the right 
side, excepting the neutral tartrate of lime, which likewise exhibits the 
opposite optical relation.’ (Pasteur,'W. Ann. Chim. Phys. 24, 442 ;—- 
Compt. rend. 29, 297; Chem. Soc. Qu. J. 3,79; further, V. Ann. Chim. 
Phys. 38, 487; Compt, rend. 35, 176; Ann. Pharm. 84, 157.) — The 
tartrates yield by dry distillation the same products as the free acid, 
viz. carbonic acid, and a carburetted hydrogen gas, acetic acid, pyro- 
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tartaric acid, empyreumatic oils of various degrees of volatility, and 
leave a carbonaceous, often pyrophoric residue. When heated in the air, 
they emit an odour of malic acid. ‘Their dilute solutions are inclined to 
become mouldy. A dilute solution of tartrate of potash, mixed with a 
small quantity of ferment, ¢. g. an aqueous extract of almond-paste 
prepared in the cold and left in a warm place, is quickly converted into 
carbonate. (Buchner, Jun. Ann. Pharm. 78, 203.)— The soluble alkulis 
form with tartaric acid, neutral salts which are easily soluble in water, 
and acid salts which are sparingly soluble. The neutral tartrates of 
most other bases are insoluble or sparingly soluble in water, but dissolve 
on addition of tartaric acid. These salts likewise dissolve readily in 
hydrochloric or nitric acid. All tartrates dissolve in excess of aqueous 
ammonia, potash, or soda, excepting the silver-salt, which is insoluble 
in potash and soda, and the mercury-salts, which are not soluble in either 
of the three alkalis. From the solution of a tartrate in water or acid, 
bisulphate of potash throws down, after a while, a precipitate of bitartrate 
of potash. — Tartaric acid forms a great number of double salts. 


TARTRATE oF AmMMontIA.— a. Neutral. — The aqueous acid supersa- 
turated with carbonate of ammonia, is evaporated, with frequent addition 
of carbonate of ammonia, and cooled to the crystallising point. Trans- 
parent, colourless prisms belonging to the oblique prismatic system. 
Fig. 89; but instead of the fface there is an e-face between ¢ and m; 
ee ee Ae el 7 A ees = 140° 29°. 4 a= 110° 10% 
mea 24 8504 ah below = 124° 24; asa at the side = 105° 9’: 
ae 0 ee ob 6 a Ofer oe ae 14 (es 
e:az==110° 28’. ‘The a-faces at one end are enlarged so as to obliterate 
the a and h faces. (Prevostaye, WV. Ann. Chim. Phys. 3,129.) The 
crystals are therefore hemihedral; they cleave easily parallel to 7. (Pasteur, 
comp. Neumann, Schw. 64, 197; Rammelsberg, Pogg. 96, 23).—~ Ac- 
cording to Pasteur also (WV. Ann. Chim. Phys. 42, 418; Compt. rend. 89, 
20; Jahresber. 1854, 895) this salt is dimorphous. From a soluticn of 
the acid ammonia-salt supersaturated with ammonia, it separates in the 
above-described crystals of the oblique prismatic system; but from a 
solution of that salt mixed with neutral malate of ammonia (either 
active or inactive, but most readily with the latter), the neutral tartrate 
of ammonia separates in crystals having the same composition and 
properties as the preceding, but belonging to the right prismatic system. 
(See also WV. Ann. Chim. Phys. 38, 437.) — The salt tastes like nitre, 
effloresces in the air from loss of ammonia, is decomposed by heat, 
and dissolves readily in water. — Its solution, exposed to light for half 
a year, exhibits scarcely any turbidity, but becomes alkaline. (Horst, 
Br, Arch. 4, 257.) 
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6. Acid. — The concentrated aqueous solution of salt a, or aqueous 
ammonia, mixed with an excess of concentrated tartaric acid, yields so 
copious a precipitate of the sparingly soluble acid salt in the form of 
delicate needles, that it solidifies. — The transparent, colourless crystals 
belong to the right prismatic system; Jig. 56, but with m-faces in addi- 
tion, and always two faces between wand ¢; ¢:7= 110° 832; %7:4a= 
Yar? 12") a $a behitid = 127") 123 es eS 70" Ae eo = 1B ese 
¢: w= 125° 22’. (Prevostaye.) According to Pasteur, the crystals ex- 
hibit hemihedry to the right by bevelling in opposite directions, some- 
what as in jig. 72, so that, standing opposite to ¢, the upper bevelling 
face lies to the right. ‘T. According to a later investigation of Pasteur’s 
(VY. Ann. Ch. Phys. 38, 446; Jahresber. 1853, 415) the crystals of this 
salt belong to the oblique prismatic system; and are holohedral when 
obtained from a solution in pure water or weak nitric acid, but hemi- 
hedral when crystallised from a solution mixed with a considerable 
quantity of acid tartrate of soda. f. 
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"|. Acid Tartromalate of Ammonia. — Acid tartrate of ammonia com- 
bines with the acid ammonia-salt of optically active malic acid in equal 
numbers of atoms. From a solution of the two salts in this proportion 
in a large quantity of hot water, the acid tartrate crystallizes on cooling: 
the mother-liquor when evaporated and cooled, yields the double salt in 
indistinct prisms (thick acuminated prisms); and from the mother-liquor 
decanted from these crystals, and again evaporated and cooled, the same 
double salt is deposited in white warty nodules; the last mother-liquor 
yields nothing but acid malate of ammonia. — From a solution of equal 
numbers of atoms of acid tartrate and acid malate of ammonia in only 
four times their weight of hot water, the double salt crystallizes on 
cooling, mixed with acid tartrate of ammonia, every two tables of the 
double salt having a narrower table of pure acid tartrate of ammonia 
inserted between them. — The double salt is best obtained by dissolving 
1 pt. of acid tartrate and 2 pts. of acid malate of ammonia in 15 pts. of 
hot water, and leaving the solution to crystallize. — It dissolves in 
11°8 pts. of water at 15°. The solution acts upon polarized light exactly 
in the same manner as a mixture of the two simple salts in equal 
numbers of atoms. When recrystallised, it undergoes partial decom- 
position, (Pasteur, V. Ann. Chim. Phys. 38, 487; Jahresber, 1853, 417.) 


Calculation, according to Pasteur. 
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TARTRATE oF Potasy. —a. _Veutral. — Tartarisirter Weinstein, Tartarus 
tartarisatus, Sal vegetabile.— By heating the bitartrate with water and 
carbonate of potash or carbonate of lime till it is neutralised. On eyapo- 
rating the solution, it is obtained in the form of a white powder, having 
a saline bitterish taste. Crystallizes by slow evaporation in transparent, 
colourless prisms belonging to the oblique prismatic system. Nearly the 
form of Fig. 109, without a-faces; ¢:f behind = 142° 138; t:c= 
ee IP POl Fe BONO) ye van S01 12°85); oes re: S108" Beg wae 
95° 35’. (Prevostave.) Brooke (Ann. Phil. 23,161), according to whom 
the crystal is cleavable in the direction of f and c, places the figure in a 
different manner, but gives also the angles, 142° 13’; 127° 17’; 89° 30’; 
and 103° 40’; compare also Bernhardi (WV. Gehl. 8, 417, and V. 7.7, 2, 51); 
Hankel (Pogg. 58, 620); Rammelsberg (Pog. 96,19). These crystals, 
according to Hankel, Pasteur, and Rammelsberg, likewise exhibit hemi- 
hedry.— The crystals do not give off any thing at 100°; but at 180° 
they part with 3°8 per cent. of water, and between 200° and 220°, they 
give off, without any colouring, from 5 to 5:5 per cent. more of acetone 
aud other products, while a large quantity of carbonate of potash remains 
in the residue. (Dumas & Piria.) At higher temperatures, the salt 
melts and decomposes with intumescence. By dry distillation, it yields 
387°5 per cent. of watery distillate (containing 0°05 p. c. of pyrotartaric 
acid, besides acetic acid, resin, &c.) and 6:25 per cent. of brown oil. 
(Gruner. ) 

From the aqueous solution of this salt, most acids (even a stream of 
carbonic acid, according to Dive, J. Pharm. 7, 489; also Schw. 34, 261) 
throw down the bitartrate; according to N. E. Henry (J. Pharm. 12, 80) 
the precipitate formed by sulphuric, hydrochloric, or nitric acid redissolves 
in an excess of the acid. Bromine likewise precipitates the bitartrate, 
with formation of bromide of potassinm, and without exerting any 
decomposing action on the tartaric acid. (Cahours, V. Ann. Chim. Phys. 
19, 507.) The salt triturated with +, of iodine assumes a pale red, and 
on addition of water, a brown colour. (Vogel.) —1 pt. of the salt dis- 
solves at 2° in 0°75, in 14° in 0°66, at 23° in 0°63, and at 64° in 0°47 of 
water. (Osann.) In air completely saturated with aqueous vapour, it 
deliquesces, taking in 53 days 82:3 per cent. of water. (Brandes, Schw. 
51, 426.) It dissolves in 240 pts. of boiling alcohol. (Wenzel.) 
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b. Acid. — Tartar, Weinstein, Tartarus,— Occurs most abundantly in 


grapes. — When tartaric acid and potash in aqueous solution are mixed 


together, with the acid in excess, there is generally formed after a 
gina 
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while — provided the solutions are not too dilute, the temperature not 
too high, and there is not too great an excess of any of the stronger 
mineral acids present,——a precipitate of the acid tartrate of potash 
consisting of small crystals. Ina similar manner, tartaric acid throws 
down the acid tartrate from all potash-salts dissolved in not too large a 
quantity of water; and, according to Pettenkofer, it affords for these 
salts a more delicate reagent than bichloride of platinum, inasmuch as 
tartaric acid at 10° precipitates a solution of carbonate of potash (sub. 
sequently neutralised with acetic acid) in 700 to 800 parts of water in 
12 to 18 hours, whereas chloride of platinum gives no precipitate in a 
solution containing more than 500 pts. of water; but in presence of 
common salt, the precipitation, either by tartaric acid or by chloride of 
platinum, does not take place, unless the proportion of water is limited 
to 100 pts., or even less. — Perchlorate of potash is not precipitated by 
tartaric acid, since, on the other hand, perchloric acid throws down 
perchlorate of potash from a saturated solution of the acid tartrate 
(Serullas, dnn. Chim. Phys. 46, 297); bisulphate of potash also, accord- 
ing to Jacquelain, yields no precipitate of acid tartrate with tartaric 
acid. — Moreover, the stronger acids added toa solution of the neutral 
tartrate, throw down the acid tartrate, and according to Berzelius, 
bisulphate of potash precipitates it from solutions of other tartrates. 

The crude Zurtar, Argol, roher Weinstein, Tartarus crudus, containing 
the colouring matter deposited from the wine, the ferment, and about 
6 per cent. of tartrate of lime, is converted by solution in hot water, 
filtering, crystallisation, and treatment with clay in copper vessels, into 
Purified Tartar, Cream of Tartar, Crystals of Tartar, Cremor Tartari, 
Tartarus depuratus. — This purified tartar often contains copper, and 
constantly also tartrate of lime to the amount, according to Vauquelin 
Ann. Chim. 68, 33,) of 5 to 7, and sometimes according to Duflos (WV. Br, 
Arch. 23, 802,) even of 16 per cent. The quantity of lime is best deter- 
mined by ignition, solution in hydrochloric acid, and precipitation with 
oxalate of ammonia. To remove it, 12 pts. of purified tartar are treated 
for 24 hours, at 20° to 25°, with a mixture of 1 pt. commercial hydro- 
chloric acid and 6 pts. water, and after draining, well washed with cold 
water. (Duflos.) —¥. Gadicke, (Arch. Pharm. [2], 67, 44,) recommends 
for the purification of calcareous tartar, to dissolve it in 1; times its 
weight of hydrochloric acid of sp. gr. 1:145, diluted with an equal weight 
of water, strain the liquid through linen, and mix it with such a quantity 
of milk of lime or solution of carbonate of soda, that sufficient hydro- 
chloric acid may remain free to hold the tartrate of lime in solution. @. 

White, hard, transparent prisms (translucent if they contain tar- 
trate of lime,) having a sourish taste, and permanent in the air. They 
kelong to the right prismatic system. Jig. 56. ‘They cleave very easily 
parallel to m, (that is, to the edge between w and wv backwards and per- 
pendicular to 2); less easily parallel to ¢, w’, and w; w':u= 107° 30); 
ul st = 126° 15; w:a = 117° 74:4 = 125° 30; 4:2 backwards= 109; 
ato the left above: a to the right below = 77°. Generally some of the 
faces, especially a, are disproportionately large, while others disappear. 
(Brooke, Ann. Phil. 23, 161.) Similarly, Prevostaye, according to whom 
the acid tartrate of potash is isomorphous with acid tartrate of ammonia, - 
but not with tartaric acid, whence K or NH* appears not to be 1somor- 
phous with H. (Comp. Wollaston Ann. Phil. 10, 87; Schabus, Wien. 
Akad. Ber. 1850, 42; Jahresber. 1850, 377.) 
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The crystals cannot be further dehydrated by heat. (Phillips.) 
But crystals which have been merely dried in the air give off, when heated, 4 per cent. 
of hygroscopic water, which they absorb again in 16 days, if exposed to a thoroughly 
moist atmosphere. (Brandes, Schw. 51, 425). — 100 pts. of purified tartar yield 
by dry distillation 37:9 pts. of a mixture of carbonic acid, carbonic 
oxide, carburetted hydrogen, and olefiant gas; 14:0 pts. of watery dis- 
tillate, in which, as the distillation proceeds, the amount of formic acid 
continually increases; pyrotartaric acid, which, towards the end of the 
distillation, sublimes in yellowish white needles; 4°2 pts. of empyreu- 
matic oil, which at first passes over light and pale yellow, then conti- 
nually browner, heavier, and more viscid, and at last tarry; and as 
residue, 40°9 pts. of a mixture of charcoal and carbonate of potash. 
(Gobel.) —100 pts. yield by rapid distillation 33 pts. of watery liquid, 
containing a large quantity of acetic (but no formic) acid, and 11 pts. of 
pyrotartaric acid.— As Weniselos also did not obtain formic acid, it is probable 
that Gdbel’s formic acid was merely acetic. — 100 pts. of tartar leave 40 pts. 
of a mixture of 31°25 pts. of carbonate of potash and 8°75 pts. of 
carbonate of lime, and charcoal impregnated with sulphide of calcium 
(Brunner,) — Cream of tartar free from lime yields 36°37 pts. of car- 
bonate of potash. (Melandri Contessi, Ann. Pharm. 5, 311.) — Crude 
tartar does not yield any pyrotartaric acid. (V. Rose, Gruner.) As it 
contains a certain quantity of wine-lees, it leaves a small quantity of 
cyanide of potassium, as well as charcoal and carbonate of potash. 
(Hassenfratz, Berthollet, Statique chim. 2, 232; Gm.) — Cream of tartar 
mixed with nitre detonates slightly when touched with a red-hot coal. 
Salt of Tartar, Black and White Flax (iii. 19, 20).— Cream of tartar, 
kept for years in a moist state, undergoes deccmposition, and yields 
crystals of carbonate of potash. (Hecht, Bull. Pharm. 2, 206.) Its 
aqueous solution becomes mouldy, and yields carbonate of potash with a 
small quantity of oil. (Berthollet. Mém. Paris, 1782.)— When boiled with 
lime in water, it gives up all its acid to the lime. (Scheele, Osann.) Tritu- 
rated with 51, of iodine, it yields a violet powder, which becomes brownish 
when moistened with water. (Vogel.) — It dissolves in 240 pts. of water 
at 10° (Pettenkofer); and in 14 pts. (Wenzel), 15 pts. (A. Vogel, Brandes,) 
of boiling water. — It dissolves in 238 pts. of water at 2°7°; in 190 pts. 
at 13°; in 54 pts. at 40°; and in 20 pts. at 68° (Osann); in 195 pts. at 
Lo aie oO piCa ate los. ned oops ate o4'S piled) Sa plaiab OOF ein 
22 pts. at 75°; in 16°8 pts. at 87°5°; and in 15 pts. at 100° (Brandes & 
Wardenburg); in 178 pts. at 17°5°, and in 15°3 pts. at 100° (Melandri 
Contessi).— Hydrochloric acid greatly increases the solvent power of 
water upon cream of tartar; then follow in order: sulphuric, nitric, 
oxalic, phosphoric, and citric acids; acetic acid has very little influence; 
tartaric acid appears rather to act in the contrary way. From the solu- 
tion in water containing hydrochloric acid, alcohol throws down cream 
of tartar; from water containing sulphuric acid, it precipitates sulphate 
of potash, and from water containing nitrate of potash, it throws down 
nitre. (Destouches, Bull. Pharm. 1, 468.) 
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Tartrate of Boracie acid and Potash. — Tartarus boraxatus or Cremor Tar- 
tari salubilis of the French. —QObtained by heating cream of tartar for some 
time with water and boracic acid, which latter, assuming the part of a 
salifiable base, takes up half the tartaric acid, and thereby forms a kind 
of double salt. Boracic acid is rendered much more soluble in water by 
the presence of cream of tartar, and the latter also by the presence of 
boracic acid. If the boracic acid is in excess in the compound, that is 
to say, if there be less than 188 pts. (1 At.) cream of tartar to 61°8 pts. 
(1 At.) crystallized boracic acid), it may be extracted by alcohol; when, 
on the other. hand, the cream of tartar is in excess, that is, when there is 
more than 565 pts. (38 At.) cream of tartar to 123°6 pts. (2 At.) boracic 
acid, this excess remains for the most part undissolved on digesting the 
mixture with a small quantity of cold water. The two following definite 
compounds appear to be distinguishable. 

a. KO,BO?,C8H*O” = C®H*(BO?)O%— When 61°8 pts. (1 At.) 
boracic acid are digested for 24 hours, at 60° to 70°, with 247°2 pts. 
of cream of tartar, the mixture then evaporated to dryness, the 
residue dissolved in a little cold water, and the solution filtered, 
188'49 pts. (1 At.) cream of tartar remain in solution; and on eva- 
porating and drying the residue for a considerable time, 214:2 pts. 
(1 At.) of tartrate of boracic acid and potash are obtained; and this, 
when burnt, leaves 84°4 pts. (a little more than 1 At.) of monoborate 
of potash; or, according to another experiment, 100 parts of the dry 
double salt, leave 38 pts. of borate of potash free from carbonate. The 
salt contains, therefore, 1 At. potash, 1 At. boracic acid, and 1 At. tar- 
taric acid. — When boracic acid is heated to the boiling point for 10 
minutes with excess of cream of tartar, a double quantity of the latter 
is dissolved, and the filtrate does not deposit anything till it is evapo- 
rated and cooled, when it deposits nearly half the cream of tartar. 
(Duflos, Schw. 64, 188, and 335.) 

A solution of 1 pt. crystallized boracic acid and 2 pts. cream of tartar 
in 24 pts. of boiling water is evaporated; the compound precipitated from 
the concentrated liquid by alcohol; and the soft mass triturated in the heated 
liquid, dissolved three or four times more ina small quantity of water, and 
precipitated each time in the same manner by alcohol. (Soubeiran.) — 
Since 188'2 pts. (1 At.) cream of tartar require only 61°8 pts. (1 At.) 
crystallized boracic acid, 2 pts. of cream of tartar cannot require more than 
0°66 pt. of crystallized boracic acid. The precipitations with alcohol 
serve to remove the excess of boracie acid; if the solution of boracie 
acid and cream of tartar be evaporated to dryness, and the pulverized 
residue repeatedly boiled with alcohol, the aleohol may remove a portion 
of the boracic acid, even from the compound a, thereby producing the 
compound 6. (Soubeiran.) 

‘The compound obtained by evaporation is a colourless, gummy, amor- 
phous mass, which softens when heated, has a very sour taste, and dis- 
solves very readily in water, but is insoluble in alcohol. Mineral acids 
added to the aqueous solution do not precipitate either cream of tartar 
or boracie acid; tartaric acid throws down cream of tartar after a few 
minutes. Alcohol of sp. gr. 0°81 removes from the compound both 
boracic and tartaric acid. (Duflos.) 
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According to Soubeiran, the salt dried at 100° gives off at 285°, without further 
decomposition, 8°10 p.c. (2 At.) water, so that there remains KO,BO?,C°H°OS, as 
in the case of strongly heated tartar-emetic (q. v.) 


6. 2CSH*K(BO*)O”+CSHKO", —1 pt. of crystallized boracic acid 
and 12 pts. of cream of tartar are boiled for 6 hours with a large quan- 
tity of water; the liquid evaporated down to a small quantity; the 
mother-liquor decanted from the cream of tartar which crystallizes out 
on cooling, evaporated to dryness; the residue dissolved in a small quan- 
. tity of cold water; the filtrate again evaporated; the residue redissolved 
in water, &c. &c. as long as any cream of tartar remains behind; and the 
mass obtained by evaporation repeatedly washed with boiling alcohol. 
(Soubeiran.) — Of the same composition appears to be Meyrac’s erys- 
talline salt, obtained by evaporating an aqueous solution of 1 pt. of dry 
boracic acid and 8 pts. of cream of tartar within a bell-jar over lime. 
Colourless, very acid crystals, which dissolve readily in water, very 
sparingly in alcohol of at most 25° Bm. Their aqueous solution sub- 
jected to the action of the electric current yields boracic acid with a 
small quantity of tartaric acid at the positive pole, and acid tartrate of 
potash at the negative pole. When mixed with neutral tartrate of potash, 
it deposits the acid tartrate. Alcohol added to it throws down the salt in 
the form of a viscid mass, which, under the further influence of the 
alcohol, becomes white and solid from loss of water. (Meyrac.) 
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1 pt. of crystallised boracic acid with 4 pts. of cream of tartar yields 
4:5 pts. of dry salt (a mixture of a and 6), which tastes very acid, does 
not give up any boracic acid to alcohol, and when ignited leaves borate 
of potash with a small quantity of carbonate. From its hot aqueous 
solution, the stronger acids —but not tartaric acid—throw down boracic 
‘acid, which then erystallises out on cooling. The salt is not deliquescent, 
but dissolves in ? pt. of cold and 4 of boiling water. The hot solution 
does not deposit cream of tartar on cooling, but solidifies in a gelatinous 
transparent mass containing 34 per cent. of water. (A. Vogel.) — Some- 
times the dry mass is insoluble in cold water, but becomes soluble in it, 
after immersion for a few seconds in boiling water. (Soubeiran.) 

With 5 or more parts of cream of tartar to 1 pt. of crystallised 
boraeie acid, a mass is obtained which, when dissolved in a small quantity 
of cold water, leaves behind a portion of the cream of tartar. (A. Vogel, 
Soubeiran. ) 

Compare Destouches (Bull. Pharm. 1, 468), Thevenin. (J. Pharm. 2, 423), 
Meyrac (J. Pharm. 3, 8). A. Vogel (Schw. 18, 189). Soubeiran (J. Pharm. 10, 399; 
11, 560; 25, 241:) Soubeiran & Capitaine (J. Pharm. 25, 741; also Ann. Pharm. 
34, 206). Dulk. Duflos (Schw. 64, 188 and 333). Wittstein (Repert. Pharm. [3] 
6,1; Pharm. Centr. 1851, 61; Jahresber. 1850, 378.) 


A mixture of 3 pts. cream of tartar and 1 pt. borate of potash is 
viscid, very sour, and deliquescent. (A. Vogel.) 

The hot aqueous solution of 1 At. tartaric acid and I At. chlorate of 
potash does not deposit cream of tartar on cooling, but yields a double 


salt. (De Vry, Ann. Pharm. 61, 248.) 
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Tartrate of Potash and Ammonia. — Soluble Tartar, aufloslicher Weinstein, 
Tartarus solubilis anmoniacalis, Tartarus ammoniatus.— Obtained by neutralising 
cream of tartar with ammonia or carbonate of ammonia. — Pulverised 
cream of tartar is dissolved in a slight excess of cold, moderately strong 
ammonia; the solution filtered from any tartrate of lime that may have 
separated; then evaporated, fresh ammonia added till an alkaline reaction 
is produced, and the liquid left to cool; or cream of tartar is heated with 
excess of aqueous carbonate of ammonia, and the process completed in the 
same manner, ‘The lower the temperature, the larger and more solid are 
the crystals obtained: Comp. Wittstein (Repert. 61, 215); Fr. Bucholz (N. Br. 
Arch. 11, 232); Veling (N. Br. Arch. 37, 38); Rammelsberg (Pogg. 96, 25.) — 
Transparent, colourless prisms, isomorphous with neutral tartrate of 
potash. (Prevostaye, comp. Pasteur, V. Ann. Chim. Phys. 88, 437.) The 
crystals have a cooling, pungent taste; become opaque in the air from 
loss of ammonia (Lassone, Cvrell. Chem. J. 5, 76); give off, when heated to 
140° in a current of air, 12°4 p.c. therefore perhaps NH‘O, while pure 
cream of tartar remains in a very friable state (Dumas & Piria); and 
dissolve very readily in water. 
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7 Rammelsberg obtained a salt isomorphous with the neutral potash 
salt, and in which 3 of the potash in that salt are replaced by oxide of 
ammonium, 
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In consequence of the smaller solubility of the ammonia-salt, a solu- 
tion containing 1 At. of each of the two salts yields at first crystals 
containing a larger amount of ammonia than those which are afterwards 
deposited. (Rammelsberg.) 7 

2 pts. of cream of tartar and 1 pt. of borate of ammonia dissolved 
together in water and evaporated, leave a gummy acid compound. 


Lassone, Crell. Chem. J. 5, 86; A. Vogel.) 


TARTRATE oF Sopa. —a. Neutral. ~- Tartaric acid is neutralised with 
carbonate of soda, or 3 pts. of tartrate of lime are decomposed by boiling 
with 2 pts. of carbonate of soda dissolved in water; or neutral tartrate of 
potash is decomposed by an excess of sulphate of soda. Transparent, 
colourless prisms belonging to the right prismatic system. /%g. 65, with 
an m-face between w’ and w; y : y = 132° 19' (183° according to Haberle; 
122° 44’ according to Prevostaye); y:¢ =: 113° 50; w:iu= 77 19; 
w :u behind = 102° 41’ (104° 30’ according to Haberle; 104° 50’ accord- 

-ing to Prevostaye); w:¢ = 141° 20’ (124° 25’ according to Prevostaye). 
Bernhardi (¥. Tr. 7, 2, 85). y : w= 108° 80's uw: m= 127 35° (Prevos- 
taye.) According to Haberle (4. Gehl. 5, 538), the salt likewise forms 
rhombic prisms of about 923° and 872°, and rectangular prisms (vd. also 
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Schabus, Bestimmung der Krystallgestalien in chemischen Laboratorien 
crzeugter Producte, Wien, 1855, S. 63; Jahresber. 1854, 896.) — By rapid 
crystallisation, the salt is sometimes obtained in needles united in bundles, 
The crystals are permanent in the air and melt in their water of crystal- 
lisation when quickly heated. (Herzog, V. Br. Arch. 31,1.) At 200°, 
they begin to show colour, and give off 16 p. c. water. (Dumas & Piria.) 
'‘'hey dissolve in 5 pts. of cold and in every proportion of hot water, but 
are insoluble in absolute alcohol (Bucholz, A. Gehl. 5, 520); in 3°46 pts. 
of water at 6°; in 2°28 pts. at 24°; in 1°75 pt. at 38°; in 1°5 pt. at 42°5 
(Osann); in 2 pts. of cold water. (Herzog.) 
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b. Acid. — Separates on cooling from the hot solution of the neutral 
salt mixed with 4 pt. tartaric acid. Transparent, colourless prisms 
belonging to the right prismatic system. The primary form is a right 
rhombic prism.” “ig. 61, with lateral edges of 140° and 40°; but the acute 
lateral edges are obliquely truncated, so that the resulting irregular six- 
sided prism exhibits two lateral edges of 140°, two of 120° 30’, and two 
of 101° [these angular magnitudes are not exact|; moreover, as in 
Fig. 68, two small faces y forming with p an angle of 110°, and two 
faces 7, which form with p an angle of 120°. (Haberle.) According to 
Pasteur, they are right rhombic prisms, bevelled in opposite directions, as 
in Fig. 72, but without the ¢-face. According to Bernhardi, they are 
twelve-sided prisms. — The salt has a very sour taste, and dissolves in 
9 pts. of cold water (12, according to Vogel), in 1°8 pt. of boiling water, 
but is insoluble in absolute alcohol. (Bucholz.) 
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The crystals heated to 108° in a current of air, give off 9°5 per cent. of water. 
(Dumas & Piria.) 


Tartrate of Boracie acid and Soda.— When 75:74 pts. (G7 At.) of 


tartaric acid dissolved in water are neutralised by carbonate of soda, 
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-another 75°74 pts. of tartaric acid then added, and to this acid tartrate of 
soda, 61°8 pts. (1 At.) of crystallised boracie acid, the solution then 
evaporated, and the residue dried at 100°, the quantity of salt thus 
obtained amounts to 199 pts. From the solution of this salt in water, 
mineral acids do not throw down anything; but tartaric acid, after some 
time, throws down acid tartrate of soda. (Duflos.) 

Acid tartrate of soda forms, both with borax and with borate of 
ammonia, a gummy, amorphous and deliquescent salt (A. Vogel; see also 
Wittstein, Jahresber. 1850, 378.) 


Tartrate of Soda and Ammonia. — lsomorphous with tartrate of soda 
and potash. (Pasteur.) Sp. gr. 1:58. The formula of the salt is 
C°H*Na(NH*)O"+8Aq. (Mitscherlich, Pogg. 57, 484.) 


Tartrate of Soda and Potash. — Rochelle sait, Seignette salt, Sal poly- 
chrestum Seignette.— Cream of tartar is neutralised with carbonate of soda, 
the solution filtered to separate tartrate of lime, then evaporated, and 
left to crystallise in the cold. The salt may also be obstained by decom- 
posing 1 At. neutral tartrate of potash with 1 At. sulphate of soda or 
common salt, in which case, however, the sulphate of potash or chloride 
of potassium formed at the same time must be separated by crystal- 
lisation. Or sulphate of soda may be ignited with charcoal, the product 
digested in water, and the filtrate saturated with cream of tartar (Bauer, 
Repert. 25, 488); or sulphate of baryta may be ignited with charcoal, the 
baryta precipitated as carbonate from the aqueous sulphide of barium by 
carbonate of soda, and the filtrate neutralised with cream of tartar. 
(Weitzel, Ann. Pharm. 5, 294.) —If the solution of Rochelle salt con- 
tains tartrate of lime, the crystals are turbid; but on heating the solution 
‘for some time to 50° — 60°, the greater part of the tartrate of lime sepa- 
rates out. (Geiger, Weitzel.) 

Large, transparent, colourless prisms of 4, 6, 8, 10, 12, or 16 sides, 
and belonging to the right prismatic system. Jig. 80; wi : wu = 100° 
(100° 24’, Bernh.); % : m = 168° (160°, Bernh.); p:7 = 138” 50’; often 
only half developed, so that the face m or ¢ is situated at the top. 
(Brooke, Phil. Ann. 21, 451; comp. Bernhardi, W. Tr. 7, 2, 55). The 
half crystals are simple, «nd the entire ones macled, and consequently 
thermo-electric. (Hankel, Pogg. 49, 502). Rochelle-salt likewise exhibits 
hemihedry to the right, the two upper truncations of terminal edges 
being in opposite directions to the two lower. (Pasteur.) . According 
to a later observation of Pasteur’s (NV. Ann. Chim. Phys. 38, 451), the 
salt rarely exhibits hemibedral faces when crystallized from pure water, 
but the crystals obtained from a solution mixed with acid tartrate of 
potash or ammonia, are generally hemihedral. The crystals effloresce 
when exposed to the air, but only on the surface. They melt when 
heated, then remain liquid for 4 to 8 hours after cooling, and afterwards 
crystallise on the surface; the fused mass poured into cold water remains 
for a long time soft and capable of being drawn out into threads. 
(Marx, J. Pharm. 22, 143.)—The crystals heated in the water-bath 
give off 17°5 per cent. of water, and if then exposed to an atmosphere 
‘saturated with moisture, absorb 26°75 p.c. in 8 days. (Brandes, Schw. 
51, 482.) They do not part with their last atom of water till they are 
heated to 130° (Berzelius, Pogg. 47, 316.) At the temperature of the 
water-bath, they give off only 6 At. water out of the 8 At. which they 
contain. (Schaflvotsch, Pogg. 57, 485.) — Heated to 155° in a current 
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of air, they give off 23:05 p. ¢., but begin to decompose at the same time. 
(Dumas & Piria.)— They melt between 70° and 80° to a transparent 
colourless liquid which boils at 120°; becomes viscid with formation 
of large bubbles at 170° to 180°; then flows clearly and quietly; and 
boils again between 190° and 195°, the ebullition then continuing to 215”, 
by which time all the water, amounting to 25-09 per cent. is driven out. 
The residue is a viscid mass, which remains transparent when cold; 
absorbs water from the air; turns brown and swells up at 220°; and at 
a higher temperature, is converted, with emission of an odour of burnt 
sugar, into a mixture of charcoal and carbonate of potash and soda. 
The crystals give off 23:26 p.c. water at 180°, cr at 100° if they are 
mixed with sand. (Fresenius, Anz. Pharm. 58, 234.) 

The dry salt dissolves in 262 pts. of water at 6°. (Fresenius.) 
The crystals dissolve, according to Osann, in 3°3 pts. of water at 3°, in 
2°4 pts. at 11°, and in 1°5 pt. at 26°; according to Brandes, in 2 pts. at 
eG? ein 1:2ept. at012°5°, in (0:42) at 26°; andein'0°3. at 37'S". “The 
solution saturated at 8° has a density of 1:254. The solution preci- 
pitates bichloride of platinum, and forms a precipitate of cream of tartar 
with sulphuric or tartaric acid. (Widmann, Buchner, Kaiser, Lepert. 
28 257;) 
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Tartrate of Borax and Potash. — Tartarised Borax, Boraxweinstein, Tar- 
tarus boraxatus, Cremor tartari solubilis, Borax tartarisata of the Germans. — 
Obtained by dissolving 1 pt. of common borax and 3 pts. of cream of 
tartar in warm water, filtering if necessary from tartrate of lime, and 
evaporating to dryness. — If 5 pts. of cream of tartar are taken to 1 pt. 
of borax, the mass, when redissolved in cold water, leaves 2 pts. of cream 
of tartar behind. (Duflos, Schw. 64, 333.)— With 1 pt. of borax to 
2 pts. of cream of tartar, the mass is alkaline and less.soluble, and with 
equal parts, even the borax crystallizes out separately. (A. Vogel, 
J. Pharm. 3,1.) The residue obtained with 1 pt. borax to 3 pts. cream 
of tartar amounts, after drying at 100°, to 3°6 pts. (A. Vogel), to 3°53 pts. 
(Duflos), [Since 1 :3 as 190°8 (the atomic weight of 10-hydrated borax) 

: 572-4, and since 3.188:2 (the atomic weight of cream of tartar) 
= 564°6, it follows that this tartarised borax must contain 1 At. borax 
and 8 At. cream of tartar, and may be regarded as a mixture of 2 At. 
tartrate of boracic acid and potash a. (page 278), and 1 At. tartrate 
of soda and potash; 


NaO,2B0%,10HO + 3C°H’ KO’ =2C°H’K(BO?)O0” + CHK NaO® + 13HO.] 
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Duflos had previously estimated the proportions of the constituents 
correctly, inasmuch as he supposed the compound to contain 3 At. 
potash, 1 At. soda, 2 At. boracic acid, and 3 At, tartaric acid. [Accord- 
ing to the above equation, 190°8 borax with 8.1882 cream of tartar 
(making together 7654 pts.) should part with 13 . 9 = 117 pts. of water, 
and therefore 4 pts. (1 pt. borax to 3 pts. cream of tartar) should give off 
0°62 pt. water. Duflos supposed the loss of water to amount to only 
0-47 pts.; bnt it must be remembered that 3 pts. cream of tartar to I pt. 
borax is rather too much, and that the cream of tartar which is in excess 
does not give off any water.—It might be objected to the equation 
above given, that the Rochelle salt supposed to exist in the mixture 
would crystallise out; but the large quantity of the tartarised borax 
likewise supposed to exist in it, which in the state of concentrated 
solution has a viscid consistence, may prevent the crystallisation. | 

4]. According to Wackenroder (Arch. Pharm. |2| 58, 4; Jahresber. 
1849, 806), a concentrated solution of 1 pt. borax and 8 pts. of purified 
tartar (still, however, containing lime) gradually deposits a finely divided 
crystalline powder containing 19°2 p. ¢. potash, 4:3 lime, 1:0 soda, 
61°3 anhydrous tartaric acid (C*H*O"°), 2:0 boracic acid, and 12°2 water. 
In tartarised borax thus prepared, + of the tartar is in excess and merely 
mixed with the true double-salt, and gradually separates from the 
solution. As the best mode of preparing tartarised borax, Wacken- 
roder recommends to dissolve 24 pts. (2 At.) crystallised borax and 
59 pts. (5 At.) dry pulverised cream of tartar, purified as completely 
as possible with hydrochloric acid, in 180 pts. of water at a gentle heat, 
then filter and evaporate; the product dried at 50° to 130°, till it no 
longer diminishes in weight, may afterwards be preserved unaltered 
(tartarised borax prepared with 1 pt. borax to 3 pts. cream of tartar 
is also not subject to deliquescence or alteration, unless it has been but 
imperfectly dried). The product, when perfectly dried, gives off such a 
quantity of water, that 4 At. tartaric acid may be supposed to be con- 
verted into C°H?0*% — According to Wittstein, (Repert. Pharm. [3] 6, 1; 
Jahresber. 1850, 378,) 1 At. borax converts at most 2 At. cream of tartar 
into an easily soluble double salt, which when perfectly dry has the 
composition C°H*(BO*)KO” [?]. 4. 

Similar compounds are obtained with borate of potash and acid tartrate of soda, 
and with acid borate of soda and cream of tartar. (Hagen.) 

The mass obtained with 1 pt. borax and 3 pts. cream of tartar is 
gummy, amorphous, and rather acid. When burnt, it leaves a mixture 
of borate and carbonate of potash. (Duflos.) —[As 2 At. boracic acid, 3 At. 
potash, and 1 At. soda are present, and 2 At. boracic acid take up only 2 At. alkali, 
the residue must consist of 2 At. borate of potash with 2 At. carbonate], — Absolute 
alcohol does not extract from it either boracic or tartaric acid; sulphurie, 
hydrochloric, or nitric acid throws down from it, not cream of tartar, but 
boracic acid, which may be dissolved out by alcohol; tartaric acid on 
the other hand precipitates cream of tartar, (A. Vogel.) Alcohol of 
sp. gr. 0°81 dissolves out boracic and tartaric acid. (Duflos.) — The 
mass dissolves in 1 pt. of cold and } pt. boiling water; but is insoluble 
in alcohol. (A. Vogel.) It deliquesces in damp air, and becomes solid 
again in a dry atmosphere. (Meyrac.) 

The aqueous solution was once observed to exhibit luminosity when evaporated. 
(Herberger, Repert. 55, 59); compare also Dulk. 


TARTRATE oF Lrru1a.—a. Neutral. — Remains on evaporating the 
solution, as a white, opaque, non-crystalline, deliquescent mass, which 
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dissolves readily in water, and then effloresces. (Arfvedson.) The 


dried salt yields, when burnt, 44°44 per cent. of carbonate of lithia. 
(Dalk.) 


b. Acid. — Unerystallisable, still more soluble. (C. Gmelin.) White, 
shining, very small, easily soluble crystals, which when ignited, leave 
20°22 p. c. carbonate of lithia, and, when dried in vacuo with twice their 


weight of lead-oxide and a small quantity of water, give off 19°22 p. ¢. 
water. (Dulk.) 


Crystals. Dalk. 
| WiC el aren ee 4 © A cos EOD! “Sasedeee 7°60 
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Tartrate of Lithia and Potash, — Obtained by saturating cream of 
tartar with carbonate of lithia. Large rectangular, slightly displaced 
four-sided prisms, having a saline, bitter taste, slightly efflorescent, readily 
scluble in water. (C. Gmelin.) Melts when heated. (Dulk.) 


Crystals. Dalk. 
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Tartrate of Lithia and Soda. — Obtained by saturating acid tartrate 
of soda with carbonate of lithia. Long rectangular prisms, often with 
obliquely set terminal faces; efflorescent only on the surface; easily 
soluble in water. (C. Gmelin.) 


Indistinct Crystals. Dulk. 

INE) de seteesa Ae Ae on EW Gilg AES eee: 14°72 
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4 HO 36:0 16°85 15°43 
C8H*NaliO’ + 4Aq-.... 213°6. «i. 100°00 


TARTRATE OF Baryta. — Baryta-water is precipitated by tartaric 
acid, but recovers its transparency on addition of excess of acid. Neutral 
tartrate of potash forms with chloride of barium, white flakes which 
become crystalline in 12 hours. (Wittstein, Mepert. 57, 22.) Highly 
concentrated solutions yield a crystalline, dilute solutions a pulverulent 
precipitate ; moreover, the precipitate redissolves spontaneously, when to 
the solution of the potash-salt in not more than 30 parts of water, there is 
added a quantity of chloride of barium, much less than sufficient to pre- 
cipitate the whole of the tartaric acid. The same reaction is exhibited by 
tartrate of potash and ammonia and by tartrate of soda and potash. 
(Bush, Br. Arch. 24, 244.) — The precipitated neutral salt is a white 
loosely coherent (Richter) or crystalline powder. — It yields by dry 
distillation, empyreumatic oil and acetic acid, but no pyrotartaric acid. 
(Gruner.) — The carbonaceous residue takes fire after cooling in the air. 
(Bottger.) It is decomposed by aqueous sulphate of potash or soda. 
(Kélrenter.) — It dissolves m 460 to 1000 pts, of water, but less easily 
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after drying. (Bolle, Br. Arch. 24, 236.) It dissolves readily in cold 
aqueous sal-ammoniac. (Brett, Phil. Mag. J. 10, 95.) According to 
Wittstein, it does not. It dissolves in cold potash-ley, forming a liquid 
which coagulates by heat; this liquid may also be prepared with baryta- 
water and neutral tartrate of potash or soda, (Osann, Gilb. 69, 290.) 


Dried warm in vacuo. Bolle. Dulk. 

2 Ba) cant ee Lbs 32 hatte 2 eee O27 9s aa pee ue 
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Tartrate of Baryta and Potash. — A solution of cream of tartar mixed 
with not too large a quantity of baryta-water, does not form any pre- 
cipitate. (Thénard.) By evaporating the clear mixture, a neutral pul- 
verulent double salt is obtained, sparingly soluble in water. (Dulk.) 


Air-dried powder. Dulk. 
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13116 Bee OR hak See * 3 76°6 yb! Sea 27°50 
CeHtOY eelo20 48°21 

ape we Jes pees aca a WW 18:0 OD 7 ates ve 5°42 


C8H*#K BaO¥ + 2Aq......... 273°8"  ...< 100°00 


Tartrate of Baryta and Soda.— Precipitated on mixing an aqueous 
solution of Rochelle salt with chloride of barium, chloride of potassium 
then remaining in solution; if the liquid be very dilute, the double salt 
is precipitated after some time only, and takes the form of needles. 
Dissolves sparingly in water, more readily in the aqueous solution of 
Rochelle salt. (Kaiser.) 


Crystals. Dulk. 

NaO aia ote bee 12s le See. 11°82 
1) eae on eretpe 76°6 EG Se ere 29°34 
U2 *0 0k Saas 132°0 51°20 «sce 53°02 
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TARTRATE OF StROoNTIA. — Tartaric acid forms a cloud in strontia- 
water, but an excess removes it. Strontia-water neutralised with tartaric 
acid yields, by gentle evaporation, small rectangular tables belonging to the 
right prismatic system, and bevelled at the edges. (Dulk & Neumann.) 
The aqueous solution of neutral tartrate of potash forms with chloride of 
strontium, white flakes which become crystalline in a minute. (Witt- 
stein.) With nitrate of strontia it forms a slight precipitate, which dis- 
solves on the application of a gentle heat, but is copiously deposited in 
shining crystals on boiling, (Vauquelin.) These crystals, however, 
according to Dulk, are contaminated with nitre. The cold aqueous 
mixture of neutral tartrate of potash and nitrate of strontia yields 
oblique rhombic prisms belonging to the oblique prismatic system. 
Fig. 81,7: uw = 92° 35; w:u = 125° 20’ (Teschemacher, Phil. Mag: 
Ann. 8, 29; also Kastn. Arch. 13, 198.) — The salt, when ignited in a 
close vessel, leaves a pyrophoric residue. (Bottger.) It dissolves in 
147 pts. of water at 16°. (Dulk.) Dissolves rapidly in aqueous hydro- 


chlorate and succinate of ammonia, slowly in nitrate of ammonia. 
(Wittstein.) 
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Air-dried Crystals. Dulk. 

BARE GDM. scstasdtety oecemtacert ty 1045 erie Bole Ero beittins 34°33 
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Tartrate of Strontia and Potash. —Similar to the tartrate of baryta 
and potash. (Thénard.) : 

When prepared like the corresponding baryta-salt, it exhibits, after 
drying in the air, the following composition : 


Dulk 

KO dssconmeen ease 47°2 18°94. whic 13253 
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C8H*KSrO” + 2Aq: «... 249°2. .«. 100-00 


Tartrate of Strontia and Soda. — Acid tartrate of soda, neutralised 
with strontia-water and evaporated, leaves a gummy mass, which melts 
when heated, and gives off 8°05 p. c. (2 At.) water. It dissolves in 
1:4 pt. water at 15°, and in all proportions of hot water. (Dulk.) 


Dried. Dulk 
INGO) sigs canner sPessriulss asters 31°2 PEO ees 14°66 
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Tartrate of strontia forms with cold aqueous potash or soda a solution 
which coagulates every time it is heated; but if the heating be continued 
too long, the precipitate does not disappear on cooling, (Osann.) 


TarTRATe oF Lime.—a. Neutral. — Occurs in many plants, espe- 
cially in grapes, and mixes with the tartar, sometimes, according to 
Walchner, covering it with crystals. Also in considerable quantity in 
-senna-leaves. (Casselmann.) — Lime-water forms with tartaric acid an 
abundance of white flakes, which sometimes become crystalline; they 
dissolve immediately in excess of the acid, the solution, after a while, 
depositing the neutral salt. Neutral tartrate of potash forms with 
chloride of calcium a crystalline pulverulent precipitate. (Wittstein.) In 
dilute solutions, the precipitate appears after some minutes only; in solu- 
tions diluted with 600 to 120 pts. of water, after 12 to 48 hours only, 
and is then more distinctly crystalline; when the tartrate of potash is 
dissolved in not more than 20 pts. of water, an insufficient quantity of 
chloride of calcium forms a precipitate which redissolves. (Busch, Br. 
Arch, 24, 244.) The salt is obtained in the process of preparing tar- 
taric acid (p. 266). It presents itself, sometimes as a white tasteless 
powder, sometimes in small rectangular octohedrons, having the. solid 
angles at the base truncated. Mig. 47, with ¢ and m faces; y : y = 100°; 
sometimes lengthened horizontally into a prism. (Walchner, Schw..44, 
133.) Right rhombic prisms with octohedral summits; Mig. 64, without 
the i- and wi-face; wu: w= 82° 30!. . Angle of the octohedron = 122° 15’; 
no hemihedry. (Pasteur.) The crystals, when heated, give off water and 
lose their transparency. (Walchner.) When strongly heated, they swell 
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up without melting, and yield an empyreumatic oil, together with a large 
quantity of acid distillate (Walchner) containing acetic but no pyrotartaric 
acid. (Gruner.) The residue is pyrophoric. (Béttger.) The salt, when 
heated with potassium, decomposes, with faint emission of light, and yields 
charcoal and alkali; with sodium it decomposes in a similar manner, but 
with stronger emission of light. (Gay-Lussac & Thénard, Recherch. 2, 
802.) @ When gradually heated in a tube after addition of ammonia 
and of nitrate of silver in small fragments, it covers the sides of the tube 
with a metallic speculum of silver, just like that produced by aldehyde- 
ammonia. A very small quantity of the lime-salt is sufficient to produce 
this reaction, but it is essential that the nitrate of silver be added in 
small pieces; if it be added in solution, the reduced silver is merely 
deposited in a grey powder. Racemate of lime produces the same 
reaction. (A. Casselmann, Arch. Pharm. 83, 1483 Chem. Soc. Qu. J. 8, 
306.) GJ For the decomposition by putrefaction, see ix. 414. 

The salt dissolves in 1995 pts. of water at 8° and in 906 pts. at 80° 
(Osann); in 600 pts. of boiling water; in 1210 pts. of cold, and 350 pts. 
of boiling water. (Casselmann.) It dissolves readily in mineral acids, 
acetic acid, and cream of tartar. From its solution in hydrochloric acid 
it is not precipitated by ammonia (Gay-Lussac); for, according to Brett, 
it dissolves in aqueous hydrochlorate or nitrate of ammonia; only 
however while the precipitate is still flocculent, not after it has become 
crystalline. (Wittstein.) The solution of the salt in hydrochloric acid 
does not form an immediate precipitate with ammonia (unless it be very 
highly concentrated), but after a while it deposits crystals of the salt 
(Berzelius); and when chloride of calcium is precipitated by neutral 
tartrate of potash, the flocculent precipitate dissolves readily in sal- 
ammoniac, but after a while the crystalline salt again makes its appear- 
ance, at least in concentrated solutions. (Gm.) [Hence the crystalline salt 
appears to be less soluble in sal-ammoniac than the flocculent salt.] —The salt 
dissolves abundantly in cold solution of caustic potash (vid. inf.); it 
dissolves pretty readily in a concentrated aqueous solution of neutral 
tartrate of potash, tartrate of potash and ammonia, or tartrate of soda 
and potash, whence it separates for the most part on dilution with 
water, and likewise on evaporating the solution and treating the residue 
with water. (Hornemann, Berl. Jahrb, 1822, 1, 81; Busch.) 


Dried at 160°. Gay-Lussac & Thénard, 
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C8H!Ca20? + 8Aq. ..., 260 .... 100-00 
The crystals contain the same amount of water. (Dumas & Piria.) 
b. Acid. — Obtained by John (Chem. Schriften, 4, 175), from the 


fruit of Rhus typhinum, and erroneously regarded by Meissner (Schw. 
45, 104,) as the neutral salt.— When lime-water is mixed with a suffi- 
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cient quantity of tartaric acid to redissolve the precipitate, and the 
mixture set aside, it deposits the neutral salt; but by immediate evapo- 
ration, crystals of the acid salt are obtained. (Dulk.) Right prismatic 
system. Mig. 44; the obtuse terminal edges of the octohedron rest on 
the narrow lateral edges of the right rhombic prism. Angle of the acute 
terminal edges of the octohedron = 82° 50’; angle of the obtuse terminal 
edges, which are truncated = 153° nearly. (Neumann.) The crystals 
are transparent, redden litmus, dissolve sparingly in water, and their 
solution is precipitated by alkaline carbonates, oxalic acid, and neutral 
acetate of lead, but not by ammonia, nitrate of baryta, or nitrate of silver. 
(John.) They dissolve in 140 pts. of water at 16°, more readily in hot 
water. (Dulk.) — Lime-water mixed with tartaric acid till its trans- 
parency is restored, is not rendered turbid by ammonia. (Thénard.) 


Crystals, Dulk. 
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Tartrate of Inme and Potash. —a. Basic. — Tartrate of lime dissolves 
atter some time in moderately warm aqueous potash. (Osann.) The 
same solution is obtained by moderately heating hydrate of lime with 
water and cream of tartar, or with neutral tartrate of potash, tartrate of 
potash and ammonia, or tartrate of potash and soda, It is mobile and 
caustic. Carbonate of potash with the aid of heat precipitates all the 
lime from it. (Lassone, Orell. Chem. J. 4,109.) The perfectly saturated 
solution deposits part of the tartrate of lime, even on addition of water. 
(Osann.) It solidifies every time it is heated, provided it be not too 
concentrated, to a turbid, pasty mass. (Lassone, Osann.) If it be then 
filtered while hot, there remains on the filter a compound of about 3 At. 
lime to 1 At. tartaric acid. (Osann.) — The cold liquid appears to be a 
solution of neutral tartrate of lime in potash; the potash at the boiling 
heat abstracts from the lime a portion of the tartaric acid, and throws down 
a basic salt. In the cold, this basic salt again takes from the potash the 
tartaric acid which the latter had abstracted from it, and is thereby 
again rendered soluble. (Osann, Gib. 96. 291; Kastn. Arch. 3, 204; 
Pogg. 31, 36; comp. Funcke, Repert. 12, 337.) 


b. Neutral.—a. With equai numbers of Atoms. — Separates gradually 
from a mixture of aqueous cream of tartar with not too large a quantity 
of lime-water. (Thénard.) 

B. With excess of Tartrate of Potash.— The solution of neutral 
tartrate of potash in an equal weight of water, boiled down with excess 
of tartrate of lime, dissolves 27 per cent. of that salt. The solution 
remains clear and liquid in the cold; but when evaporated to a syrup, 
the greater part of it solidifies on cooling to a mass consisting of needles, 
which becomes somewhat moist in the air, dissolves completely in boiling 
water, but is decomposed by cold water, which dissolves its own weight 
of the salt, with separation of all the lime excepting 14 per cent., and 
this quantity is afterwards completely precipitated on diluting the solu- 
tion with 9 pts. of cold water. (Hornemann, Berl. Jahrb, 1822, 1, 81. 


c. Acid. — The solution of 1 pt. borax and 3 pts. cream of tartar 
containing tartrate of lime, in not too small a quantity of water, deposits 
VOL. X. U 
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a white, slightly acid, crystalline meal, which grates between the teeth, 
is nearly insoluble in cold water, and is resolved by boiling water into 
cream of tartar which dissolves, and tartrate of lime which remains 
behind; when burnt, it leaves 13 p. c. carbonate of lime, and 22:4 p. c. 
carbonate of potash (no boracic acid), and therefore contains 35:80 p. e. 
neutral tartrate of lime with 63°63 p. c. acid tartrate of potash [about 
equal numbers of atoms]. (Th. Martius, Kastn. Arch. 19, 861.) 


Tartrate of Lime and Soda.— a. Basic.— An aqueous solution of 
31°2 pts. (1 At.) dry soda dissolves but a small quantity of tartrate of 
lime, at ordinary temperatures, but when moderately heated, takes up 
1011 pts. [less than 3 At.]. Hydrate of lime is dissolved by aqueous 
tartrate of soda. These solutions coaguiate whenever they are heated, 
still more strongly than those which contain potash, and form a stiff 
jelly. <A solution diluted beyond a certain point does not coagulate; the 
stronger it is, the higher is the temperature at which it coagulates. The 
precipitate formed on heating the liquid is basic tartrate of lime. This 
precipitate dissolves more readily in a concentrated liquid and at a 
temperature a little below the point of coagulation, than in a dilute 
solution and in the cold. When the coagulated mass is evaporated to a 
small bulk, it forms, first a yellow transparent liquid, then a white mass. 
(Osann, Gb. 69, 290.) 


b. Neutral. — Precipitated on mixing Rochelle salt with chloride of 
calcium in white flakes, which afterwards become granular; or, if the 
solutions are very dilute, the double salt is precipitated after some 
minutes in numerous small needles, which dissolve sparingly in water, 
more readily in excess of Rochelle-salt, and still more readily in chloride 
of calcium. (Kaiser, Mepert. 22, 260.) 


TARTRATE OF Maanesta. — a. Weutral. — Dilute tartaric acid 
digested with excess of Magnesia alba, yields a filtrate which, by cooling 
and evaporation, deposits a crystalline crust, soluble in 122 pts. of water 
at 16°. (Dulk.) The residue obtained by ignition is pyrophoric. (Béttger.) 
The solution has but little taste. (Aviat, J. Chim. méd. 238, 447.) 
Aqueous sal-ammoniac dissolves the salt readily. (Brett.) — Magnesia- 
salts mixed with tartaric acid are not precipitated by excess of ammonia, 
potash, or soda, or their carbonates. (H. Rose.) 


Crystals. Dulk. 
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b. Acid. — Obtained by using a larger quantity of acid. Transparent, 
colourless, short, six-sided prisms, which intumesce when heated and are 
soluble in water. (Bergman.) Crystalline crust, soluble in 52 pts. of 
water at 16°. (Dulk.) 


Crystals. Dulk. 
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Lartrate of Magnesia and Potash: — Obtained by boiling cream of 
tartar with excess of magnesia alba and water, and evaporating the 
filtrate. (Thénard, Dulk.) At first small crystals are obtained which 
intumesce strongly in the fire, and do not become moist in the air; and 
the mother-liquor, when subsequently evaporated, leaves a gummy mass. 
(Dulk.) Thénard obtained only an amorphous salt, which became 
glutinous when heated, turned moist in the air, and was precipitated by 
potash, [Is this amorphous compound a basic salt ?] 


Crystals. Dulk. 
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Tartrate of Magnesia and Soda. — The clear aqueous mixture of 
Rochelle salt and chloride of magnesium yields by evaporation, efflo- 
rescent rhombic prisms belonging to the oblique prismatic system; they 
must be freed from adhering chloride of calcium by washing. (Dulk.) 
About the shape of Fig. 97, without the Aface; w:u = 51°; ¢:t = 108°. 
(Neumann. ) 


Crystals. Dulk 
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C8H!NaMgO”+10Aq. 273°2  .... 100°00 


Cerous TartTRATE. — Tartrate of potash, but not the free acid, forms 
a white precipitate with cerous salts. The slight solubility of this pre- 
cipitate in water is not increased by addition of tartaric acid. It dis- 
solves readily in potash and soda, and still more readily in ammonia; 
this solution yields a gummy mass by evaporation. (Berzelius.) 


TARTRATE OF LantHanum. — Soluble in ammonia. (Berzelius.) 


TARTRATE oF Yrrria.—a. MNeutral.— Tartrate of potash forms 
with yttria-salts a precipitate which dissolves sparingly in water, readily 
in alkalis. (Klaproth, Berzelius.) The bulky precipitate dries up after 
washing to a white loose powder, which contains no water, decomposes 
very slowly by ignition, and is insoluble in water. (Berlin.) 


b. Acid. The first quantities of the salt a, which are added to the 
aqueous acid, dissolve sparingly; the following acquire, after a while, a 
erystalline aspect, being converted into the acid salt. (Berlin.) 


TARTRATE OF GLuctna.— Crystallizes with difficulty by slow eva- 
poration. Readily soluble. (Vauquelin.) 


TARTRATE oF AtumINA.— Occurs in Lycopodium clavatum. — 
Gummy mass, which has a rough sweetish taste, does not deliqnesce in the 
air, and dissolves readily in water. (v. Paecken.) — Neither tartrate of alu- 
mina, nor any other salt of alumina mixed with tartaric acid, is preci- 


pitated by alkalis or alkaline carbonates. (Thénard, H. Rose.) 
U 2 
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Tartrate of Alumina and Ammonia. Amorphous, (L. A. Buchner, 
Lepert. 78, 320.) 


Lartrate of Alumina and Potash. —a. Basie. An aqueous solution of 
neutral tartrate of potash (or of Rochelle salt), dissolves, when heated, a 
large quantity of alumina, without becoming alkaline. (Thénard.) The 
aqueous solution deposits, on addition of alcohol, oily drops, which 
unite into a layer, and whose aqueous solution dries up on evaporation to 
a gum containing potash and soda, (Werther.) 


6. Neutral? A solution of cream of tartar dissolves hydrate of 
alumina, and is converted into an amorphous mass, which is not preci- 
pitated by alkalis. (Thénard.) The aqueous solution, of sp. gr. 1:477, 
rotates the plane of polarization to the left, but acquires greater dextro- 
rotatory power the more it is diluted. (Biot.) 

When 1 pt. of cream of tartar is boiled with 4 pts. of water, the 
addition of } pt. alum causes the whole to dissolve; as the liquid 
cools, small quantities of cream of tartar and of alum are precipitated; 
and the remaining very acid liquid yields, by evaporation, a white saline 
mass, which becomes gummy on exposure to the air, and dissolves in a 
very small quantity of water. (A. Vogel.) 


TARTRATE OF THortna. —a. Neutral.— Remains in the form of 
white flakes, which dissolve but slowly and partially in ammonia, when 
hydrate of thorina is treated witn a quantity of tartaric acid not suffi- 
cient to dissolve it. — Thorina-salts mixed with tartaric acid, are not 
precipitated by ammonia. (Berzelius.) 

b. Acid. — Found in the solution obtained in the preparation of salt a, 
This solution has rather an acid than a rough taste ; is not precipitated 
by ammonia; and when evaporated yields crystals, which are resolved 
by alcohol into the salt a, and a soluble and still more acid salt 0. 
(Berzelius. ) 


Tartrate of Thorina and Potash. — Obtained by digesting hydrate of 
thorina with aqueous cream of tartar. Crystallizable, sparingly soluble, 
not precipitated by alkalis. (Berzelius.) 


TARTRATE OF ZrrconrA.— Tartrate of ammonia forms with zir- 
conia-salts, a precipitate which dissolves in potash and in excess of tar- 
taric acid, and is not precipitated from the latter solution, either by 
caustic allalis or their carbonates. (Berzelius.) 


Trranic TARTRATE. — Hydrochlorate of titanic oxide is precipitated 
by tartaric acid. The precipitate, which resembles titanic oxalate, 
yields, when ignited in a covered crucible, a black metallic powder, which, 
when heated in the air, slowly turns white. Acid solutions of titanic 
oxide which contain free tartaric acid, are not precipitated by ammonia, 
carbonate of ammonia, or potash; tincture of galls forms with these 
solutions a white precipitate, but the precipitation is incomplete, so that 
the liquid remains coloured. (H. Rose, Gilb. 78, 74; Pogg. 3, 165.) 

According to Wollaston, tartaric acid dissolves hydrated tantalic oxide ; but 
according to Gahn, Berzelius & Eggertz, it does not. 


Potassio-tantalic Tartrate— A. boiling solution of cream of tartar 
dissolyes dry tantalic acid in a small quantity only, but the hydrated acid 
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so abundantly, that the solution, which is only partially precipitable by 
potash or carbonate of ammonia, solidifies on cooling. (Gahn, Berzelius, 
& Eggertz.) 


Motyspous TARTRATE. — Like the oxalate. 


Potassio-molybdous Tartrate. — The. solution of molybdic acid in 
aqueous cream of tartar is digested with zinc, whereby the molybdic acid 
is reduced to molybdic oxide; a little hydrochloric acid then added, and 
the digestion with zine continued; the molybdic oxide is thereby reduced 
to molybdous oxide, which falls down in the form of a pulverulent double 
salt, to be washed upon the filter. This salt, when ignited in an open 
crucible, yields fused molybdate of potash. It dissolves sparingly in 
water, forming a purple solution; easily, and with dark purple colour, in 
aqueous ammonia, whence it is deposited on evaporation. (Berzelius, 
ogg. Gad 9: ) 


Motyspic Tartrate. — The aqueous solution dries up to a pale red 
gnmmy mass, which is very apt to assume a green and blue colour. 
With alkalis it forms, without precipitation, deep red solutions, which 
become colourless on exposure to the air. (Berzelius, Pogg. 6, 348.) 


Potassio-molybdic Tartrate.—a. Basic. -— Cream of tartar forms with 
excess of hydrated molybdic oxide, a brown pulverulent salt, which 
dissolves sparingly in water, readily in alkalis. —0. Neutral. The solu- 
tion dries up to a yellow mass, which dissolves readily in water, forming 
a solution which yields a yellow precipitate with tincture of galls. 
(Berzelius.) 


Tartrate of Molybdic acid. —'The colourless solution yields by evapo- 
ration a blue non-crystalline mass, which dissolves completely in water 
and alcohol. 


Tartrate of Molybdic acid and Potash,— Of all solvents, a boiling 
aqueous solution of cream of tartar dissolves molybdic acid, even when 
ignited and sublimed, with the greatest facility. The solution dries up 
to a gummy mass. (Berzelius.) 


Vanapic TARTRATE. — The beautiful medium blue solution dries up 
to a blue, translucent, fissured mass, which dissolves very slowly in cold 
water, more quickly in ammonia, forming a purple solution, the colour 
of which quickly disappears on exposure to the air, from formation of 
yanadic acid. (Berzelius.) 


Potassio-vanadic Tartrate. — The blue solution of vanadic acid (which 
is thereby reduced to oxide), yields by evaporation with aqueous cream 
of tartar, a reddish blue extract, which becomes fissured; the same solu- 
tion forms with ammonia a purple mixture without precipitation. 


(Berzelius.) 
Tartrate of Vanadic acid. — The yellow solution of vanadic acid in 


aqueous tartaric acid, which, however, if it contains excess of tartaric 
acid, soon becomes green and afterwards blue, from formation of yanadic 


oxide, (Berzelius.) 
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Curowic TARTRATE. —a@ 1 At. Chromic oxide to 1 At. Tartaric acid. 
— Potassio-chromic tartrate is precipitated by neutral acetate of lead, 
the lead-salt suspended in water and decomposed by sulphuretted hydro- 
gen, and the solution filtered. (Kéchlin, Bull. science. mathem. 1828, 132; 
Berlin, Berz. Lehrb.) The green filtrate leaves when evaporated, a 
green vitreous mass = Cr?0%,C*H°O”. (Berlin.) — Kéchlin regards the salt as 
a Chromotartaric acid, which he supposes to form green and violet salts with bases. 
But these salts are really, as affirmed by Berzelius \Pogg. 16, 100), double salts; and 
the fact of the so-called chromotartaric acid not being precipitated by alkalis proves 
nothing, seeing that so many bases are protected by the presence of tartaric acid from 
precipitation by alkalis. 


b. 2 At. Chromic oxide to 8 At. Tartaric acid.—The solution of 
hydrated chromic oxide in aqueous tartaric acid, is dark green by 
reflected, and violet-red by transmitted light; it reddens litmus slightly; 
is not decomposed by alkalis, and leaves a dark green saline crust when 
evaporated. (Brandenburg.) — The violet solution, which is not preci- 
pitated by alkalis, dries up to a violet mass containing 2 At. chromic 
-oxide to 3 At. tartaric acid. (Berlin.)— By slowly evaporating the 
solution, violet-red octohedrons are obtained, which slowly effloresce, 
become nacreous and friable at a moderate heat, and dissolve readily in 
water. (Moser.) 


Ammonio-chromic Tartrate. — Amorphous. (Buchner.) 


Potassio-chromic Tartrate. — Formed, with evolution of heat and car- 
bonic acid, on mixing tartaric acid with bichromate of potash. — In this 
decomposition, not only are carbonic acid and water formed, but like- 
wise formic and oxalic acids, which remain, together with the tartaric 
acid, in combination with the chromic acid and potash. Pure potassio- 
chromic tartrate is therefore not yet known. (Liével, Compt. rend. 16 
862.) — The salt is not obtained by boiling hydrated chromic oxide with 
aqueous cream of tartar. (Berlin.) 

Fischer (Kastn. Arch. 14, 169), mixes 1 pt. of a saturated aqueous 
solution of bichromate of potash with 2 pts. of a saturated solution of 
tartaric acid. The mixture quickly turns yellowish red, brown, greenish 
brown, and lastly violet; deposits cream of tartar on cooling, often mixed 
with brown oxide of chromium; and the filtrate, when evaporated at a 
gentle heat, leaves a violet, glassy, slightly transparent, amorphous mass, 
which dissolves slowly in cold, but quickly and abundantly in hot water. 
— Berlin adds to a hot aqueous solution of bichromate of potash, pul- 
verised tartaric acid in successive small portions, but only so long as 
carbonic acid continues to escape, because a larger quantity of tartaric 
acid would throw down some of the potash in the form of acid tartrate;— 
and by evaporating the dark green solution, obtains a blackish green 
vitreous mass, which contains 1 At. potash, 1 At. chromic oxide, and 

oe 1 At. tartaric acid; dissolves readily in water; and is precipated there- 
from by alcohol. On mixing the solution of this mass with a concen- 
trated solution of neutral tartrate of potash, it deposits dark green 
crystalline grains, containing 3 At. potash to 1 At. chromic oxide. 
(Berlin.) — According to Malaguti (Compt. rend. 16, 457; also J. pr. 
Chem. 29, 294), the salt obtained with bichromate of potash and tartaric 
acid is: KO,Cr?03,C°H‘0+7Aq; he does not, however, regard it as 
a double salt, but agrees with Kéchlin in viewing it as chromotartrate of 
potash, — An aqueous solution of cream of tartar saturated with hydrated 


TARTARIC ACID. 295 


chromic oxide yields a similar salt, which, however, when thrown on 
red-hot coals, gives off the same odour as other tartrates, which is not the 
case with chromotartrate of potash. (Malaguti.) 


Uranous Tartrate.— Tartaric acid forms with protochloride of 
uranium, a copious greyish green precipitate which is easy to wash. 
The air-dried salt gives off 11°76 per cent. of water at 100°. It dissolves 
in hydrochloric acid, and is precipitated therefrom by ammonia, unless 
an additional quantity of tartaric acid is added, in which case ammonia 
merely colours the solution brownish yellow. It dissolves sparingly in 
aqueous tartaric acid, forming a non-crystallisable liquid which is not 
precipitated by alkalis. (Rammelsberg, Pogg. 59, 31.) 


Dried at 100°. Rammelsberg. 
FID Sco tetts ncas dae scinrns BOE! 2st DOSTRY \ssssngce 59°57 
ng eee 48 CL Pe 13°12 
(es GR SS Me en 4 DUS tcc. 1°08 
Bigs Behcti tala coventioets Smeets 80 Cle Ns Dieta 21°81 
| Ses ee Bon eer ee 9 BOE oS sttss 3°76 
UO FG Be Oo ssdec, BADD mice LODLOD — ocensar 99°34 


Uranic TARTRATE. —An aqueous mixture of chloride of uranous 
oxide and neutral tartrate of potash deposits very small, pale-yellow, 
sparingly soluble crystals. (V. Rose, Richter.) The yellow solution of 
pure uranic oxide in aqueous tartaric acid yields: (a) by warm evapo- 
ration, crystals with a smaller amount of water; and (6) by spontaneous 
evaporation, crystals with a larger amount. The latter give off in 
vacuo or at 150° in a current of dry air, 10°3 p. c. (6 At.) water, whereby 
they are converted into salt a, which snffers no further loss at 200°. 
(Peligot, V. Ann. Chim. Phys. 12, 463; also J. pr. Chem. 35, 153.) 


Salt a. Peligot. 
THY? Siscascies, stones 288 f..  GBVB yc 65°30 
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Salt J Peligot. 
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Uranic salts are precipitated by alkalis, even after addition of tartaric 
acid. (H. Rose.) 


Potassio-uranous Tartrate. —1. Uranous tartrate while still moist 
is dissolved in a warm concentrated solution of neutral tartrate of potash, 
the dark brown solution left to evaporate spontaneously, then decanted 
from the crystallised acid tartrate of potash, and completely dried. — 
2. Recently precipitated hydrated uranous oxide is boiled with cream of 
tartar and water, and the rest of the process conducted as above. — 
Black, shining, amorphous mass, which, after drying over oil of vitriol, 
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contains 13°15 p.c. KO and 48°52 UO, and whose aqueous solution is 
precipitated by potash but not by ammonia or by alkaline carbonates. 
(Rammelsberg.) 


Mancanovus TARTRATE. — A hot aqueous mixture of chloride of man- 
ganese and neutral tartrate of potash, first deposits cream of tartar, and 
afterwards, on cooling, manganous tartrate in small white crystals which 
are resolved by water into a soluble aced and an insoluble basic salt. 


(Pfaff, Schw. 4, 377.) 


Maneanic TarTRATE.—A cold concentrated solution of tartaric 
acid forms with manganose-manganic oxide, a brown solution which is 
decomposed by evaporation, and when supersaturated with potash 
remains brown without yielding any deposit, (Fromherz, Schw. 44, 338.) 


Potassio-manganous Tartrate. — Obtained by dissolving carbonate of 
manganese in aqueous cream of tartar. The salt crystallises with 
difficulty, is very soluble, and is not precipitated by pure alkalis or 
alkaline carbonates. (Scheele.) — Peroxide of manganese forms with 
cream of tartar, at ordinary temperatures, a brown solution, which is 
decolorised and emits carbonic acid when heated. (Scheele.) 

Manganous salts mixed with tartaric acid are not precipitated by 
alkalis or alkaline carbonates. (H. Rose.) 


Tartrate of Arsenious acid ?— The solution of arsenious acid in 
tartaric acid yields prisms by evaporation. (Bergmann.) 


Tartrate of Arsenious acid and Ammonia. — Obtained by adding 
arsenious acid to a boiling aqueous solution of acid tartrate of ammonia 
as long as it dissolves. Arsenious acid crystallises out first from the 
filtrate, and afterwards the double salt in beautiful crystals. (Mits- 
cherlich, Zehrb.) — The boiling must be continued for a long time, so 
that a sufficient quantity of arsenious acid may be dissolved. ‘The liquid, 
when evaporated, yields at first a considerable succession of crusts of acid 
tartrate of ammonia with but little arsenious acid, but afterwards, when 
very highly concentrated, large glassy crystals of the double salt, which 
quickly eftloresce, and, at 100° to 105°, give off 4°67 per cent. of water 
together with a little ammonia. The aqueous solution of 100 pts. of the. 
fresh crystals yields with sulphuretted hydrogen, 48°17 pts. of sulphide 
of arsenic and 63°12 pts. of acid tartrate of ammonia. (Werther, J. pr. 
Chem. 32, 409.) 


Crystals. Werther. 
ASO reer eines ssc Meorte ete ads 99 mea 07 522. Ronde. 37°54 
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Therefore as Mitscherlich gives it. 

Tartrate of Arsenious acid and Potash and Tartrate of Arsenrous acid 
and Soda are obtained in a similar manner but do not ecrystallise so well. 
(Mitscherlich. ) 


Tartrate of Arsenic acid and Potash.— The hot solution of 1 pt. 
arsenic acid in 6 pts. of water is saturated with finely pulverised cream 
of tartar; the liquid being well stirred; the filtrate, which still con- 
tains free arsenic acid, either left to crystallise by cooling, or better, 
precipitated by alcohol; and the resulting powder, which is sometimes 
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amorphous, sometimes crystalline, quickly washed with alcohol, and 
dried in the air. It is: KO,AsO°,C°H‘0%+5Aq.—lIt gives off 5 At. 
water at 130°, and turns brown at a higher temperature, emitting the 
odour of burnt sugar and of alkarsin. It dissolves very readily in 
water; but the solution soon deposits cream of tartar, and yields free 
arsenic acid. An excess of arsenic acid prevents this separation of 
cream of tartar, and from such a mixture the undecomposed double salt 
may always be precipitated by alcohol. (Pelouze, WV. Ann. Chim. Phys. 
6, 63; also Ann. Pharm. 44, 100; also J.. pr. Chem. 28, 18.) 


ANTIMONIC TarTRATE. —a. Neutral. — By precipitating a solution 
of antimonic oxide in aqueous tartaric acid with alcohol, a white granular 
precipitate is obtained, insoluble in water, but dissolving readily in 
neutral tartrate of potash, with formation of tartar-emetic. The com- 
position of this precipitate is SbO*,C*H?05HO, [therefore = 2Sb0°%, 
C°H°O” = C*H*(SbO?)?O" + 2Aq|. At 100°, it gives off 1 At. water 
[or according to the other formula 2 At., so that CSH*(SbO*)*0”, remains]. 
But this residue, when immersed in water, is reconverted into the original 
salt. The thoroughly dried salt decomposed with sulphuretted hydrogen 
and alcohol, yields no other acid than tartaric acid, that acid being 
regenerated by the water formed from the oxygen of the antimonic 
oxide and the hydrogen of the hydrosulphuric acid [Or: C*H*Sb?0" 
+ 6HS = 28bS* + C°H°OY + 2HO]. (Berzelius, Pogg. 47, 315, and 
Lehr.) 


b, Acid. —Obtained by precipitating the aqueous solution of the 
following salt with | perhaps a smaller quantity of 4] alcohol. (Peligot.) — 
This salt is probably identical with that which Soubeiran or Capitaine 
(J. Pharm. 25, 742) obtained by precipitating the solution of antimonic 
oxide in tartaric acid with alcohol, after evaporating to a syrup, and 
respecting which they state that the amount of antimony in it is 
variable, and that, after drying at 100°, it suffers a further loss at 210°. 


Dried at 160°. Peligot. 
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c. Hyperacid. — The solution of antimonic oxide in aqueous tartaric 
acid evaporated to a syrup, yields after a while, large transparent 
crystals. (Peligot, V. Ann. Chim. Phys. 20, 289; also J. pr. Chem. 41, 
381.) This solution crystallizes indistinctly (Bergman); deposits a white 
powder, which after washing with alcohol dissolves in water and reddens 
litmus (Soubeiran, J. Pharm. 10, 535); does not yield any crystals 
(Dulk). — The crystals obtained by Peligot belong to the right prismatic 
system. Jig. 68 without the p-face, but with an n-face between w and ¢. 
Mets loo 80, wr lo lo; wat lel; git — 90's yee belind 
— 76°; 4:=115°; y:t1= 125°. (Prevostaye.) — The crystals deli- 
quesce in damp air, and dissolve very readily in water. (Peligot.) — 
The solution of antimonic oxide in tartaric acid is precipitated by 
sulphuric, hydrochloric, and nitric acid. (Schnaubert, Verwandtsch. 80.) 
— All antimony salts are protected, by addition of tartaric acid, from 
precipitation by water or alkalis. (H, Rose.) 
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Crystals. Peligot. 
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The crystals give off 23:1 p. c. (12 At.) water at 160°, and therefore 
leave SbO*, C“H*O". (Peligot.) The exact nature of this residue must 
be decided by further investigations. The formula given by Gerhardt 
(NV. J. Pharm. 12, 212) appears too artificial. 


Hydrated Antimonic acid dissolves readily in aqueous tartaric acid. 
(J. A. Buchner, Repert. 66, 171.) 


Ammonio-antimonic Tartrate. — Ammoniacal Tartar-emelic. -— An aqueous 
solution of acid tartrate of ammonia is boiled with antimonic oxide, and 
the filtrate evaporated, till it forms, on cooling, a stiff jelly, in which 
regular crystals gradually appear. (L. A. Buchner, /epert. 78, 820. On 
attempting to take these crystals out of the jelly, it again becomes thin 
and mobile from the effect of the agitation, and deposits a crystalline 
powder, having the same composition. (Buchner.) Berlin (Ann. Pharm. 
64, 358), leaves the concentrated solution to evaporate in the air at 
15° to 60° till it crystallizes. 

The transparent, colourless, shining crystals belong to the right 
prismatic system, and are isomorphous with ordinary tartar-emetic. 
(Kobell, Prevostaye.) Fig. 45. Let the face below a be denoted by e; 
the face below e does not occur in these crystals, p: a = 121° 39’; 
Us € = 165; 27 (167- agcordme to Kobell); 9 < ¢s5 LOT? 15 ws 2 90% 
a:a at the side = 101° 8’ (103° 42’ according to Kobell); (a: a [be- 
hind ?] = 108° 57’ Kobell); w : a = 83° 29’; a above : a below = 116° 42’ 
(116° 9’, Kobell). The faces x are subordinate; the faces a are alter- 
nately absent; and by this hemihedry the crystals become tetrahedral; 
the x-faces also are sometimes half present. (Kobell, Prevostaye.) — 
When part of the solution of ammoniacal (or ordinary) tartar-emetic has 
crystallised in this form, the mother-liquor often yields still more efflo- 
rescent right rhombic prisms slightly truncated at the lateral edges 
(whose angles = 127° and 53°), and bevelled in opposite directions at 
the summits (angle of the bevelling edge = 85° 30’). Pasteur. [There- 
fore nearly the same as jig. 72, together with the m-face]. These large 
and very efflorescent prisms, formed by spontaneous evaporation, give off 
15°83 per cent. (5 At.) water at 100°. 

The ordinary crystals, when exposed to the air, give off water, and 
assume the appearance of porcelain, though less quickly than those of 
common potash-tartar-emetic; at 100°, they give off 5-41 p.c. water, and 
a little above 100°, they also eyolve ammonia. (Buchner.) Heated to 
108° in acurrent of air, they give off water and ammonia. (Dumas & 
Piria.) They dissolve in water much more readily than those of potash 
tartar-emetic. (Buchner.) 


Crystals. Dumas & Piria. 
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CSH4(NH‘4)(SbO2)O” + Aq..... 320... 100-00 
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Or: 
Buchner, 
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C8H4(NH*)(SbO2)O2 + Aq... 320 ... 100-00 


Potassio-antimonic Tartrate. —a. Basict—a. Boiling aqueous tartar- 
emetic dissolyes antimonic oxide, and on cooling yields needles which are 
decomposed by water into tartar-emetic and a residue of tartrate of 
antimony. (Bucholz.) This statement is contradicted by Soubeiran & 
Capitaine (J. Pharm. 25,745) according to whom, 188:2 pts. (1 At.) 
cream of tartar boiled for 40 hours with 295 pts. (nearly 2 At.) antimonie 
oxide and with water, dissolve only half the oxide, forming with it 
ordinary tartar-emetic. — 8. An aqueous solution of neutral tartrate of 
potash dissolves antimonic oxide (Bergman), which is then not pre- 
cipitated by alkalis. (Thénard.) 

b. Neutral. — Ordinary Tartar-emetic, gewéhnlicher Brechweinstein, Spiess- 
glanzweinstein, Tartarus emeticus, Tartarus stibiatus. — 3 pts. of antimonic oxide 
are digested with 4 pts. of cream of tartar and with water; the solution 
filtered hot; the crystals which are obtained by repeatedly evaporating and 
cooling the filtrate, pulverised and dissolved in 15 times their, weight 
of cold water; and the solution again filtered and evaporated to the crys- 
talhsing point. 

The preparation is made (1) with pure antimonic oxide obtained by 
method 2—6 (iv, 324, 325);— Or (2) with crocus antimoni or vitrum 
antimonti, containing sulphide of antimony (iv, 359, 360), in quantity 
equal to that of the cream of tariar (the sulphide of antimony then 
remains undissolved); in the latter case, the tartar emetic obtained has a 
yellow colour, arising from potassio-ferric tartrate, and the mother-lquor 
becomes gelatinous from the presence of silica; the solution obtained with 
oxide of antimony containing sulphide yields a yellow mother-lquor 
containing sulphur in the form of kermes [or of hyposulphite of potash ?] 
(Fischer, Kastn. Arch. 9, 352);— Or (8) with basic sulphate, hydro- 
chlorate, or nitrate of antimonic oxide (the first to be obtained by heating 
2 pts. of antimony with 3 pts. of oil of vitriol,— or more cheaply, though 
contaminated with sulphur, by boiling down to dryness a mixture of 
3 pts. sulphide of antimony, 2 pts. nitre, 2 pts. oil of vitriol, and 24 pts. 
water, and washing out with water, — and then to be digested while still 
moist with 3 pts. of cream of tartar). When these basic antimony salts 
are acted upon by cream of tartar, the mineral acids are separated from 
the antimonic oxide, and remain in the mother-liquor, partly combined 
with the potash of the cream of tartar in the form of acid salts, and 
together with free tartaric acid. As the free acids retard the crystal- 
lisation, the mother-liqnor separated from the first crystals must be 
partly neutralised with carbonate of lime, before it is evaporated to 
obtain a second crop of crystals; this free acid, however, holds in 
solution all the iron which frequently occurs in sulphide of antimony, 
and causes the tartar-emetic to crystallize out whiter; hence also whiter 
crystals are obtained by the other modes of preparation if a little hydro- 
chloric acid be added to the liquid. 

The cream of tartar and antimonic oxide are either treated at first 
with only sufficient water to form a pulpy mass, and this mixture, after 
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from 2 to 4 hours’ digestion, and when it is no longer sandy, boiled for a 
quarter of an hour with a larger quantity of water; or the materials are 
boiled at once with 10 to 20 pts. of water, till the whole of the tartar- 
emetic and the greater part of the antimonic oxide are dissolved. The 
vessels may be of porcelain, glass, antimony, silver, platinum, or for quick 
preparation, of copper, or cast-iron. — When pure antimonic oxide and 
pure cream of tartar are used, the mother-liquor yields tartar-emetic to 
the last drop, but when the impure ingredients are used, the impurities 
remain in the last uncrystallisable portion of the mother-liquor. (Phillips.) 
— There often remains a mother-liquor which dries up to a gummy mass, 
and [especially perhaps when basic sulphate, hydrochlorate, or nitrate of 
antimony is used], consists principally of acid potassio-antimonic tartrate 
(p. 805). (Knapp.) — The resulting crystals of tartar-emetic are free 
from arsenic, even if the antimonic oxide used in the preparation contained 
arsenic (Serullas, Chevallier, J. Chim. méd. 22,71); but they may be 
contaminated with cream of tartar, tartrate of lime, oxide of iron, silica, 
and the basic potassio-antimonic tartrate a, a; hence the necessity of 
redissolving them in J5 pts. of cold water, filtering and crystallising 
(Bucholz); comp. Ménch (Crell. Chem. J. 2,73.) Demachy (Crell. Chem. 
J. 4,184.) Lassone (Crell. Chem. J. 5,166.) — Bergman (Opuse. 1, 338.) 
Bucholze(7. 14 i69,02,4 205) Lascherb. 41806, sl and 92094 2131 aes) 
Soubeiran (J. Pharm. 10, 524.) N. EH. Henry (J. Chim. méd. 1, 521; 
2,1.) Phillips (Ann. Phil. 25, 372.) Herrmann (Jahrb. pr. Pharm. 
typ ASe) 


a. Dried at 200°. The crystals of tartar-emetic give off 2°1 p. ¢. 
1 At.) water at 100°, and at a higher temperature (before decomposition 
begins), 7°88 p. c. (3 At.) in all. (Phillips.) Tartar-emetic dried at 100° 
in a glass tube which is continually turned round over a feeble alcohol- 
flame, can support a heat of 300° without browning, and gives off from 
5°1 to 6°5 per cent. of water. (Liebig, Ann. Pharm. 26,132.) The finely 
pulverised crystals heated in the oil-bath in a current of air, turn brown 
between 235° and 240°, emitting an odour of burnt sugar; but between 
200° and 220°, they give off in 12 hours without any colouring, from 7°6 
to 7°7 p.c. water. (Dumas & Piria.) The crystals heated somewhat above 
100° in a current of dry air, give off 2°63 p.c. (1 At.) water; between 
160° and 180° (and in a longer time even at 130°), 5-26 p.c. (2 At.) in 
all; and at 200° 220°, 7°71 p. c. (8 At.) in all. (Berlin.) 


Dried at 200°. Liebig. 
TS) git, cece aeccdenne 47°72 us 15°02 
SOS OS eae eke mashes 1535°0 ... .48°69 
ra Bez stn SRA WS ent Ne AS 1) Mise el 20. eaten: 15°54 
7k ms Went UR ct ekite A A 2°0 0°64 f1555, 0°67 
BIG) Ewart irelonseeeatnt 64:0 20°37 
CHAR SDOSO2 acme. 314°2 ,,.. 100°00 


The salt dried at 200° may be regarded as tartaric anhydride 
(C8H‘08,0*), (or, as Laurent & Gerhardt prefer, as the isomeric com- 
pound, tartrelic acid), in which 1H is replaced by K and JH by SbO*, 
= C8H?K (Sb0?)0°,0?, — Gerhardt (V. J. Pharm. 12, 214,) supposes 
that, in this compound, an ordinary atom of Sb splits up into 3 At. 
Sba, whence he derives the formula C®°H?KSba’,O¥. — Peligot, (VV. Ann. 
Chim. Phys. 12, and J. pr. Chem. 85, 162,) supposes tartaric acid itself 
to be CSH‘O”, and writes C*H*K(SbO*)O", but is thereby obliged to 
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assume that the ordinary tartrates, even when ever so thoroughly dried, 
still contain 2 At. water of crystallisation. — According to the radical 
theory, Liebig and Dumas & Piria write the formula of the salt, KO, 
SbO*,C®H?0®; and Berzelins writes it, KO,C4HO*+Sb0?,C4HO*. The 
latter endeavoured to isolate this peculiar acid, C*HO!, by decomposing 
the salt suspended in hot absolute alcohol with sulphuretted hydrogen. 
The decomposition took place slowly, yielding sulphide of antimony and 
a large quantity of reproduced cream of tartar, while in the alcoholic 
solution, there remained a very small quantity of the potash-salt of a 
peculiar acid, which, after evaporating the alcohol, dissolving the residue 
in water, filtering from sulphide of antimony, and evaporating, remained 
as an opaque gum, which reddened litmus, (or in crystals by spontaneous 
evaporation,) burnt without any odour of burnt sugar, and from whose 
aqueous solution acids did not throw down cream of tartar, [tartralic or 
tartrelic acid ?] (Berzelius, J. pr. Chem. 14, 350; Pogg. 47, 315; Lehrb.) 
When tartar-emetic, dried between 200° and 220°, is dissolved in water 
and decomposed by sulphuretted hydrogen, a filtrate is obtained, which, 
after neutralization with ammonia, behaves with lime-salts like meta- 
tartrate of ammonia, but after standing for 24 hours, like the tartrate. 
(Laurent & Gerhardt.) 


B. Dried at 100°. The fresh crystals, dried at 100°, retain their form, 
but turn white and opaque, giving off 2:1 p. c. water (Phillips); 2°39, 
and at 108°, 2°73 in all (Dumas & Piria); 1°75, and somewhat above 
100°, 2°63. (Berlin.) 


Dried at 100°. Liebig. Dumas & Piria. 
48h oe ee ee Seite Ye 14°21 
SDOG a nee ae 153°0 46°05 
A others ee ee 48°0 1454 TO nce erga) Cl ge) 
An eee eae, ee ee, acres 4°0 LeU ee lai Bintits 1°24 
Ls Omen ness tianes documents: 80°0 24°08 
elie Sent 8 1 8 ese ii ree 302°2 . 100°00 


According to Peligot, C°H4(SbO?)O¥, or, as likewise established by Dumas & Piria, 
KO,SbO3,C8H208 + 2HO; according to Liebig, KO,SbO?,CSHtO", 


y. Crystallized Tartar-emeiic forms transparent, colourless (sometimes 
partially opaque), shining rhombic octohedrons, isomorphous with 
ammonio-antimonic tartrate, and tetrahedrons produced by hemihedry. 
Fig. 45. Let the first pair of faces below a be denoted by e, and the second 
yee ek Se — tO BAN a i 165 6A; pee 90": 
a:aat the side = 108° 16’; a: a behind = 104° 15! (108° 3', Bernhardi). 
The faces ¢ and i are generally striated and indistinct; only one direction 
of cleavage, parallel to p. (Brooke, Anta Lil) AU, late a — 08 0 
and 86° 40!. (Soret, Zaschenbd. 1823, 1386; comp. Bernhardi, N. 7'r. 
7, 2, 58; and Prevostaye.) — Tartar-emetic has a metallic taste, acts as an 
emetic, and in larger quantities, as a poison. 


Crystals, Dumas & Piria. Thomson. 
IS Oe sean hen. ann ke Atm ee lots 
SbOs eit paecuteae 153) Owed 44°848n. fics: aos 42362 
Ys Cogs dace Reheat PhoM I> Riper Se Uy): 14°34 
fre Ne ere 0 Umi LAT ie mics 1:50 
1 hy 8 ae Mi oy eA etollth iment guise y ae 


C*H4K(SbO2)02+ Aq. 341°2. ..., 100-00 
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Or: 

Crystals. Phillips. Wallquist. Dulk. 
BOI E ethics tactins 28: shits 27°25) 2 B8S Aik fis uw 18°84 
SGN? 0, MERC MecEtAL IK B2eies 10° 4 44°84... 43°35 1.2 42°99 on” 48°08 
RO EAS Peis ch ast sauct eRe 132°0) ; 38°69 
ts Mlel hae PALME NER Pook O04 ror Bape eas 2°10 5°14 5°90 
C8H*K(SbO?)O" + Ag.;.:;, 341:2 ...: 100°00 


Brandes &  Richard- 


Crystals aggre by suena son Gobel. Thén. 
AG Rosa tot lce bala ide AY? ut Lo 00 tBu @ lo Nas sae te OU on, OL ou eee 
BBP silts orice fee 153°O 3: 44°34 8 43°16 us 45°92 gat 22°60 sn; 88 
COE pitrits, Masha 352°0 +.) BB°69 ot Ba 2 
EL Ooe: cceases | Sore cies 9° O ceri 2°64 s0k., 2°00 cao S9Bh. ae BA ae ee 
C8H4#K(SbO?)OP + Aq. 341°2 ....100°00 98°81 


For Drapier’s analyses, see Ann. génér. 1819; aiso Schw. 30, 406.—In the 
analyses by Phillips and by Brandes & Wardenburg (Ann. Pharm: 2,71), the per- 
centages of water are given which the crystals lose at 100°; in the analyses by Wall- 
quist, Dulk, Gobel (Schw. 37, 73) and Thénard, there is no statement as to the 
temperature at which the water was determined, but to judge from the quantity, it must 
have been considerably above 100°, so that the salt 6 would be partially converted 
into the salt a. Richardson (Records of Gen. Sc. 1836) dried his salt at 204°. The 
rest of his analysis is based upon the fact that 100 pts. of the crystals decomposed 
in aqueous solution by hydrosulphuric acid, yielded 53:2 pts. of sulphide of antimony 
and 39°52 cream of tartar. — Wallquist supposes half the antimonic oxide to be combined 
with half the potash, and accordingly gives the formula: KO,C*H?O® + SbO?,3C4H?0° 
+ KO,SbO#+ 2Aq. 


The crystals gradually become opaque when heated in the air, giving 
off, according to Brandes & Wardenburg, 0°5 p. c. water, whereas opaque 
crystals, which generally contain less water, do not suffer any diminution 
in weight. — They decrepitate in the fire, burn away with an antimonial 
fume, and leave charcoal mixed with grains of antimony (Bergman), 
and when ignited in close vessels, leave a highly inflammable pyropheric 
mass. (Serullus.) 

Iodine added to an aqueous solution of tartar-emetic, forms a preci- 
pitate of oxyiodide of antimony, Sb1°,5SbO*%, — From the hot solution of 
100 pts. tartar-emetic in 1000 pts. water, 34 pts. of iodine throw down 
golden-yellow spangles as the liquid cools, and 50 pts. of iodine form an 
orange-yellow precipitate (which redissolves with brown colour on the 
addition of more iodine); the colourless, strongly acid filtrate precipitates 
metallic salts in the manner of hydriodic acid or iodide of potassium. 
Alcohol added to this filtrate throws down a curdy powder, which dis- 
solves in water, forming an uncrystallizable acid syrup, whilst iodide of 
potassium remains in solution, lodine alone does not precipitate neutral 
acetate of lead or corrosive sublimate; but in presence of tartar-emetic, 
it throws down iodide of lead or iodide of mercury. (Preuss, Ann. Pharm. 
29, 214.) The golden-yellow spangles may likewise be obtained by 
dropping alcoholic iodine into the saturated solution of tartar-emetic in 
aqueous tartaric acid, so long as it does not produce any permanent brown 
colour; or by triturating 2 pts. of tartar-emetic with 1 pt. of iodine and 
a small quantity of cold water to a pulp, and heating it gently till the 
iodine dissolves; sometimes a brown-red compound |Sb1*?]| is formed at 
the same time. The brown acid liquid filtered from the spangles, leaves, 
when evaporated, a black residue, which dissolyes in water without 
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colour, and with separation of golden-yellow spangles. The resulting 
solution contains about 1 At. antimony to 2 At. potassium and 2 At. 
iodine; alcohol precipitates from it a white salt free from iodine, and 
containing antimony, together with 12°17 p. c. potash, probably, there- 
fore, tartar-emetic. Jodine, therefore, throws down from tartar-emetic 
only a portion of the antimony, that, namely, which, according to Wall- 
quist’s formula, is in combination with the potash. (Stein, J. pr. Chem. 
30, 48.) [But even if only the portion of antimonic oxide combined 
with the potash were removed, the liquor could no longer yield a preci- 
pitate of tartar-emetic on addition of alcohol. Part of the tartaric acid 
must necessarily be altered by oxidation during this reaction. | 

Of the heavy metals, iron is the only one which precipitates antimony 
completely from the aqueous solution of tartar-emetic. (Wallquist.) — 
Sulphuretted hydrogen decomposes it immediately, yielding kermes and 
tartar-emetic. In very dilute solutions, sulphuretted hydrogen produces 
only a red colouring, which passes into precipitation on addition of cream 
of tartar or mineral acids. (Pfaff, Geiger.) A solution of tartar-emetic 
in 4608 pts. water, assumes only an orange-yellow colour when treated 
with sulphuretted hydrogen, but deposits kermes on boiling. (Turner.) 

Sulpharic, nitric, or hydrochloric acid, added to: an aqueous solution 
of tartar-emetic (not containing free tartaric acid: Soubeiran), throws 
down, not cream of tartar, but a basic sulphate, nitrate, or hydrochlorate 
of antimonic oxide, soluble in excess of hydrochloric acid or in tartaric 
acid. (Geiger, Mag. Pharm. 7, 258.) According to Turner, the preci- 
pitate likewise redissolves in excess of sulphuric acid, but according to 
Geiger & H. Rose, it does not dissolve. According to Dulk, the preci- 
pitate consists of basic tartrate of antimonic oxide with a little of the | 
mineral acid [?].— The precipitation of the antimony by these three 
acids is seldom complete; and this circumstance is often looked upon as 
favourable to Wallquist’s formula, according to which half the antimony 
in the salt is combined with potash, and the other half with tartarie 
acid. According to this view, mineral acids should precipitate only the 
atom of antimony which is combined with the potash, and alkalis only 
that which is in combination with the tartaric acid. But with a due 
proportion of mineral acid, considerably more than half, often indeed 
nearly all the antimony is precipitated. From a dilute solution of 100 pts. 
of tartar-emetic, nitric acid throws down a basic salt containing 41:2 pts., 
that is to say, nearly the whole of the antimonic oxide; in a saturated 
solution, nitric acid forms a slighter precipitate, which continually in- 
creases when heated or simply left to stand; hence the filtrate yields 
by evaporation a new precipitate; and the liquid contains, besides a little 
undecomposed tartar emetic, acid tartrate of potash, which, on heating 
the liquid, is resolved, for the most part, into nitre and tartaric acid. 
(Schweizer, J. pr. Chem. 33, 470.) 

Tartaric added added to tartar-emetic throws down cream of tartar. 
(Geiger); oxalic acid forms a slight precipitate, insoluble in excess of the 
acid. (H. Rose.) — Acetic acid does not form any precipitate with tartar- 
emetic, according to Geiger and Schweinenberg (Jag. Pharm. 15, 258), 
but according to N. HE. Henry, a precipitate of cream of tartar is formed 
after 24 hours. 

Ammonia, potash, soda, and their compounds with carbonic acid, 
precipitate the antimonic oxide in white flakes which become minutely 
crystalline, Ammonia renders the dilute solution very slightly turbid, 
and throws down from the concentrated solution, fine grains which dissolve 
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but partially in excess of ammonia (or, according to H. Rose, not at all). 
Ammonia renders the solution of tartar-emetic turbid in a few minutes 
(immediately if heated), and throws down white flocculent antimonic 
oxide, the quantity of which gradually increases; a considerable portion 
however remains dissolved, unless the ammonia be allowed to act in 
excess for several days. In this case, 43°35 per cent. (that is to say, the 
whole, within 1 p. ¢.) of the antimonic oxide is precipitated from the 
tartar-emetic; and the filtrate contains, besides a very small quantity of 
undecomposed tartar-emetic, tartrate of potash and ammonia, which, on 
evaporation, is partially converted into cream of tartar, with evolution of 
ammonia. (Schweizer.)— Potash does not precipitate the more dilute 
solution; but from the more concentrated solution, it throws down an 
abundance of white flakes completely soluble in excess of the potash. — 
Carbonate of ammonia has no action on the solution of tartar-emetic; 
carbonate of potash produces a cloud, by precipitating the oxide, even in 
a solution containing only 1 pt. of tartar-emetic to 1152 water. — Lime- 
water does not cloud a solution diluted to that extent, but in a solution 
containing 1 pt. of tartar-emetic to 576 water, it forms a cloud consisting 
of tartrate of lime combined with tartrate of antimony. All these pre- 
cipitates formed by-alkalis are soluble in tartaric acid (Turner, /'dinb, 
Med. and Surg. J. Nr. 92,71; also Kastn. Arch. 11, 377.) — Carbonate 
of ammonia and carbonate of soda likewise gradually form precipitates 
insoluble in excess; but the precipitation by these reagents, as well as by 
carbonate of potash, is very incomplete. (H. Rose.) — While the solution 
of tartar-emetic in pure water is not altered, even by boiling, the solution 
in spring-water, which contains carbonate of lime and carbonate of 
magnesia, forms at 15° in the course of 12 hours, a precipitate of pure 
antimonic oxide, and on boiling, a more copious precipitate containing a 
larger quantity of antimonic oxide, together with the carbonates of lime 
and magnesia. If the spring-water be boiled, previous to adding the 
tartar-emetic, till the whole of the carbonates of lime and magnesia are 
precipitated, the solution will no longer be subject to decomposition. 
(Guéranger, J. Chim. méd. 4, 368 and 412.) 

Tartar-emetic added to an aqueous solution of corrosive sublimate 
forms a precipitate of calomel. — This precipitate is, however, mixed 
with a small quantity of mercurous tartrate; the solution contains anti- 
monious acid. (Orfila, J. Chim. méd. 8, 202.)— When the bodies are 
dissolved in equal numbers of atoms, and each in 20 pts. of water, the 
mixture deposits on cooling only the fifth part of the corrosive sublimate 
in the form of calomel; but on boiling the mixture in a retort, — which 
does not cause any acid to distil over, —nearly all the mercury is pre- 
cipitated in the form of calomel; the liquid filtered therefrom deposits 
about 2 of the tartar-emetic in crystals, on evaporation and cooling; 
and the mother-liquor dries up to a yellowish white, translucent gum. 
(Brandes, dnn. Pharm. 11, 88.) 

Infusion of galls precipitates a somewhat concentrated solution of 
tartar-emetic in thick yellowish white flakes, and forms a cloud in a 
solution containing 288 pts. of water, but not in one which contains 576 
pts. (Turner.) —If a little nitric acid be added, the precipitation takes 
place, even with more dilute solutions. (Guéranger, J. Chim. méd. 
1, 371.)— An excess of tincture of galls redissolves the precipitate. 
(Orfila.) 

Tartar-emetic dissolves in 14:5 pts. of cold and in 1:9 pts. of boiling 
water. (Bucholz,) It dissolves in 19 pts. at 8°7°, in 12°6 at 21°, in 
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S-Ziat 3], inm'7-1 at 37°5°, in 5°5 at 50°, in 4:8 at 62-5, in 3°2.at.7°5°, in 
8 at 87°5°, and in 2°8 pts. at 100°. (Brandes.) The aqueous solution 
yields a pulverulent precipitate with alcohol. 

ce. Acid. — Acid Tartar-emetic.— The solution of tartar-emetic in 
boiling aqueous tartaric acid is evaporated to a syrup, and then slowly 
cooled till it crystallizes, an effect which takes place readily. (Knapp.) — 
This salt occurs in the mother-liquor of tartar-emetic. When antimonic 
sulphate obtained by heating antimony with sulphuric acid is freed from 
sulphuric acid by treatment with water and carbonate of potash, the 
oxide dissolved in aqueous cream of tartar, and the ordinary tartar- 
emetic crystallized as completely as possible from the solution by evapo- 
ration and cooling, a very acid mother-liquor is obtained, which, when 
evaporated to dryness, amounts to 4 to + of the crystals of tartar-emetic. 
The residue in the dry state is a transparent, yellow-brown gum, and 
forms with water a thick syrup, which is decomposed by alcohol into a 
precipitate of ordinary tartar-emetic and a solution of tartaric acid — is 
completely converted into common tartar-emetic by saturation, first with 
antimonic oxide, and subsequently with potash—and, on account of 
accidental impurities, does not yield the crystals of the acid salt above 
described till after standing for several months, and sometimes not even 
then. (Knapp.) —[If Phillips’s statement (p. 300), that the solution of 
antimonic oxide in pure cream of tartar crystallizes to the last drop as 
ordinary cream of tartar, be admitted as correct —and it is fully borne 
out by the composition of the salt—-we cannot help suspecting that 
Knapp’s antimonic oxide had not been completely freed from sulphuric 
acid; that this acid set free the tartaric acid from a portion of the cream 
of tartar, forming bisulphate of potash; and that the tartaric acid thus 
liberated, together with a portion of the tartar-emetic, formed the acid salt 
of the mother-liquor: it is to be regretted that this mother-liquor was not 
examined by Knapp for sulphuric acid. The bisulphate of potash was 
probably the accidental impurity which interfered so much with the 
crystallization]. (Vid. also Berzelius, Jahresber. 20, 173.) 

Transparent, colourless, oblique rhombic prisms, which effloresce in 
the air, give off 9.22 p.c. (5 At.) water at 100°, assuming at the same 
time the appearance of porcelain, and at a higher temperature melt to 
atransparent gum. From their aqueous solution mixed with hydrochloric 
acid, iron throws down all the antimony; alcohol added to the aqueous 
solution precipitates ordinary tartar-emetic, retaining the free tartaric acid. 


Dried at 100°. Knapp. Peligot. 
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C®H*K(SbO7)0" + C2H®O® ..., 482° 
Mherefore 1 At. tartar-emetic dried at 100°, with 1 At. tartaric acid. 


d. Compound of 1 At. Tartar-emetic with 3 At. Cream of Tartar. — 
1. Obtained by leaving a concentrated boiling solution of 1 At. tartar- 
emetic with 3 At. cream of tartar to crystallise by cooling. —2. By dissoly- 
ing 1 At. neutral tartrate of potash, 1 At. cream of tartar, and 1 At. acid 
cream of tartar (c) in water. (Crystals of exactly similar character are obtained 
by using tartrate of potash and ammonia instead of neutral tartrate of potash.) — 
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3. By dividing the solution of acid cream of tartar c into two parts, 
precipitating the antimonic oxide from the one half by adding a quantity 
of carbonate of potash just sufficient for saturation, and mixing the 
filtrate which contains the neutral tartrate of potash with the other half. 
[The equation given by Knapp for this reaction does not appear to be correct; 
inasmuch as he supposes that only 2 At. (not 3 At.) potash are required to precipitate 
the antimony; the mixture will therefore contain 1 At. potash too much.] — 4, By 
dissolving 9 pts. of tartar emetic and 4 pts. of tartaric acid in water, 
leaving the free tartar-emetic to crystallise out, then evaporating the 
mother-liquor to a syrup, ana leaving it to cool slowly. It then solidifies 
to a transparent, turpentine-like mass, which soon becomes turbid from 
formation of crystalline points; these increase till the whole is converted 
into a snow-white, crystalline mass, which is freed from the thick mother- 
liquor by elutriation with water, and washed on the filter with a small 
quantity of cold water. (Knapp.) 

Small nacreous lamingz, which do not give off water even when 
heated in vacuo, dissolve sparingly in water, and are precipitated from 
the aqueous solution by alcohol. (Knapp.) 


Knapp 
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When carbonate of potash is dropped into the solution of this salt as 
long as effervescence is produced, and the liquid evaporated, needle- 
shaped crystals are obtained aggregated in nodules like Wavellite, and 
very easily soluble in water; from the solution thus obtained, tartaric 
acid reprecipitates the lamina of the original salt. [Possibly a compound 
of tartar-emetic with neutral tartrate of potash ?] 

Ignited Antimonious acid does not dissolve in aqueous cream of 
tartar (Geiger & Reimann, Mag. Pharm. 17, 187); it dissolves very 
slowly and sparingly on boiling; but the hydrate dissolves more readily, 
and the clear filtrate coagulates on cooling, and leaves a fissured gum 
when evaporated. (H. Rose, Pogg. 47, 339; A. Rose, Pogg. 51, 170.) 


Hydrated Antimonic acid dissolves in an aqueous solution of 14 pt. 
of tartar-emetic (the ignited acid also, but much more slowly) forming a 
liquid which has a saline sweet taste, is not precipitated by hydrochloric 
acid, but yields a light orange-yellow precipitate with sulphuretted 
hydrogen in presence of hydrochloric acid, and leaves by evaporation a 
yellow gum, permanent in the air and easily soluble in water. (Geiger 
& Reimann, Wag. Pharm. 17, 128). The solution, either of the dry or 
of the hydrated acid, passes turbid through the filter, and leaves a turbid 
gum when evaporated. (A. Rose.) — The compound is amorphous, and 
very soluble. (Mitscherlich, Ann. Chim. Phys. 73, 896.) —3 pts. of bianti- 
moniate of potash likewise dissolve in 4 pts. of cream of tartar, forming 
a rather insipid, sweetish, saline liquid which yields a copious red-brown 
precipitate with sulphuretted hydrogen in the course of half an hour, 
and leaves a yellowish gum when evaporated. (Geiger, V. 77. 3, 1, 460.) 
The solution of biantimoniate of potash in tartaric acid is thickish, 
passes slowly through the filter, forms with sulphuretted hydrogen a 
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yellow precipitate, turning yellowish red in a few hours, and leaves a 
viscid gum when evaporated. (J. A. Buchner, Repert. 66, 171.) 


By digesting 1 pt. of vitrum antimonii (iv. 360), 1 pt. of boracic acid, and 2 pts. 
of cream of tartar, then filtering and evaporating, a gum is obtained. (Bergman.) 


Sodio-antimonic 'Tartrate.— Soda Tartar emetic. —The preparation is 
similar to that of ordinary tartar-emetic. Prisms belonging to the right 
prismatic systein. ig. 75, together with a p-face, and also a ¢-face at 
the back between n and n; y:y behind = 85° 20'; y:m = 187° 20° 
nearly. (Prevostaye.) — The crystals heated to 220° in a dry stream of 
air give off 8°4 p. c. water; they absorb moisture from the air. (Dumas 
& Piria.) 


Crystals. Dumas & Piria. 
PACD SA hh. cc au taets Abies 31:2 9°59 
Sh O08 meses eecrttviadeatets oct hacucaatnens 153°0 47°05 
ot Ae eee Sete, eee Moonee Se 48:0 14°37 14°3 
0d Lee ee, re 5°0 Dy ale ope 16 
6 ot Tene Be sei Ror hc aadn” Sa 88°0 27°06 
C8H4Na(SbO*)O} + Aq, v.ccceees 825°2 ax; 100°00 


Lnthio-antimonie Tartrate.— Transparent jelly in which small prisms 
form after a considerable time. (L. A. Buchner.) 


Baryto-antimonic Tartrate. — Tartar-emetic. (Wallquist.) Crystal- 
line laminew, which give off 8-21 p.c, water in a stream of dry air at 100°. 
(Dumas & Piria.) 


Dried at 250°. Dumas & Piria. 
A210 | Aa SPORT tied he mee ct Rae 70°00 ee e290 
Eh Co Mae as a i Ral al 1$3:0 sn 44°59 
ee eee eet re aT ee Cte Htd EP a ESD i aR ae 13°19 
eal Ya i ie ls GR AAT iN SE AOh as he Mee Se OOO" Metts: 0°66 
BEO\e cots a sa here eee, Meenas, EEN) ce |g tsUlis 


CEHFBaShOy sipscmed wdineeranit 49 Osx. 100100 


Crystals. Dumas & Piria. 
2566) pee iteee thet 766. «aa 20:18+ sna 19°85 
SS Ses ene dente ae sccpestaies oaetisties 153°0 40°31 
Yt Ce St a ee ae See 48°0 be oy eee 11°74 
COS (I cok er Tag ee ae 6:0 NLT lene be 
Er eee ee ttn Mater creat 96°0 25°29 
C8H*K(SbO7)O? + 2Aq. wee 379°6.... 100°00 


Dumas & Piria explain the deficiency of carbon by the circumstance that the baryta, 
in spite of the presence of antimonic oxide, still retains carbonic acid at a red heat ; 
they suppose the crystals to contain 4 At. HO more than the quantity calculated in 


the preceding table. 


Strontio-antimonic Tartrate. — On mixing the hot-saturated solutions of 
1 At. tartar-emetic and 1 At. nitrate of strontia, a crystalline precipitate 
is formed, which is washed with hot water, in which it is nearly insoluble, 
and then dissolved in cold aqueous nitrate of strontia (which takes up 
more of it than cold water); this solution, when gradually heated to 100°, 
deposits the salt in small prisms, which scarcely give off ¢ p. c. water 


at 210° in 6 hours. (IF. Kessler, Pogg. 75, 410.) 
x 2 
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Crystals. Kessler. 
SSP) Facet isienceersca hareeion G2 e..* LD ae es 15°26 
SHOTS, wt naa taaceanereas 153.Pasas ) SOte eee 45°25 
COE epee 1b2 2 eo eee 39°22 
CAH ASr(SbO2) 0 en s.shs DOs Boake LUG) | Serer 99°73 


Strontio-antimonic Tartrate with Nitrate of Strontia.—1 pt. of nitrate 
of strontia is digested for some time at 30° to 35°, with 2 pts. of water 
and an excess of finely pulverised strontio-antimonic tartrate, the solution 
filtered at 20°, and left to evaporate in the air.— The large, somewhat 
efforescent crystals thus obtained give off the whole of their water, 
amounting to 18°43 per cent. at 200°, and ata stronger heat burn away 
suddenly with a glimmering light, and without blackening, leaving a 
porous mass, which continues to glow for some time in the interior. 
They are not altered by immersion in cold oil of vitriol, dissolve with 
noise in warm oil of vitriol, and then give off carbonic oxide, and subse- 
quently nitric oxide gas without any colouring, but afterwards becomes 
brown and give off sulphurous acid. They dissolve readily in cold water; 
and the solution when heated deposits crystals of strontio-antimonic 
tartrate, which do not redissolye completely on cooling, even after a 
considerable time. (Kessler.) 


Crystals. Kessler. 
SET) Dieecercs Pen eRe oie, BA doacl hb ier 104. PL S87 eae 19°13 
Oe een i nas Sa eae Da ae Ey Ma a Ree nee 28°02 
Cg el 8 dee I Meta | pe nea 132 tere o U0 areeee 23°92 
INNO? FED. aaa tirana 54 $57.8 9°80 
1 PN 0 ee Race ae ke hen ree 108.72 os19°008 4 18°43 
C8H4Sr(SbO?)O,SrO,NO5 + Aq..... Sol) &..£100°00 


Calcio-antimonic Tartrate. — By precipitating a lime-salt with tartar- 
emetic. ‘The precipitate has the composition of the latter. (Wallquist.) 


Antimomo-urame Tartrate. — When the cold aqueous solutions of 
tartar-emetic and uranic nitrate are mixed together, the light yellow 
gelatinous precipitate dissolved in hot water, and the resulting solution 
slowly cooled, it immediately yields crystals; but if quickly cooled, it 
yields at first an amorphous precipitate, which however changes after 
a while to yellow-needles having a silky lustre and united in radiated 
groups. The same crystals are obtained by mixing the hot solutions of 
3 pts. tartar-emetic and 1 pt. uranic nitrate, and leaving the mixture to 
cool. The air-dried crystals give off in vacuo over oil of vitriol, 
11°76 per cent. (7 At. [or 67]), and at 200° in a dry stream of air, 
without any alteration of the acid, 18°83 p. c. (11 At. [or 10?]) in all; 
at 210°, the salt suffers no further loss, but emits a faint odour of burnt 
sugar; the salt dried in vacuo gives off at 200° in a stream of dry 
carbonic acid gas, 7:95 p.c. (4 At.), then at 242°, with browning and 
an odour of caramel, 2 p.c¢., and at 270°, with deeper brown colour, an 
additional quantity of water; but there still remains a certain quantity 
of hydrogen, which escapes in the form of water when the residue is 
ignited in a glass tube, There remains a mixture of charcoal, uranous 
oxide, and antimony, which, even when quite cold, takes fire in the air 
and burns with great splendour.— The salt dissolves in hot water with 


fine yellow colour, but separates out almost completely on cooling, so 
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that the mixture becomes nearly colourless, (Peligot, V. Ann. Chim, 
Phys 12, 466; also J. pr. Chem. 35, 157.) 


Dried at 200°. Peligot. 
EO? “tA ae. 144... 35°04 
SO Seeie. eet 153 37°22 
i Oona tasiena nae, £, cache cs 48 LISG Siero aace 11°56 
PUN BM iariecitaccateosiemicactte:s 25» teat. VOTES Soca 0°70 
iW eee en cht SAR 64 15°57 


C8H?(U202)(SbO2)0 ..., 411... 10000 


Therefore like common tartar-emetic dried at 200° (p. 300). 


Crystals dried in vacuo. Peligot. 
ee ee eee eee ence TA i ODD ee ssbness 32°3 
Gas Far et vated ae ctccauunates 153 34°23 33°7 

5 Oe crtsaroristn ven vcicedtrenein mee 48 UI By fs fas er or 3 11°0 
[Ns Bes ree oA ak Rae 6 1345 eiides 1°3 

DO Opaeitee kh en a ecah eee: 96 DANY: terre yi Yi 
GH U207)(SbO70O" + 2Aqr. 447 .2.4.100°00" Rice... 100°0 

Air-dried Crystals. Peligot. 

yo Ware cate Nr siecle atten ill te a TAG ee CO 1 Aw rues 28°30 
LOW clerert cA ata a ean 6 Toa Sere OO OE vecsscs 30°30 

od © Derrty entree ey iatie emaniinan Mendlee Ne 48 SES etal Beast OF 9°64 
Dap Ere ert orienta etcan cine cetcrcr ees 12 24 OW tere. 2 45 
Lod sly h nh dara di ead ih a an 144 ZO LE Wires 29°31 
GarCU2O2)\(SbO7ONe- 2h wall oar 00:00Mee.. 100-00 


Peligot supposes the air-dried crystals to contain 1 Aq. more. 


TEeLLURIC TARTRATE. — The solution of telluric oxide in the aqueous 
acid dries up by spontaneous evaporation, to a transparent, colourless 
mass, which has a radiated crystalline structure, and dissolves readily in 
water, forming a solution which is not precipitated by alkalis, borax, 
molybdate of ammonia, tellurate of soda, or infusion of galls. (Berzelius.) 
Snow-white needles, having a sweet metallic taste and nauseating action. 
(Kolrenter, Schw. 62, 216.) 


Potassio-telluric Tartrate. — Telluric oxide, its hydrate, and telluric 
acid, which is thereby reduced to the oxide, dissolve when digested in 
aqueous tartar-emetic. The solution deposits a large quantity of cream 
of tartar when evaporated, and then dries up to a transparent gum. This 
residue, when treated with cold water, becomes opaque from separation 
of telluric oxide, but redissolves completely when heated, without depo- 
siting anything on cooling. (Berzelius.) 

BismutHic Tartrate. — Precipitated on adding tartaric acid to sul- 
phate, hydrochlorate, or nitrate of bismuth, in the form of a white crys- 
talline meal insoluble in water. (Gren, in his Lehrbuch.) — Bismuth-salts 
are not protected from precipitation by potash by the presence of tartaric 
acid. (H. Rose.) 

4. On adding a hot concentrated aqueous solution of 4 pts. tartaric 
to a hot concentrated of 5 pts. bismuthic oxide (BiO*) in nitric acid, the 
solution remains clear while hot, but, on cooling, deposits neutral bis- 
muthic tartrate in small shining crystals, which collect on the sides of 


310 PRIMARY NUCLEUS C8H”: OXYGEN-NUCLEUS C8H‘s0°. 


the vessel, in very solid white crusts. As soon as the separation of these 
crystals is complete, the clear liquid must be decanted, and the salt 
washed on a filter for a considerable time, with a cold dilute aqueous 
solution of tartaric acid mixed with a little nitric acid, then strongly 
pressed between paper, and dried at a gentle heat. The air-dried salt 
gives off 9:12 p. c. (5 At.) water at 100°. (R. Schneider, Pogy. 88, 55.) 


Dried at 100°. Schneider. 
ORiO® Ais. .c eee: 2 474 Da:0oe See 52°42 
DE Or err trrrrtt or nit retreat 144 16°21 16°77 
1) 6 eee ee eer A the eer eee 12 135 1°39 
51116 hie Ait ROR eae ES) Se ene oe 240 OT Dee ear. Oi2ib 
DET Oooo st he es, ee ee 18 ph UE: paliinseneve 2°26 
ZBIOs, SCEHAGH AG. ..ccskedanes SS8e. ee bOG00 2 4 100°00 
Air-dried. Schneider. 
B BiOs. 7. ehh. .cce... his A74> ae 48°46 
S C8HtO. Ash asiacnidth.: 396. ne 40°49 
FES Ons OE ssc ccnsca AM. LOS ee O55 eee Li 22 
2BIO® 3CSH4OY #6Aq. ...i0. 978 .... 100°00 


When the preceding salt is immersed in hot water, and potash added in small 
quantities, a white turbidity is first produced, but afterwards, on the addition of more 
potash, a clear solution which does not become turbid when mixed with more water or with 
potash. On mixing this solution with a solution of potassio-stannous tartrate prepared in 
a similar manner (p. 311), there are formed, either at ordinary temperatures or on boiling, 
according to the degree of concentration, double salts of bismuthous oxide (BiO?), 
stannic oxide, and tartaric acid, which, in presence of a sufficient quantity of water, 
dissolve in a slight excess of potasb, forming dark brown liquids. From these com- 
pounds, the bismuthous oxide is not precipitated by direct treatment with caustic potash. 
By the addition of certain salts, e. g., carbonate or sulphate of soda, or chloride of 
sodium, to the slightly alkaline solutions of these double salts, brown compounds of 
stannic oxide and bismuthous oxide are precipitated, either af ordinary temperatures or 
on boiling, which appear to contain essentially 1 At. SnO? tol At. BiO®. Ifa solution 
of sesquioxide of tin be used instead of the protoxide, a similar compound is formed 
containing 2 At. SnO? to 1 At. BiO?. From these compounds of stannic and bismuthous 
oxides, the former oxide is completely separated by potash, only when they have not 
been precipitated at a boiling heat. (Schneider.) . 


Potassio-bismuthic Tartrate.-—Cream of tartar is boiled with water 
and excess of hydrated bismuthic oxide, obtained by digesting Magisteriwm 
Bismuthi with potash; the clear, somewhat viscid filtrate, which is not 
clouded by water, but forms a cloud with the stronger mineral acids, 
evaporated over the water-bath; and the heavy white crystalline powder 
which settles down, collected. This powder is decomposed by water, 
and yields an acid filtrate free from bismuth, which is turbid at first, 
but becomes clear after a while. (A. Schwarzenberg, Ann. Pharm. 
61, 244.) 


Dried at 100°. Schwarzenberg. 
OG Ut a ae fa eae 47°2 AES 1. cede 12°22 
BiO* sha deigedivaielenss 237°0 59 +52, > cateats 58°94 
ER ee Neen eee a ed tt a 1216 
Ze EL ianattban akin hacer carb dpeat 8ese eee: UB dei 0°59 
od PORE te arte (a 64:0 16:07 16°09 
CLK BIO shia. 398°2 L00°00 , fsnix 100°00 


Analogous therefore to tartar-emetic dried at 200° (p. 300.) 


TARTARIC ACID. 31] 


TARTRATE oF Zinc. —1.* The aqueous acid acts upon zine with evolu- 
tion of hydrogen, and forms a sparingly soluble salt. (Bergman.) — 
Concentrated solutions of neutral tartrate of potash and sulphate of 
zine yield immediately, and dilute solutions, after some hours, a white 
crystalline meal, which appears to contain 3 At. oxide to 1 At. acid. 
(Schindler, Mag. Pharm. 36, 63.) On mixing the hot concentrated 
solutions, a yellowish white crystalline meal is obtained; the cold dilute 
solutions gradually yield small crystals. The salt dissolves but very 
slowly in water, whether hot or cold, readily however in cold potash or 
soda. The alkaline solution when boiled, deposits zinc-oxide in combi- 
nation with the carbonic acid which existed in the caustic potash-ley; 
absolute alcohol precipitates from it an uncrystallizable syrup soluble in 
water. Aqueous carbonate of soda digested with tartrate of zinc, gives 
off carbonic acid, but does not dissolve a trace of zine. (Werther.) 
[ Probably basic carbonate of zine and tartrate of soda are formed | — The 
salt when subjected to dry distillation, leaves a carbonaceous residue, which 
may be set on fire with a red-hot coal, and burns away with a glimmering 
light, leaving oxide of zinc. (Bottger.) 

Zinc-salts mixed with tartaric acid remain precipitable by potash. 
(H. Rose.) [Only however when heated. | 


Tartrate of Zinc and Potassium.—a. When cream of tartar is 
digested with excess of zine or its oxide, a gummy mass is obtained, 
which has a faint taste, deposits a white powder, and dries up to a 
yellowish translucent gum.— 6. With a larger proportion of cream of 
tartar, small yellow crystals are obtained, having a harsh metallic taste. 
(Lassone, Crell. V. Hntd. 2,115.) The compound is not precipitated by 
pure alkalis or alkaline carbonates, but yields a precipitate with sulphu- 
retted hydrogen. (Thénard.) 


TARTRATE OF CapmMiuM. —Slender needles, woolly to the touch, and 
scarcely soluble in water. (Stromeyer.) — John (Berl. Jahrb. 1820, 376), 
distinguishes a dase salt insoluble in water; a neutral salt, which is very 
sparingly soluble in water, insoluble in alcohol, and crystallizes in hard 
granules; and an acid salt, which dissolves in water ‘and alcohol, and 
separates in radiated crystals. — The residue obtained by dry distillation, 
behaves like that of the zinc-salt. (Bottger.) 


StaNnNous Tartrate. — The concentrated solutions of protochloride 
of tin and neutral tartrate of potash yield a whitish yellow powder, 
which does not dissolve in water, even when hot, but dissolves in 
aqueous potash or soda, and is precipitated by alcohol, in the form of a 
yellowish white, gummy, uncrystallizable mass. (Werther.) — The resi- 
due of the dry distillation behaves like that of the zinc-salt. (Bé ‘ttger.) 
-— Stannous salts mixed with tartaric acid are not precipitated by caustic 
alkalis or alkaline carbonates. (H. Rose.) Hence the addition of cream 
of tartar to tin-mordants which are mixed with an alkali (Berzelius.) 


Potassio-stannous Tartrate. -— Obtained by boiling oxidised tin with 
cream of tartar. Easily soluble ; not precipitated by alkalis or their 
carbonates. (Thénard.) —@. 1 pt. of erystallized protochloride of tin 
and 8 pts. of tartaric acid, dissolved in a sufficient quantity of hot water, 
and carefully mixed with caustic potash till the liquid becomes neutral, 
form a clear, colourless solution, which may be boiled and mixed with an 


ol PRIMARY NUCLEUS C8H”: OXYGEN-NUCLEUS C8H‘0°%, 


indefinite quantity of water, without becoming turbid; the white preci- 
pitate which forms in this solution by addition of a little more potash, 
and especially on boiling, is redissolved by a still further addition of 
potash. (R. Schneider. Pogg. 88, 59.) YF, 


TarTRATE OF LEAp. — Obtained by precipitating nitrate or acetate 
of lead with tartaric acid. — With tartrate of potash and neutral acetate of lead, 
a precipitate is formed containing acetic acid, (vid. inf.) — Also by precipi- 
tating a hot solution of tartrate of lime with neutral acetate of lead, and 
filtering at a boiling heat. (Casselmann.) — White crystalline powder, 
of sp. gr. 3°871. (H. Rose, Pogg. 33, 48.) The salt precipitated by 
tartaric acid from neutral acetate of lead, and dried in the air, gives off 
but a trace of hygroscopic water at 120°. (Berzelius, Ann. Chim. 94, 176; 
Pogg. 19, 306.) By dry distillation, it gives off 0:2 p. ¢. of pyrotartaric 
acid, besides empyreumatic oil and acetic acid. (Gruner.) When boiled 
witb water and peroxide of lead or manganese, it is decomposed, with 
formation of formiate of lead. (Persoz, Compt. rend. 11, 522.) It dis- 
solves, with evolution of heat, in potash or soda-ley, and alcohol throws 
down from the solution, a mass which collects in lumps and dries up to 
a fine crystalline meal. (Werther.) Its solution in ammonia deposits, 
when boiled, a compound of 4 At. lead-oxide with 1 At. acid. (Erdmann, 
Ann. Pharm. 21, 14.) It dissolves in sal-ammoniac (Brett), and in warm 
nitrate or succinate of ammonia, imperfectly in the carbonate. (Witt- 
stein.) It is nearly insoluble in water. Dissolves readily in aqueous 
nitric or tartaric acid. The latter solution does not become turbid on 
addition of alcohol, and when evaporated, deposits nothing but the 
neutral salt. (Hrdmann.) 


Dried at 100°, Berzelius. Thomson. Bucholz. Thénard. ra 
rgd $4 1) 8 Penge OO fee EGO OF a Ol 4 Oe Ob a Oe OU eee cee 
SC eres, AS (ie eet 324 9 eee ee Bo aneeees Riot sah ee elt 
Aerie ee. fe, LS 2 See Seer fas Pe 4: iho 

12 se ee SO i aoe ly eee aes oe Lams ss Sh 
C8H*Pb?0 356 ..,. 100°00_.... 100°00 100°0 


By digesting 5 pts. of litharge with 2 pts. of neutral tartrate of pot- 
ash dissolved in water, tartrate of lead and caustic potash are obtained. 
(Karsten, Scher, J. 5, 594.) 

When 2 At. neutral acetate of lead and 1 pt. neutral tartrate of pot- 
ash, are mixed together in aqueous solution. a precipitate is formed, 
consisting of a mixture of about 9 pts. of lead-oxide and 2 pts. of sex- 
basic acetate of lead, while the supernatant liquid is acid, and still 
contains tartaric acid, so that it is still capable of forming a _preci- 
pitate with neutral acetate of lead. (Geiger, Repert. 9, 176.) — Bolle 
(Br. Arch. 20, 1), obtained similar results. The precipitate obtained 
with yarious proportions of the materials, and washed with boiling 
water, contained, besides tartrate of lead, small quantities of sex- 
basic acetate of lead and cream of tartar; and the filtrate contained,— 
besides acetate of potash—free-acetic acid which could be sepa- 
rated by distillation, a small quantity of neutral tartrate of potash, 
and oxide of lead [probably dissolved in the form of tartrate by the 
acetic acid]. Werther prepared his tartrate of lead by precipitating 
the acetate or nitrate of lead with neutral tartrate of potash, and obtained 
it in the form of a white, dry, soft powder, which contained 56.97 p. ¢. 
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lead-oxide, and gave off 8°24 p. c. water at 200°. This was probably an 
impure salt of similar nature. 

A lead-salt mixed with tartaric acid, and at the same time with a 
sufficient quantity of nitric acid to prevent the precipitation of tartrate 
of lead, is not precipitated by alkalis. (H. Rose.) 


Tartrate of Lead and Ammonium. — 'Tartrate of lead dissolves readily 
and abundantly in an aqueous solution of neutral tartrate of ammonia; 
the concentrated solution solidifies, after a while, to a stiff jelly. 


(W chler.) 


Tartrate of Lead and Potassium. — Cream of tartar boiled with 
oxide of lead yields an insoluble salt, which is not decomposed either by 
alkalis or by sulphates. (Thénard.) 


Tartrate of Lead and Chromium. — Blue potassio-chromic tartrate 
added to acetate of lead, throws down a bluish-green powder. (Berlin.) 


Tartrate of Lead and Antimony. — The precipitate obtained in the 
cold with tartar-emetic and neutral acetate of lead, and dried in the air, 
gives off 8°84 p. c. (4 At.) water, when heated to 100° in a steam of dry 
air; and at 200°, at which point decomposition begins, 11°7 p. c. (6 At.) 
in all. The precipitate obtained with hot solutions has, after drying in 
the air, the same composition as the precipitate obtained in the cold and 
dried at 100°; it gives off 4°81 p. c. (2 At.) water between 220° and 230°. 
(Dumas & Piria.) 2 At. water go off even at 190°, and the residue 
suspended in alcohol and decomposed by sulphuretted hydrogen, yields 
nothing but tartaric acid; if, however, this residue be decomposed by a 
small quantity of oil of vitriol, and exhausted with alcohol, the solution 
saturated with carbonate of baryta, and the filtrate evaporated, a small 
quantity of a baryta-salt is obtained = BaO,C*HO* | = C*®H*Ba?0", 
corresponding, therefore, to tartaric anhydride]. (Berzelius, Pogg. 47 
318.) 


The precipitate obtained from hot solutions, Dumas & 
dried at 230°. Piria. 
PDO Waste eee Dies 20 OO 
SOC ae hate Sansdin 153) %.8° 40°37 
Ee Mee fee ae 48 WAT tS eS 12°77 
GELS guswsalencesstntetemayecines 2 Oe drag tesroence 0°58 
2, @ Mae a a at bic a ee Pe 64 16°89 
C22 ED Sb O2 Ola aoa. 379 100-00 
The same, air-dried. Dumas & Piria. 
PHOPR . Seoed etches TIE ee esi 2k 
SS Ee Greed hater toseeiee 153 38°54 
BL een eave cua Midoormie 48 Or isan 12°20 
Ae EES oe trees cotenscce hee: 4 be Ue ainceat 1°13 
1 Yeo tee ie Rael 80 20°15 
C7 HAP bh SbO7) Oi. 397 100°00 


Frrrovus TARTRATE. —a. Anhydrous ?—1. Obtained by mixing a 
warm aqueous solution of ferrous sulphate with tartaric acid. (Retzius.) 
According to Retzius, the salt is deposited as the liquid cools. According 
to Bolle (V. Br. Arch. 37, 33), on the contrary, it is deposited when the 
solution is heated. Ina cold saturated aqueous solution of 4 pts. ferrous 
sulphate, 3 pts. of tartaric acid dissolve clearly; but each time the liquid 
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is heated, and especially on boiling, a large quantity of ferrous tartrate is 
precipitated in the form of a bluish white powder, which disappears 
almost completely on each application of heat, while ferrous sulphate 
crystallizes out. The mixture, after dilution with water, must therefore 
be boiled, the precipitate collected on the filter while hot, and washed 
with boiling water. By this process, the 4 pts. of ferrous sulphate yield 
0°42 pt. of precipitate. When 1 pt. of ferrous chloride is mixed with 
2 pts. of neutral tartrate of potash, part of the powder is precipitated, 
even in the cold, the rest on boiling; in all 1 pt. 

According to Retzius, the anhydrous salt forms lamine; according to 
Bolle, an apple-green powder containing no water of crystallization, and 
leaving 40:06 to 40°62 ferric oxide when burned. According to Dulk, it 
is a white, non-crystalline powder, which contains no water, but dissolves 
in 11:27 pts. of cold water. 

By precipitating ferrous sulphate with neutral tartrate of potash, a 
pale green powder is obtained, which becomes spotted with red-brown 
during washing, and dissolves very readily in aqueous alkalis, forming a 
liquid which oxidises quickly on exposure to the air. (Werther.) 

6. Hydrated. — Iron filings or iron wire is immersed in aqueous tar- 
taric acid contained in a flask provided with a gas-delivery tube, the 
precipitated pulverulent salt separated from the iron by elutriation, and 
washed with a small quantity of water. (Bucholz, Ure, V. Quart. J. 6, 
388.) — White powder containing 13 p.c. water (15 p. ce. would be 4 At.), 
soluble in 426 pts. of cold and 402 pts. of boiling water. (Bucholz.) It 
tastes slightly ferruginous, does not oxidise readily in the air, takes fire 
at a dull red heat, and burns away like tinder, leaving a residue of ferrie 
oxide. (Ure.) By dry distillation, it gives off carbonic acid aud olefiant 
gases, and leaves a mixture of charcoal and ferrous oxide (without 
metallic iron, inasmuch as it does not evolve hydrogen from hydrochloric 
acid), which, when exposed to the air after complete washing, takes fire 
quickly, and burns away with a glimmering light, leaving ferric oxide of 
a fine red colour. (Bottger.) 

Ferrous sulphate mixed with tartaric acid 1s not precipitated by alkalis 
or their carbonates, and forms with ammonia a dark green liquid, which, 
when exposed to the air, slowly turns yellow from formation of ferric 
salt. (H. Rose.) On boiling, however, the iron is completely precipitated 
by potash. (Wackenroder, V. Lr. Arch. 21, 67.) 


Ferric TARTRATE. — Obtained by dissolving recently precipitated 
ferric hydrate in aqueous tartaric acid, at a temperature not exceeding 
25°. (Werther, Wittstein, sepert. 86, 362; 92, 2.) — Ferric hydrate 
while still moist dissolves easily, but after drying, scarcely at all in the 
cold acid and very sparingly in the boiling acid, with partial reduction 
to ferrous oxide (recognizable by the formation of prussian blue with 
ferricyanide of potassium) and evolution of carbonic acid. (Werther.) — 
The solution evaporated below 50°, whereby an inconsiderable reduction 
is produced, leaves an amorphous mass which yields a dingy yellow 
powder, and consists of 2Fe?0*, 3C°H°O”. On boiling the solution, the 
sesquioxide of iron is partly reduced to protoxide, and a basic salt is 
precipitated, while free acid remains in solution, together with a small 
quantity of the sesquioxide. (Wittstein.) The solution is not precipitated 
by alkalis; but when mixed, first with potash and then with alcohol, it is. 
resolved into a wine-red syrup, and a supernatant liquid of a lighter 
colour. (Werther.) Sulphuretted hydrogen passed through a solution of 
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the salt supersatuated with ammonia, throws down all the iron. (H. Rose.) 
Concentrated solutions of neutral tartrate of potash mixed in proper 
proportion with ferric sulphate, deposit sulphate of potash; and the 
blood-red filtrate yields with alcohol containing in solution a large quantity 
of tartaric acid with a trace of ferric oxide, a viscid precipitate which 
dries up to a brittle mass, melts at 85°, glimmers away in the fire, with 
a pale flame and faint odour of caramel, and is insoluble in water, but 
redissolyes in aqueous tartaric acid, forming a blood-red liquid. (Ure.) 


Ferroso-ferric Tartrate. — When recently precipitated ferric hydrate 
is digested with aqueous tartaric acid, 21°2 pts. at most of the dry 
oxide dissolve in 63°3 pts. of the crystallised acid [1 At. in some- 
thing less than 2 At]. On boiling and evaporating this solution, + of 
the ferric oxide is reduced to ferrous oxide without evolution of 
carbonic acid (at least according to Werther), formic acid, or any 
other volatile acid, and without formation of oxalic acid; oxygen gas 
must therefore be evolved [?]. During this boiling and evaporation, a 
lemon-yellow powder is likewise deposited. If, however, the whole be 
evaporated to dryness at once, there remain 85 pts. of a mass producing 
a greenish yellow powder, permanent in the air, and containing, when 
dried between 60° and 70°, 3°36 p. ec. FeO, 21°50 Fe?0%, 64:75 CSH*4O”, 
and therefore 10°39 Aq. It decomposes quietly in the fire, without 
melting, and leaves 38 p.c. of ferric oxide. To alcohcl and ether it 
gives up only a little tartaric acid, and is resolved by boiling with water 
iuto a lLmon-yellow powder, amounting to 58°8 per cent., and a pale 
yellow liquid, which is aqueous tartaric acid, but still contains in solution 
a small quantity of the lemon-yellow powder. (Wittstein.) 

The lemon-yellow powder does not appear crystalline under the 
niicroscope; it 1s tasteless, and in the undecomposed state does not redden 
litrritis. It contains 4°70 p. c. FeO, 32°25 Fe*?O*, and 62°30 C*®H*O” (loss 
0°75.) It is decomposed in sunshine, with formation of ferrous salt, and 
acquires the power of reddening litmus; and when expused to the sun 
under water, is completely dissolved, forming a colourless liquid which 
contains nothing but ferrous salt. It is not altered by ammonia; with 
potash-ley, it forms a black-brown solution which is completely decom- 
posed at a gentle heat; with warm aqueous carbonate of potash, it forms 
a dark brown solution which becomes turbid by continued boiling. It 
dissolves in nitric acid without colour, in hydrochloric acid with yellow 
colour. The latter solution forms with ammonia a clear brownish yellow 
mixture; with potash, a clear black-brown mixture, which is completely 
precipitated on heating; and with carbonate of potash, a dark mixture, 
which, when boiled, slowly deposits all the iron, the more slowly as it 
is more concentrated. In cold tartaric acid the powder dissolves slowly, 
in hot tartaric acid quickly, with greenish yellow colour. Hot acetic 
acid dissolves only a trace; alcohol and ether, none. (Wittstein, Repert, 
86, 362.) 

Ferrocyanide of potassium added to a solution of neutral ferric 
tartrate, throws down prussian blue; but if an excess of tartaric acid is 
present, it forms a clear blue liquid, which when evaporated, leaves a 
dark blue residue, soluble in water. — Prussian blue recently precipitated 
from ferric sulphate does not dissolve in tartaric acid; but, if ammonia 
be then gradually added, it becomes violet, amethyst-red, rose-red, and 
fmally white (ammoniacal prussian blue, vii. 445) ; it is then turned blue 
by tartaric acid, and again white by ammonia. The white body remains 
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white when exposed to the air under water, but becomes blue onl 

drying. If, on the other hand, tartrate of ammonia be immediately added 
to the blue precipitated mixture of ferric sulphate and ferrocyanide of 
potassium (and not the acid and ammonia in succession), the prussian 
blue dissolves with splendid violet colour. (Calloud, WV. J. Pharm. 
10, 182; also J. pr. Chem. 39, 227.) — Prussian blue alone likewise 
dissolves immediately in a cold aqueous solution of neutral tartrate 
of ammonia. (Monthiers, NW. J. Pharm. 9, 263; also J. pr. Chem. 
38, 173.) 


Ammonio-ferric Lartrate. — The dark brown solution of recently pre- 
cipitated ferric hydrate in hot aqueous tartrate of ammonia, leaves, when 
evaporated over the water-bath, shining, dark brown scales, exhibiting 
a garnet-red translucence, — or else a granular mass. The residue 
consists of NH*,Fe’0*,C°H*O” + 4 to 5Aq.. It dissolves in somewhat 
more than its own weight of water. The solution is not altered by 
several hours’ boiling, but alcohol precipitates the salt from it. (Procter, 
Amer. J. of Pharm.; abstr. N. J. Pharm. 1, 414.) 


Potassio-ferrous Tartrate. — By digesting 1 pt. of iron-filings with 
4 pts. cream of tartar, and with water out of contact of air. Greenish 
white needles having a harsh taste, sparingly soluble in water, not 
precipitated by alkalis or their carbonates, but yielding a precipitate 
with sulphuretted hydrogen. 


Potassio-ferric Tartrate.— Ferric hydrate is digested at 50° or 60° 
with water and cream of tartar for 24 to 86 hours, the mixture being 
shaken now and then, and the residue evaporated on plates in the 
drying chamber at a gentle heat. Shining, black-brown scales, ruby- 
coloured by transmitted light; the salt, even below 130°, gives off water 
and carbonic acid, part of the sesquioxide of iron being at the same time 
reduced to protoxide; and the residue dissolves in water, with separation 
of a small quantity of black ferruginous matter. The solution of the 
salt deposits when boiled, nearly colourless tartrate of ferrous oxide 
[and potash?] (Soubeiran & Capitaine, J. Pharm. 25, 738; also Ann. 
Pharm. 34, 204.) 


Soubeiran & 
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To this salt belong, for the most part, the Zartarus chalybeatus or 
Mars solubilis, and the Globuli martiales of the pharmacopceas, prepared 
by heating cream of tartar and water, either with ferric hydrate, or with 
iron filings in a vessel exposed to the air. These preparations, however, 
as Wackenroder has shown, always contain a considerable quantity of 
ferrous salt, inasmuch as, in the first mode of preparation, part of the ferric 
oxide is reduced by the hot tartaric acid, and in the second, the iron is 
but imperfectly oxidized by the air. These preparations consist of a 
very sparingly soluble portion, which, according to the mode of ope- 
rating, appears to consist of basic ferric tartrate, potassio-ferrous tartrate, 
or ferrous tartrate, and of an easily soluble portion, which is chiefly 
p otassio-ferric tartrate, but appears always to contain in addition potassio- 


TARTARIC ACID. 317 


ferrous tartrate (rendered soluble in water by the medium of the ferric 
salt), and sometimes also neutral tartrate of potash. 

1. With Ferric Hydrate and Cream of Tartar.— When the hydrate 
is boiled for some time with water and cream of tartar, the liquid evapo- 
rated to an extract, the extract dissolved in water, the solution filtered 
from the insoluble portion, and again evaporated, a dark green mass is 
obtained, which yields a yellow-green powder. It dissolves readily in 
water. The clear yellow-green solution reddens litmus strongly, and 
when mixed with hydrochloric acid, forms a copious blue precipitate, 
both with ferrocyanide and with ferricyanide of potassium. The preci- 
pitate produced by the ferrocyanide is about three times as copious as 
that formed by the ferricyanide. The tartaric acid has therefore reduced 
a portion of the sesquioxide of iron to protoxide. It forms with am- 
monia a clear brown mixture, which does not become turbid, even when 
boiled, but when heated with a small quantity of hydrochloric acid, 
deposits a rusty-coloured matter, which redissolves in a larger quantity 
of the acid. The clear dark brown mixture formed with potash remains 
clear while cold (as observed by Wenzel and H. Rose), but on boiling 
deposits all the iron in the form of dark brown ferroso-ferric hydrate. 
With carbonate of soda it assumes a greenish brown colour; with 
phosphate of soda, dark brownish green, without becoming turbid when 
boiled; but a small quantity of acetic acid afterwards added, throws 
down all the iron as a greenish white powder; a small quantity of hydro- 
chloric acid also added after the phosphate of soda, forms, especially 
when the liquid is heated, a thick precipitate of ferric phosphate; and if 
acetate of soda be likewise added, the whole of the ferric oxide is preci- 
pitated on boiling in the form of phosphate, and the whole of the ferrous 
oxide remains in solution, also as phosphate. Sulphuretted hydrogen 
forms a black precipitate with the solution, but does not throw down all 
the iron. Infusion of galls forms a dark blue precipitate. (Wackenroder, 
N. Br. Arch. 21,65.) The soluble salt slowly forms with ferrocyanide 
of potassium a scanty white precipitate, which gradually turns blue 
(J. A. Buchner, Jeepert. 6, 289), but on addition of a small quantity of 
acid, it yields immediately a copious blue precipitate. (Fuchs, Lepert. 
9,214.) With sulphuretted hydrogen and tincture of galls, it gives the 
ordinary precipitates. (Buchner.) 

By boiling about 1 pt. of ferric hydrate with 4 pts. of cream of 
tartar and with water, then filtering and evaporating to dryness, a dark 
green or yellowish brown, uncrystallisable, resinous mass is formed, 
having a sweetish ferruginous taste. — By boiling 188'1 pts. (1 At.) of 
cream of tartar with a quantity of ferric hydrate containing 82°8 pts. 
(a little more than 1 At.) of anhydrous ferric oxide, and with water, 
a soluble and an insoluble compound are obtained, which may be sepa- 
rated by filtration. — The insoluble compound amounts to only 18 pts., 
contains 68 p. ¢. ferric oxide, no potash, and may be regarded as basic 
ferric tartrate. The soluble compound amounts, when evaporated to 
dryness, to 242 pts.; has the appearance of a brown brittle resin, trans- 
parent, with greenish yellow colour in thin sheets; yields a brown 
greenish yellow powder, which the moisture of the air again hardens to 
a solid mass; has a pure but mild ferruginous taste; and reddens litmus. 
The brown-yellow aqueous solution, like all the following examined by 
Wittstein, is completely precipitated, with blue colour, by ferricyanide of 
potassium, also by boiling with potash, with separation of dark brown 
ferroso-ferric hydrate. (Wittstein; see his analysis, @, p. 319.) 
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2. With Iron and Cream of Tartar.— When 1 pt. of iron filings is 
digested with 4 pts. of cream of tartar and with water in an open vessel, 
hydrogen gas is evolved at first, and a white granular mass formed, 
which is slightly soluble in water, consists chiefly of potassio-ferrous 
tartrate, and when exposed for some weeks to the action of the air, 
assisted by constant stirring, is converted into a brown pitchy mass, 
consisting chiefly of potassio-ferric tartrate, but always containing a little 
of the ferrous salt. On dissolving this mass in water, the excess of iron 
filings remains behind, and, according to Wittstein, some iron-black pro- 
duced therefrom, together with potassio-ferrous tartrate, and any tartrate 
of lime that may have been contained in the cream of tartar; while the 
filtered solution leaves on evaporation, a brown mass consisting of a 
large quantity of potassio-ferric and a small quantity of potassio-ferrous 
tartrate. 

The solution of this mass is dark brown, has a faint taste, slightly 
sweetish, with an alkaline character, and almost imperceptibly ferru- 
ginous. Sulphuric, hydrochloric, nitric, or acetic acid, added in small 
quantity, precipitates pure ferric hydrate, and the filtrate tastes slightly 
acid and strongly ferruginous; tartaric acid precipitates cream of tartar 
from it. (Geiger, Mag. Pharm. 7, 262.) 

If the mass be redissolved in water and filtered as often as any 
insoluble matter [potassio-ferrous tartrate?] remains behind, and the 
filtrate finally evaporated, a dark brownish green mass is obtained, 
which swells up strongly when ignited, and deliquesces in the air. (Dulk. 
Analysis 6. 

When iron filings are digested for a short time with cream of tarfar, 
the resulting solution has a strong acid reaction; after longer digestion 
the acid reaction is but slight, but the proportion of the protoxide to the 
sesquioxide remains about the same. The solution exhibits exactly the 
same reactions as that which is prepared with ferric oxide and cream of 
tartar (p. 317), especially in being completely precipitated by potash on 
boiling. (Wackenroder.) 

The portion of the resulting mass which is sparingly soluble in water 
is ferrous tartrate ; the easily soluble portion blues reddened litmus, and 
becomes moist on exposure to the air, (Boutron Charlard, J. Pharm. 
9, 590.) 

Alcohol added to the aqueous solution throws down a viscid mass, 
and the nearly colourless filtrate contains a very small quantity of iron. 
Ure. 
iMa. 1 pt. of iron filings has been digested for a week with 4 pts. of 
cream of tartar, nearly 4 of the iron is found unaltered. The insoluble 
portion of the resulting salt is ferrous tartrate mixed with a very small 
quantity of potassio-ferrous tartrate; if, however, the action of the air 
has been continued for a longer time, the product gives the analysis c, — 
The portion soluble in water, which is the larger of the two, exhibits, 
after evaporation, the appearance of a black, shining, brittle mass, which 
becomes moist on exposure to the air, and has a mild, saline, sweetish, 
ferruginous taste; when this mass is dissolved in water, a small portion 
of the insoluble salt still remains behind. Analysis d. (Wittstein.) 

In a second similar experiment, 4 of the iron filings remained unat- 
tacked, but at the same time + of the iron was converted into iron-black. 
The black watery filtrate left more than 2 pts. of a black shining mass, 
which, after being three times dissolved in water and filtered from the 
insoluble portion (the analysis of which is given under e), left a black 


TARTARIC ACID. 319 


shining mass, having a greenish translucence, absorbing a small quantity 
of moisture, yielding a greenish brown powder, and having a sweetish 
ferruginous taste; the analysis of this residue is given under f. (Witt- 
stein. ) 

If iron reduced from the oxide by hydrogen be used, and the mass 
subsequently digested in water, there remains a greyish white mixture 
of iron-black and ferrous tartrate free from potash; and the dark greenish 
brown filtrate, which has a sweetish, ferruginous, and saline taste, and 
reddens litmus slightly, leaves on evaporation a black residue, which 
yields a greyish brown powder, deliquesces to a thin paste on exposure 
to the air, dissolves completely in water, and gives the analysis g. 


( Wittstein.) 
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[The atomic numbers prefixed to the percentages are but very rough 
approximations. 

According to this, the salt @ is a mixture of 1 At. CSH*K FeO”, and 
3 At. C8H*K (FeO*)O"; in salt 6, Dulk probably overlooked the ferrous 
oxide; salt ¢ is not easy to designate; d appears to be a mixture of 
mat, Cll hheO”™. 2 At CH FeO7}0" and 2 At CH#K70*? &, whieh 
appears to contain a basic salt, is difficult to make out; f should be 
a. mixture of | At. C’H*KFeO™ 2 At. C7H’K(PeO}O* and BAL 
C°H*K?0"]. — Wittstein gives different calculations, because in each of 
the compounds analysed, he supposes all the potash, ferrous oxide, ferric 
oxide and acid, to be united into a single salt. 

According to Semmola (LBerzelius Jahresher. 24, 217), the compound 
of 1 At. potassio-ferrous tartrate with 1 At. potassio-ferric tartrate is 
green and difficultly soluble, and when exposed to the air, passes into the 
black, easily soluble compound containing 2 At. ferric salt. 

When iron filings are digested in an open vessel with an aqueous 
solution of neutral tartrate of potash, an alkaline liquid is obtained, —a 
proof that the oxidized iron sets potash free. (Boutron Charlard.) 

Recently precipitated ferric hydrate dissolves readily, without evolu- 
tion of gas, in aqueous neutral tartrate of potash, forming a red solution; 
but after having been dried for some time, it dissolves only after long 
boiling, and with slight evolution of gas. (Werther.) 

If tartrate of potash contains iron in solution, the iron, in presence of 
carbonate of potash, requires a very large excess of hydrosulphate of 
potassium to precipitate it completely, but is readily precipitated if the 
carbonate of potash be decomposed by an acid. (Blumenau, Ann. Pharm. 
67, 125.) 
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_ TartrRATE or Copaur. — Red, crystallisable. (Gren.) — Cobalt-salts 
mixed with tartaric acid are not precipitated by alkalis or their carbo- 
nates. (H. Rose.) 


Lartrate of Cobalt and Potassium. — Large rhomboidal crystals. 


TartratTe or Nicken.— When the boiling aqueous acid is saturated 
with the hydrated oxide or carbonate of nickel, this salt is precipitated in 
greenish white flakes, having a faint metallic taste (Tupputi); as a 
siskin-green crystalline powder. (Werther.) By dry distillation, it 
leaves a black, very soft, non-pyrophoric powder. (Bottger.) It is 
scarcely soluble in water, either hot or cold (Werther), but dissolves in 
tartaric acid. (Tupputi.) Nickel-salts in presence of tartaric acid are 
not precipitated by alkalis or alkaline carbonates. (H. Rose.) 


Tartrate of Nickel and Potassium. — Obtained by boiling carbonate of 
nickel with aqueous cream of tartar. Gummy; not crystallisable; ex- 
tremely sweet ; easily soluble. (Wéohler.) 

Tartrate of nickel dissolves readily in warm aqueous potash or soda, 
and on boiling also in carbonate of soda, with evolution of carbonic acid, 
forming a liquid which solidifies to a pulp on cooling. The solution in 
caustic alkalis, which has a fine green colour, yields no crystals by 
evaporation, but a whitish green gelatinous deposit, which is not deprived 
of all its potash or soda by washing with cold water, and-dissolves but 
slowly on boiling. The supernatant liquid is turbid, passes milky through 
the filter, and leaves a gummy mass by spontaneous evaporation. With 
alcohol, the green solution solidifies to a jelly. (Werther. ) 

A cold aqueous solution of neutral tartrate of potash or soda dissolves 
but a small quantity of hydrated oxide of nickel, forming a neutral liquid 
which does not crystallise. (Werther.) 


Cupric Tartrate. —a. Neutral. —1. Obtained by saturating the 
heated acid with cupric oxide. (Trommsdorff.) The salt separates as 
soon as the acid is nearly saturated. (Werther.) —2. By precipitating 
acetate of copper with tartaric acid, (Trommsdorff,) or sulphate, or chlo- 
ride. (Bergman, Opusc. 8, 456.) — 3. By precipitating nitrate or sulphate 
of copper with neutral tartrate of potash, (V. Rose, Werther,) or with 
cream of tartar. (Planche, J. Pharm. 12, 362.) 

Whitish blue powder (V. Rose, Trommsdorff); light green powder, 
appearing under the microscope to consist of tables (Werther); blue 
crystals (Bergmann); green crystals (Planche). — The powder gives off 
all its water at 100°, and becomes greenish white. (Werther.) It then 
yields by dry distillation, acetic acid, pyrotartaric acid, and an empy- 
reumatic oil of agreeable odour (Gruner), and leaves a dark brown mass, 
which, when set on fire in the air by a red-hot coal, burns away and 
leaves oxide of copper (Bottger). The salt, when heated in the air, 
swells up, blackens, gives out a faint odour, and leaves metallic copper 
(Planche), which then burns and forms 87°31 p.c¢. oxide of copper. 
(Trommsdorff.) — Bright iron immersed in the aqueous solution becomes 
covered, first with a black, and afterwards with a brown-black film of 
copper-iron. (Wetzlar, Schw. 50, 96.) ee 

It dissolves in 1715 pts. of cold, and 310 pts. of boiling water 
(Werther); is insoluble in cold water, but dissolves in more than 1000 
pts. of boiling water, forming a nearly colourless liquid, which becomes 
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turbid on cooling. (Trommsdorff.) It dissolves in cold nitric acid, but 
is insoluble in tartaric acid. (Planche.) 


Crystalline. Dumas & Piria. 
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Potassio-cupric Tartrate.— Obtained by boiling the oxide (Thénard) 
or carbonate of copper (Trommsdorff), with aqueous cream of tartar 
Blue, sweet-tasting crystals (Thénard). The dark blue solution deposits 
metallic copper when evaporated, and leaves an amorphous residue, 
1 pt. of which boiled with 3 pts. of cream of tartar and with water, 
yields a green solution, from which, by evaporation, green crystals are 
obtained, together with a precipitate of copper. 10 pts. of neutral 
tartrate of potash, dissolved in water, likewise take up only 1 pt. of 
tartrate of copper, and the blue solution deposits metallic copper when 
evaporated, but nothing crystalline. (Trommsdorff.) Iron immersed in 
the aqueous solution of this salt is not coppered over, even on boiling; 
but silver in contact with the iron becomes coated with copper at a 
boiling heat. (Wetzlar.) 

Cupric tartrate forms with potash-ley a dark blue solution, from 
which alcohol throws down a crystallizable double salt. (Planche.) When 
mixed with alcohol, it separates into a dark blue oily layer, and a super- 
natant, thin, pale blue liquid. (Werther.) 

Cupric tartrate dissolves in 2°5 pts. of carbonate of potash (dissolved 
in water), forming a deep blue liquid, which, when evaporated, deposits a 
red powder of copper, a yellowish powder of hydrated cuprous oxide, 
and a powder proceeding from decomposition of the acid, and, ultimately, 
leaves a dark blue, pulverizable, amorphous mass. This mass does not 
become damp on exposure to the air, and is insoluble in alcohol, but 
dissolves in warm water, forming a splendid blue liquid, which gives no 
precipitate with ammonia or potash, a light blue precipitate with baryta- 
water, lime-water, and neutral acetate of lead, and with sulphuretted 
hydrogen a brown precipitate of sulphide of copper. (Trommsdorff.) 

Cupric salts mixed with tartaric acid form a clear sky-blue mixture 
with carbonate of potash. 

From the solution of cupric tartrate in soda-ley, alcohol throws down 
thick flakes, which dry up to a light blue powder, and dissolve very 
readily in water, forming a liquid which, when evaporated, deposits 
cuprous oxide, becomes thick and gummy, and ultimately leaves a 
greenish black, amorphous mass. (Werther.) 


Cupric tartrate is nearly insoluble in cold dilute carbonate of soda; 
but in a boiling solution of that salt, it dissolves with violent evolution 
of carbonic acid, and forms a deep blue, perfectly neutral, liquid. (If the 
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boiling be too long continued, a small quantity of cuprous oxide is pre- 
cipitated.) This liquid, evaporated first over the water-bath, then, after 
filtering from the cuprous oxide, in vacuo, or over sulphuric acid within 
a receiver containing air, yields small tabular crystals, united in warty 
masses, of a fine blue colour, dissolving with the same colour in water, 
and with peculiar facility in warm water. The neutral solution turns 
green when boiled for some time, but on cooling deposits cuprous oxide 
and recovers its blue colour; it is not precipitated by alkalis, but the 
mixture, after standing for some time, deposits cuprous oxide and a 
black carbonaceous substance. Alcohol precipitates the salt from its 
aqueous solution in the form of alight blue powder. In the formation of 
these crystals, 3 At. cupric tartrate appear to decompose with 4 At. 
soda into 2 At. of the crystals and 1 At. tartrate of soda; but the mother- 
liquor, which is coloured brown from partial decomposition, does not 
yield the latter salt. (Werther.) 
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Mercurovus TarTRATE.—1. When 1 pt. of mercurous oxide is 
heated with 2 pts. of tartaric acid dissolved in water, the temperature 
being ultimately raised to 75°, the solution deposits white crystalline 
scales on cooling, but a considerable quantity of mercury remains dis- 
solved. (Harff. Br. Arch. 5, 269.) The greater part of the mercurous oxide is, 
however, resolved into metallic mercury and mercuric oxide. (Burckhardt.) — 2, By 
precipitating a dilute solution of mercurous nitrate with free tartaric 
acid. (Burckhardt, WV. Br. Arch. 11, 257.) —8. By triturating together 
the crystals of mercurous nitrate and neutral tartrate of potash, with 
addition of water (H. Rose, Pogg. 53, 127,) or by mixing the aqueous 
solutions of the two salts. (V. Rose, Carbonell, & Bravo, J. Chim. méd. 
7, 161.) The precipitate remains suspended at ordinary temperatures, 
but is immediately deposited on heating the liquid. (Werther.) — The 
precipitate, after being washed with cold water, must be dried in the 
dark. 

Soft, white, shining needles or scales, or white crystalline powder, 
having a metallic taste. The salt contains, according to Burckhardt, 
72°45, according to Harff, 74:07 p. c. mercurous oxide. When exposed 
to light, it turns yellow, grey, and black (at least when it is moist. Harff.) 
It intumesces strongly in the fire, giving off acetic acid, (but no formic,) 
and leaving charcoal. When heated with potassium, it decomposes with 
fire, but without noise. (Burckhardt.) When boiled with water, it does 
not dissolve, but turns greyish, from reduction of metal, the water at the 
same time taking up asmall quantity of mercuric salt. (H. Rose.) Potash 
or soda immediately separates mercurous oxide from it. (Werther.) —In 
boiling concentrated sulphuric acid, it dissolves completely, with dark 
brown colour, in the dilute acid partially. It dissolves readily in nitric 
acid, even when dilute; with boiling hydrochloric acid it forms a 
small quantity of corrosive sublimate. It dissolves readily, especially 
while still moist, in concentrated acetic acid and in aqueous tartaric acid, 
but not in water, alcohol, or ether. (Burckhardt.) 
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Mercuric Tartratr,—1, Mercurie oxide is digested with the 
aqueous acid, and the resulting white powder separated from the un- 
altered oxide by levigation, (Burckhardt.) 2. Mercuric acetate (or 
nitrate, according to Werther,) is precipitated by the free acid or its 
soda-salt. (Burckhardt.) — When mercuric nitrate is precipitated by an alkaline 
tartrate, the precipitate is contaminated with a basic nitrate. (Burckhardt.) — White, 
very light powder, having a metallic taste. (Burckhardt.) — Yellowish 
white fine grains. (Werther.) At J00°, the salt contains 58°45 p. ce. 
mercuric oxide (Burckhardt), 60°50 p.c. (Harff.) It does not blacken 
by exposure to light. When heated, it blackens, swells up, and is 
resolved into carbonic acid, empyreumatic acetic acid, mercury, and 
charcoal. When heated with potassium, it decomposes with noiseless 
fire. (Burckhardt.) Caustic potash separates from the salt, a reddish- 
black mixture of mercuric and mercurous oxides (Werther), yellow mer- 
curic oxide. (Harff.) It is nearly insoluble in cold oil of vitriol, but 
dissolves with brown colour in boiling oil of vitriol. It dissolves readily 
in dilute nitric acid, in strong acetic acid, and in tartaric acid, forming 
liquids which are not precipitated by ammonia, carbonate of ammonia, 
potash, or soda. It does not dissolve in water, alcohol, or ether, even 
at a boiling heat. (Burckhardt.) It dissolves very sparingly in pure 
water, but abundantly, and with precipitation of corrosive sublimate, in 
water containing sal-ammoniac, together with common salt. (Mialhe.) 


Basie Ammonio-mercurous Tartrate.—a. White. — The solution of 
mercurous tartrate is supersaturated with ammonia, and filtered from the: 
scanty grey precipitate; the excess of ammonia which had held the basic 
salt in solution, driven off from the filtrate by gentle evaporation; this 
basic salt freed from nitrate and tartrate of ammonia, by washing with 
a small quantity of cold water, and dried over the water-bath in the 
dark. — White powder, of saline metallic taste. Blackens quickly when 
exposed to light. When heated, it gives off carbonic acid, empyreu- 
matic ammoniacal vapours, and mercury, and leaves a trace of charcoal. 
It is not altered, even by immersion in boiling potash or soda. It dis- 
solves in cold oil of vitriol, in hot nitric and in strong acetic acid. It 
does not dissolve in water, either hot or cold, but, especially while still 
moist, in an aqueous solution of pure ammonia, or of nitrate or tartrate 
of ammonia. (Burckhardt.) 


6. Black. — Mercurous tartrate suspended in water, treated with 
ammonia, and washed, yields when dried a black tasteless powder, which 
contains 86:27 p. ce. mercurous oxide; yields globules of mercury when 
moistened and rubbed in the hand; gives off a large quantity of ammonia 
when treated with potash; dissolves in nitric acid with the exception of 
a white powder; and in acetic acid with separation of mercurial globules; 
and is insoluble in water, alcohol, and ether. (Harff.) 


Ammonio-mercuric Tartrate. —a. Basic.— «a. Mercuric tartrate sus- 
pended in water is decomposed by ammonia, then washed and dried in 
the shade. White powder having a metallic taste. It contains 77°85 p. ¢. 
mercuric oxide. When ignited, it gives off ammonia, mercury, and 
oxygen gas [!!], and leaves charcoal. When boiled for some time with 
water, it turns yellow. With potash it assumes a yellow colour, and 
gives off ammonia, Oil of vitriol turns it yellow, and partially dissolves 
it. It dissolves easily in hydrochloric acid, scarcely at all in cold nitric 
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acid, almost entirely in hot nitric acid, in 1000 pts. of water, in 455 pts. 
of alcohol, not in ether. (Harff.) 

B. Mercurie oxide is boiled with aqueous tartrate of ammonia and 
excess of tartaric acid; the filtrate precipitated by dilution with water; 
and the precipitate washed and dried at 100° in the dark. The white 
metallic-tasting powder blackens on exposure to light. It intumesces 
when heated, giving off carbonic acid, empyreumatic ammoniacal vapours, 
afterwards acid vapours and mercury, and leaves a trace of charcoal. 
With boiling potash it gives off ammonia. Dissolves easily in nitric, 


acetic, aud tartaric acid, but is insoluble in water, alcohol, and ether. 
(Burckhardt.) 


b. Neutral. — Formed by boiling mercurous or mercuric oxide with 
acid tartrate of ammonia, or by dissolving mercuric tartrate in neutral 
tartrate of ammonia. Is best prepared by the last mentioned process, 
the liquid being boiled to saturation and filtered hot. On cvoling, the 
salt crystallizes in small, transparent, colourless, four-sided prisms, 
having a saline and afterwards harsh metallic taste. These prisms do 
not blacken when exposed to light; they swell up strongly in the fire, 
becoming carbonized and giving off ammoniacal vapours, empyreumatic 
acetic acid, and mercury. With boiling potash, they give off ammonia. 
They dissolve in cold oil of vitriol. They dissolve readily in water both 
hot and cold, but are insoluble in alcohol and ether. The aqueous 
solution yields a red precipitate with potash, a white turbidity with 
carbonate of potash, nothing with ammonia or carbonate of ammonia. 


(Burckhardt. ) 


Potassio-mercurous Tartrate.—1. Obtained by boiling 1 pt. of mercu- 
ric oxide with 6 to 8 pts. of cream of tartar and with water, till the whole 
is nearly dissolved, then filtering hot, and cooling. (Mounet, Burckhardt.) 
The crystals thus obtained consist entirely of mercurous salt, whereas if only 3 pts. of 
cream of tartar are used, the reduction does not take place. (Burckhardt.) — 2, By 
boiling mercurous oxide or mercurous tartrate with excess of cream of 
tartar. — White, translucent, very small prisms, having a metallic taste 
and reddening litmus. The salt blackens quickly when exposed to light. 
When heated, it intumesces, gives off empyreumatic acetic acid, carbonic 
acid, and mercury, and leaves a large quantity of charcoal. It is ingo- 
luble in cold water, dissolves sparingly in boiling water, readily in nitric, 
acetic, and hot tartaric acid, from which latter it separates unaltered on 
cooling. (Burckhardt; comp. Carbonell & Bravo, J. Chim. med. 7, 161; 
J. Pharm. 19, 620.) 


Potassio-mercuric Tartrate. —1. Prepared by adding mercuric tartrate 
to a boiling solution of neutral tartrate of potash as long as it dissolves, 
filtering hot, and cooling to the crystallising point. (Burckhardt.) — 
2. By digesting mercuric oxide with water and cream of tartar, and 
evaporating the filtrate till it erystallises. (Harfl.) — Small, white, trans- 
lucent prisms (shining, according to Harff), which have a metallic taste, 
and redden litmus. (Burckhardt.) The salt intumesces when heated, 
giving off empyreumatic acetic acid, carbonic acid, and mercury, and 
leaving carbonate of potash mixed with charcoal. (Burckhardt.) Its 
aqueous solution is coloured red by potash, white by carbonate of potash 
or soda, and is not precipitated by ammonia or carbonate of ammonia. 
(Burckhardt.) The crystals turn yellowish with potash, white with 
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ammonia. They dissolve completely in warm oil of vitriol with blacken- 
ing. They dissolve in hydrochloric and in nitric acid. (Harff.) They 
are nearly insoluble in cold water, dissolve more readily in hot water, 
also in various acids and in neutral tartrate of potash; not in alcohol or 
ether. (Burckhardt.) They dissolve in ether. (Harff.) 

Tartaric acid forms with oxycyanide of mercury a crystallisable salt, which is 
resolved by water into a soluble and an insoluble salt. (Johnston, viii, 16.) 


TARTRATE OF SILVER. — Precipitated on mixing neutral tartrate of 
potash (not the free acid) with nitrate of silver. (V. Rose.) With cold 
dilute solutions of nitrate of silver and Rochelle salt acidulated with a 
very small quantity of nitric acid, the precipitate is curdy and amor- 
phous; boiling hot dilute solutions turn brown when mixed, and deposit 
brown laminz of silver. But if a moderately concentrated solution of 
Rochelle salt be added to a dilute silver-solution of 80°, till the precipitate 
which at first continualiy redissolves, begins to become permanent (a 
small portion of the silver-salt must remain undecomposed), the mixture 
on cooling yields delicate scales, which, after thorough washing, have a 
white metallic lustre ike polished silver, and at 15° exhibit a sp. gr. of 
34321. (Liebig & Redtenbacher, dnn. Pharm. 38, 132.) — White crys- 
talline powder, having a silky lustre, and free from alkali when thoroughly 
washed. (Werther.) The salt blackens on exposure to light. (V. Rose.) 
When gently heated, it gives off pyrotartaric and carbonic acid, without 
intumescence or spirting, and leaves a shining mass of spongy silver free 
from alkali. The dry salt is quickly decomposed by dry chlorine gas, 
with evolution of heat and formation of chloride of silver. (Liebig.) 
The heat produced by the decomposition gives rise to the evolution of 
empyreumatic products; chlorine gas passed through water in which 
tartrate of silver is suspended, produces carbonic acid gas, chloride of 
silver, and unaltered tartaric acid; part of this acid has therefore been 
converted into carbonic acid. (Erdmann, J. pr. Chem. 25, 504.) When 
dry ammoniacal gas is passed at a gradually increasing temperature over 
the salt previously dried at 100°, the salt becomes suddenly brown 
and black, and when the temperature reaches 70°, gives off dense fumes 
of pure carbonate of ammonia, and leaves a black residue with partial 
metallic lustre, from which water extracts a large quantity of tartrate of 
ammonia, while a black carbide of silver, containing 7°5 p. c. carbon, 
remains behind. (Erdmann.) The solution of tartrate of silver and 
aqueous ammonia deposits silver on boiling, partly in the specular form, 
and afterwards on cooling yields an ammoniacal salt, which dissolves 
in water less easily than the tartrate, and whose aqueous solution forms 
with potash-salts, a non-crystalline precipitate, which dissolves in hydro- 
chloric acid less easily than tartrate of lime, and is precipitated from 
that solution by ammonia, even while the liquid still reddens litmus 
strongly. Hence another acid appears to be formed. (Werther.) 
Casselmann did not obtain this reaction. — Cold potash or soda-ley added to 
tartrate of silver throws down oxide of silver (Werther); but only half 
the total quantity, because a tartrate of silver and potassium or sodium 
is formed. (Gay-Lussac & Liebig.) The salt is nearly insoluble in water. 
(V. Rose, Werther.) 

The presence of tartaric acid does not protect silyer-salts from pre- 
cipitation by fixed alkalis. (H. Rose.) 
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According to Thénard, there exists a tartrate of silver and potassium, which is 
obtained as a white insoluble powder by digesting silver-oxide with cream of tartar. 
Liebig however did not succeed in preparing it; for on boiling the silver-oxide with 
cream of tartar, carbonic acid was evolved, and from the liquid which had become 
neutral, acetate of silver crystallised on cooling; and by precipitating nitrate of silver 
with a very large excess of neutral tartrate of potash, he obtained on cooling, silver- 
shining laminee of tartrate of silver free from potash. [This does not agree with the 
statement of Gay-Lussac & Liebig above-quoted. | 


Argento-chromic Tartrate. — Obtained like the corresponding lead-salt, 
which it resembles in properties and stoichiometrical constitution. 
(Berlin.) 


Argento-antimonic Tartrate. — Obtained by precipitating nitrate of 
silver with tartar-emetic. (Wallquist.) The precipitate has the same 
composition, whether obtained from cold or from hot solutions; the latter, 
when heated to 150° in a current of dry air, gives off 4:28 p.c., and at 
160°, with reddish yellow colouring, 4'4 p.c. (2 At.) water in all. A trace 
of potash is found in the ignited residue. (Dumas & Piria.) 
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TARTRATE OF PaLuLApIum. — The neutral tartrates of the alkalis 
form a light yellow precipitate with nitrate of palladium. (Berzelius.) 

Tartaric acid dissolves readily in Wood-spirit and in Alcohol. The 
latter solution, according to Pelouze, does not redden litmus. 

Concentrated solutions of tartaric acid and Urea form, after a while, 
a crystalline precipitate. (Gm.) 

The solution of Glycocol in the aqueous acid mixed with absolute 
alcohol, deposits an oil, which is not altered by repeated agitation with 
- alcohol, and dries up to a gum on exposure to the air. (Horsford.) 

Tartaric acid combines with organic alkalis, forming crystallisable 
salts. Tartrate of asparagine forms very beautiful crystals. (Pasteur.) 
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Metatartaric Acid. 
C5H°02=C8H"05,0°, 


BRACONNoT. (1831.) Ann. Chim. Phys. 48, 2993 also Schw. 64, 338; 
also Pogg. 26, 322. | 

ERDMANN. Ann Pharm. 21, 9. 

Laurent & Greruarpt. Compt. Chim. 1849, 1 & 97; also Ann. Pharm. 
70, 348; also J. pr. Chem. 46, 860; abstr. Compt. rend. 27, 818. 


Amorphous Tartaric Acid, Metatarterséiure, amorphe Weinsaure, Acide metatar- 
trique. 


Formation and Preparation. Tartaric acid, pulverised and dried at 
100°, is heated in the oil-bath to 170°—180", till it just begins to melt, 
and then immediately removed from the fire. (Laurent & Gerhardt.) — 
If the melting be too long continued, the product becomes mixed with 
tartralic acid. If it is not continued long enough, only 0°20 p. c. water 
is given off; at a few degrees above the melting point, more water 
escapes. But the evolution of a little water is not essential to the con- 
version of tartaric into metatartaric acid. When 60 pts. of tartaric acid 
are melted for an hour in a flask with 2 or 3 pts. of water renewed as it 
evaporates, so that the flask always contains more than 60 pts., a viscid 
mass is obtained, which is no longer tartaric, but a mixture of meta- 
tartaric and tartralic acids; for its solution in a very small quantity of 
water, mixed with a little ammonia, solidifies to acid metatartrate of 
ammonia; its solution neutralised with ammonia, forms, with a concen- 
trated solution of acetate of lime, but only after a few minutes, a pre- 
cipitate, which consists of metatartrate of lime, and does not exhibit any 
crystals of tartrate of lime when examined by the microscope; and the 
liquid filtered from the precipitate, yields, when alcohol is added to it 
drop by drop, a semi-viscid precipitate of tartralate of lime, easily soluble 
in water; lastly, the fused mass neutralised with chalk, with addition of 
water, yields a neutral filtrate, which, when boiled, becomes very acid (in 
consequence of tartralate of lime remaining in solution), and deposits 
crystals of metatartrate of lime. (Laurent & Gerhardt.) — Braconnot 
exposes tartaric acid for a second to a strong heat, till it melts and swells 
up. — Erdmann melts tartaric acid at 120° [does it melt at that tempe- 
rature ?], till it forms, with intumescence and loss of water, a transparent 
colourless syrup, which, when placed upon a cold surface, no longer 
solidifies to a turbid crystalline mass (from admixture of tartaric acid), 


but to a clear glass. This acid, obtained by Erdmann, appears to have contained 
tartralic and tartrelic acids. (Laurent & Gerhardt.) 


Propertves. ‘Transparent, vitreous or gummy mass. (Erdmann, Laur. 
& Gerh.) When softened by heat, it may be drawn out into capillary 
threads. (Braconnot.) According to Pasteur, its solution exerts upon 
polarised light the same rotatory action to the right as tartaric acid. 
Tartaric acid poured immediately after fusion into a quadrangular glass 
box and solidified, likewise turns the plane of polarisation strongly 
towards the right, so long as it is hot; at ordinary temperatures, however, 
it deflects but feebly to the right, and at 0° to the left. (Biot & Laurent, 
Compt. rend. 29, 681.) 
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Metatartaric acid is isomeric with tartaric acid. (Erdmann, Laurent 


& Gerhardt.) 


Decompositions. The acid, when exposed to a continued gentle heat, 
is partially reconverted into crystalline tartaric acid. (Laurent & Ger- 
hardt.) When exposed to the air, it deliquesces to a syrup, which 
changes to crystalline tartaric acid. Its concentrated aqueous solution 
evaporated over oil of vitriol within a bell-jar containing air, deposits 
crystals of tartaric acid, the formation of which is accelerated by the 
presence of a little sulphuric acid. (Erdmann.) Its solution neutralised 
with potash, deposits, on addition of alcohol, a transparent oil, which 
gradually crystallises to neutral tartrate of potash, Ammonia acts in a 
similar manner. (Laurent & Gerhardt.) 


Combinations. The acid dissolves readily in water, and is very deli- 
quescent. (Braconnot, Erdmann, Laurent & Gerhardt.) 


The A/etatartrates differ in form from the tartrates, and dissolve more 
readily in water. (Laurent & Gerhardt.) 


Metatartrate of Ammonia — a. Neutral. — On neutralising the acid 
with ammonia, a salt is produced, which behaves, sometimes like meta- 
tartrate, sometimes like tartrate. (Laurent & Gerhardt.) 


b. Acid. — Formed by adding to the concentrated solution of the 
acid, a quantity of ammonia not sufficient to neutralise it, and washing 
the crystalline precipitate which appears after a few seconds, first with 
water containing a little alcohol, and then with alcohol. — Shining 
rhombic and six-sided lamin, often aggregated in such a manner as to 
form re-entering angles. From its solution in lukewarm water, the salt 
may be recrystallised without alteration, but on boiling it changes into 
acid tartrate of ammonia. It dissolves in water much more readily than 


the latter, and the solution does not precipitate lime-salts. (Laurent & 
Gerhardt.) 
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Metatartrate of Potash. — The neutral salt cannot be prepared. (Laurent & 
Gerhardt.) It is amorphous and gummy, and becomes moist on exposure to the air. 
(Braconnot.) — Acid. — Metatartaric acid added in excess to solution of 
potash, throws down a fine, non-granular powder, which is as sparingly 
soluble as cream of tartar. (Braconnot.) Crystals exhibiting the same 
appearance and reactions as those of the ammoniacal salt; they contain 
20°3 p. c. potash, and are therefore = C*H°KO”. (Laurent & Gerhardt.) 


Metatartrate of Soda. — Neutral. — Uncrystallisable, gummy, deli- 
quescent. (Braconnot.) 


Metatartrate of Soda and Potash. — Crystallisable, like Rochelle salt. 
(Braconnot.) 
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Metatartrate of Baryta. — The aqueous acid forms a precipitate with 
excess of baryta-water, but not with baryta-salts. The ammonia-salt 
precipitates baryta-salts, but the precipitate does not appear till after 
some time, if the solutions are dilute. (Erdmann.) — The salt is obtained 
by precipitating a baryta-salt with neutral metatartrate of ammonia. 
Globules aggregated in masses. The salt dried at 160° contains 44:8 
p. c. barium and 2 At. water, and is therefore = C®H*Ba*O” + 2 Aq. 
It dissolves in water much more readily than tartrate of baryta. 
(Laurent & Gerhardt.) It is easily soluble in excess of the acid. 
( Erdmann.) 


Metatartrate of Lime — The hot aqueous acid saturated with carbo- 
nate of lime, gradually becomes turbid as it cools, and deposits a viscid, 
transparent, tasteless mass, which may be drawn out into threads, dries 
up to a transparent gum permanent in the air, and when heated with 
water or dilute acetic acid, again acquires the consistence of turpentine 
withont sensibly dissolving. Its solution in warm metatartaric acid 
leaves a transparent, brittle, rather acid salt, which, when kept for some 
time under water, is converted into granular tartrate of lime. (Braconnot.) 
The aqueous acid gives a precipitate with excess of lime-water, but not 
with lime-salts. The ammonia-salt precipitates lime-salts, but after a 
time only if the solutions are dilute. (Erdmann.) — Metatartrate of lime 
is obtained by precipitating a lime-salt with neutral metatartrate of 
ammonia in concentrated solutions. In dilute solutions the precipitate takes 
some time to form; the acid ammonia-salt gives no precipitate. — The precipitate, 
which is flocculent at first, soon becomes granular, and then appears under 
the microscope, to consist, partly of granules, partly of prisms, having one 
end rounded and the other perpendicularly or obliquely truncated. The 
salt dried at 230°, =C®H*Ca’0"; after drying at 160°, it contains 19°35 
p. ¢. calcium, and is therefore = C°H*Ca’O” + 2Aq; and the air-dried 
crystallised salt contains 15°35 p. c. calcium, gives off 27:10 p. c. water 
at 240°, and is therefore = C®H*Ca?0” + 8Aq, the same therefore as 
air-dried tartrate of lime. (Laurent & Gerhardt.) — The once-crystallised 
salt dissolves in a large quantity of cold water, and but slowly in boiling 
water, being thereby converted into tartrate. The cold aqueous solution 
forms, with ammonia, a large quantity of flakes (soluble in excess), which 
become crystalline. Cold water to which a small quantity of hydro- 
chloric or nitric acid is added, dissolves the salt abundantly, and when 
neutralised with ammonia, deposits it after a while unaltered. But the 
hydrochloric acid solution of the salt dried at 220°, yields by precipita- 
tion with ammonia, rectangular octohedrons of tartrate of lime. (Laurent 
& Gerhardt.) When metatartaric acid, somewhat supersaturated with 
ammonia is mixed with chloride of calcium and then with a quantity of 
water sufficient to redissolve the precipitate, the whole of the salt 
crystallises out, after a few hours, as tartrate of lime. (Erdmann.) 


Metatartrate of Magnesia. — The solution of magnesia in the acid, 
leayes a varnish when evaporated. (Braconnot.) 


Metatartrate of Lead. — Even the free acid forms with nitrate or acetate 
of lead, a white precipitate containing 60°13 to 60°48 p. c. lead-oxide. 
The precipitate obtained on adding the acid not quite neutralised with 
ammonia to nitrate of lead, is insoluble in cold, and very sparingly soluble 
in boiling water, from which it is deposited in flakes on cooling. It 
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dissolves easily in metatartaric and other acids, also in ammonia. 
(Erdniann.) 

With sulphate of copper, metatartrate of ammonia forms no precipi- 
tate at first, but the mixture, after a while, deposits tartrate of copper. 
(Erdmann.) 


Tsotartaric Acid. 
C*H°0" = C*H"0*,0% 


Epm. Fremy. (1838.) Ann. Chim. Phys. 68, 353; also Ann. Pharm. 
29, 142; also J. pr. Chem. 16, 322. Further: WV. Ann. Chim: Phys. 
31, 829; Ann. Pharm: 78, 297; abstr. Pharm. Centr. 1851; 987; 
Jahresber, 1851, 407. 

LAurEnt & GERHARDT. Compt. chim. 1849, 6 & 105; also Ann. Pharm. 
70, 354; also J. pr. Chem. 46, 365,—GrERHARDT. Compt: chim. 
1851, 182. 


Tartrilstéiure (Liebig); formerly called Tartralic Acid by Fremy; Acide isotar- 
trique. (Laurent & Gerhardt.) 


Formation. By melting tartaric acid at a temperature above the 
point at which it is converted into metatartaric acid. — The tartaric acid 
then gives off water. (Fremy.) This loss is not essential, and isotar- 
taric acid is formed, together with metatartaric acid, even when 60 pts. 
of tartaric acid are fused with 2 or 3 pts. of water, and the water con- 
tinually renewed, so that the mass constantly weighs more than 60 pts. 
(p. 327). When the tartaric acid was fused without water, till the loss of 
water amounted to 3°04 p.c., there remained a mixture of isotartaric 
and metatartaric acids, and when the fusion was continued till the loss 
amounted to 7:2 per cent. there remained a mixture of isotartaric (or 
tartralic,) and tartrelic acids, perfectly soluble in water, and, therefore, 
free from anhydrous tartaric acid. (Laurent & Gerhardt.) — . According 
to Biot, (V. Ann. Chim. Phys. 28, 215, 351,) tartaric acid, in all the phases 
through which it passes before arriving at its final anhydrous state, 
exerts, when the solid mass is dissolved in cold water, instantly the same 
amount of rotatory action on polarised light as the crystallised acid in 
its unaltered state. The absolute rotatory power, as well as the law of 
dispersion, (p. 271,) appear to be the same for the modified as for the 
crystallised acid. Biot regards these facts as confirmatory of Laurent 
and Gerhardt’s view, that tartaric acid, when heated, does not undergo 
any chemical change, till it passes to the condition of the anhydrous 
acid. &.—2. A mixture of tartaric acid and sugar deliquesces in the 
air to ano longer crystallisable syrup, in which the greater part of the 
tartaric acid is converted into tartralic [isotartaric?|] acid. For after 
saturating the filtrate with carbonate of lime, and filtering again to 
separate tartrate of lime; alcohol added to the filtrate throws down 
tartralate [isotartrate| of lime, the aqueous solution of which deposits 
tartrate of lime on boiling. (A. Vogel, Jun. Repert. 92, 325.) 


Preparation. 1. A few grammes of tartaric acid are heated for some 
time in a porcelain basin fo 200°, stirring all the time, during which 
treatment the acid should not turn yellow, and should give off water, but 
no acid vapours. The residual mass (which however is only a mixture,) contains 
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34°09 p. c. C, 3°92 H and 61:99 O. This mass, which contains only traces of 
tartrelic acid, is dissolved in water, and neutralized with carbonate of lime, 
the filtrate decomposed by sulphuric acid, and the filtered solution of 
the acid evaporated. (Fremy.) — 4. In the Traité de Chimie générale of 
Pelouze & Fremy, 2me Ed. 1855, tom. 2, pp. 225, 226, it is stated that 
tartaric acid heated to 200°, yields, not tartralic or isotartaric acid, but 
tartrelic acid; that isctartaric acid, the acid.whose salts have the formula 
C°H°MO” or MO,C®HO" is obtained, as well as metatartaric acid, by 
heating tartaric acid to 170°; and that tartralic acid, 1;HO,C°H‘O” 1s 
formed by heating tartaric acid to 190°. &|. — When tartaric acid is heated 
for some time to its boiling point, but not high enough to make it froth, 
there remains a mixture of metatartaric, isotartaric, and tartrelic acids, 
which, when dissolved in water, and saturated with chalk, yields tartre- 
tale of lime in the form of a precipitate of pitchy consistence, and a 
filtrate which does not redden litmus; but from this filtrate, alcohol throws 
down isotartrate of lime mixed with metatartrate, by the analysis of 
which mixture, Fremy obtained an incorrect analysis of tartralate 
[isotartrate] of lime. The metatartaric acid in this lime-salt may be 
recognized by the character that, when dissolved in water after drying, 
it leaves crystalline metatartrate of lime: for when the acid separated 
therefrom is mixed with a small quantity of ammonia, it forms, after a 
a few hours, crystals of acid metatartrate of ammonia. (Laurent & 
Gerhardt.) 

2. To obtain the lime-salt in a state of perfect purity, tartaric acid 
is heated till it froths; dissolved in cold water; neutralized or slightly 
supersaturated with ammonia; mixed with concentrated acetate of lime; 
and alcohol dropt into the clear mixture, while the liquid is stirred with 
a glass rod: the viscid precipitate then collects together, and settles down 
to the bottom in the form of a nearly colourless oil: —If the alcohol be 
too rapidly added, the salt is precipitated in flakes, which do not unite, 
and must therefore be washed on a filter, during which process they 
suffer partial decomposition; it is also necessary not to precipitate the 
whole of the salt by the alcohol. — The oil, after the watery liquid has 
been decanted, is well kneaded with fresh alcohol, and boiled for a few 
seconds, whereupon it suddenly hardens as if it had become crystalline, 
although no crystalline structure can be perceived in it by the microscope, 
then comminuted with the rod, rinsed three times with alcoliol, and dried 
between paper. (Laurent & Gerhardt.) 


Properties. Not crystallisable; tastes somewhat less sour than tar- 
taric acid. (Fremy.) 
The acid is highly deliquescent. (Fremy.) 


The Jsotartrates [the tartralates of Fremy’s earlier investigations, | 
have in the neutral state the formula C°H°MO™. (Laurent & Gerhardt.) 
Perhaps therefore = C*H°MO%,0*, — In the dry state, they are unalter- 
able, but in the state of aqueous solution, they pass, witli especial 
rapidity when heated, into the state of acid tartrates (Fremy), meta- 
tartrates. (Laurent & Gerhardt.) 


Tsotartrate of Ammonia. — When tartrelic acid 1s added at ordinary 
temperatures to aleoholic ammonia, which must remain somewhat in 
excess, isotartrate of ammonia is precipitated in the form of an oil, 
which may be washed with alcohol. This oil is deliquescent. When 
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heated, it gradually solidifies without evolution of ammonia, from forma- 
tion of acid metatartrate of ammonia, with which it is metameric. 


Fremy. (Laurent & Gerhardt.) 


Lsotartrate of Potash. — Obtained in a similar manner. Not crystal- 
lizable; deliquescent; contains 20°3 p. c. potassium, and is therefore 
= C°H°KO”. Partially converted, by gentle heat, into acid metatar- 
trate of potash. (Laurent & Gerhardt.) 


Isotartrate of Baryta.— Aqueous isotartaric acid is saturated with 
carbonate of baryta, and the salt precipitated from the filtrate by alcohol. 
It dissolves sparingly in water, and contains 43°5 p. ¢. baryta. (Fremy.) 
According to what is above stated, this salt likewise contains metatar- 
trate of baryta. (Laurent & Gerhardt.) 


Lsotartrate of Lime.—(For the preparation vid. supra.) The salt 
dissolves very readily in cold water, even that which has been dried at 
150°, and contains but a trace of metatartrate of lime; the neutral solu- 
tion turns sour when boiled, neutral metatartrate of lime separating out, 
and free metatartaric acid remaining in solution : 


2CSH>CaO® = C®H!Ca2O" + CSHSOX, 


Alcohol precipitates the salt from its aqueous solution in thick flakes, 
which, when collected on a filter, dry slowly in the air, and yield an 
acid viscid mass by partial conversion into metatartrate and free acid. 
(Laurent & Gerhardt.) — The salt which was obtained by Fremy, and, 
according to Laurent & Gerhardt, was contaminated with metatartrate, 
dissolves sparingly in water, and is precipitated therefrom by alcohol. 
The aqueous solution is neutral, turns acid in a few hours at ordinary 
temperatures, and quickly on boiling, depositing granular crystals of tar- 
trate of lime. (Fremy.) 


Laur. & Gerh. F 
at 160°. pues 


ot OP are 48 .,.. 28°40 
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CoH’CaQY 109. «,... 0100200 
Fremy deduced from his analysis, the formula C83H4O!", 13 Ca.O (vid. inf. 
y MS 


Isotartrate of Lead. — Obtained by precipitating nitrate of lead with 
the free acid, washing the precipitate quickly on a filter with cold water, 
and drying it quickly between paper, afterwards in vacuo. (Fremy.) — 
If the precipitation be performed with the potash or ammonia salts, the 
precipitate always retains a certain portion of the alkali-salt. (Fremy.) 
— The moist precipitate is completely converted into tartrate of lead, 
even by 24 hours’ contact with water. (Fremy.) — The pure lime-salt 
forms with neutral acetate of lead a white precipitate insoluble in water. 
(Laurent & Gerhardt.) 


Fremy. 
PRO Ss. cscthachoic aie: eee eee a ateney 54°55 to 52°61 
Cc evecis dices lua stant tian piensa Ree 16°74 . 17°40 
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Lsotartrate of Copper.— The clear mixture of the potash-salt with 
acetate or sulphate of copper, yields, on addition of alcohol, a pale green, 
somewhat crystalline precipitate, which becomes glutinous when spread 
out on blotting paper, and, after drying at 150°, contains 17:9 p. ¢. copper, 
therefore = C'5H®'CuO”. (Laurent & Gerhardt.) 


Isotartrate of Silver. — The lime-salt forms with nitrate of silver a 
white precipitate soluble in a large quantity of water. (Laurent & 
Gerhardt.) 


The acid dissolves in Alcohol, (Fremy.) 


7. TartTraAtic acip. — C§H40",13HO or 2C°H40'3HO. — Obtained, 
according to Fremy’s latest statement (Z'raité de Chimie générale, par 
J. Pelouze et H. Fremy, Par. 1855, iv. 226), by heating tartaric acid 
to 190°. 

Fremy had formerly stated (Ann. Pharm. 78, 304) that this acid is formed at 
170°; but he now agrees with Laurent & Gerhardt in asserting that the product formed 
at that temperature is the monobasic acid, isotartaric acid. 

The acid is deliquescent and uncrystallisable. 


Fremy 
ot CB oe eae Naa 48°0 Bo: ONT secactes 33°3 
Rah LAE te deen van tas 5°5 Bay ener 3°4 

PO ar aie bee Ne ewes 92:0 G3:3gu ae 63°3 
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The general formula of the tartralates is C7H*O”,13MO or 2C°H‘0", 
3MO. When treated with excess of base, they are converted into 
tartrates. By boiling with water, they are resolved into tartrates and 
free tartaric acid. The tartralates of baryta, strontia, and lime are 
soluble in water. 


Tartralate of Lime,—obtained by boiling tartaric acid, either till it is 
only partially converted into tartralic acid, or till the formation of 
tartrelic acid has commenced, dissolving the product in cold water, 
saturating with carbonate of lime, precipitating the filtrate with alcohol, 
and drying the precipitate, first in vacuo, and afterwards at 200°,— 
yields by analysis 23°7 p. c. lime, the formula C8H*0",13Ca0O requiring 
24:1 p.c. (Fremy, Ann. Pharm. 78, 314.) 


Tartralate of Lead,—prepared by dissolving the lime-salt in cold 
water, decomposing with oxalic acid, precipitating the tartralic acid with 
neutral acetate of lead, and washing the precipitate with cold water, — 
or by treating tartrelate of ammonia with excess of ammonia to convert 
it into tartralate, and precipitating with neutral acetate of lead, — 
yielded by analysis 55:2 and 55:9 p. c. PbO, while the formula C°H*0”, 
13PbO requires 56:0 p. c. (Fremy.) 4. 


Tartrelic Acid. 
CEO SOs Oho 
E. Fremy. (1838.) Ann. Chim. Phys. 68, 367; also Ann. Pharm. 


29, 152; also J. pr. Chem. 16, 331. —Further; NV. Ann. Chim. 
Phys. 81, 329; Ann. Pharm. 78, 315. 
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Lavrent & Geruarpt. Compt. Chim. 1849, 9, & 101; also Ann. 
Pharm. 70, 856; also J. pr. Chem. 46, 368. 


Tartrelséure, Isotartrinsdure, Acide tartrelique, Acide isotartridique, Acide 
tartarique anhydre soluble. 


Formation. By keeping tartaric, or tartralic, or isotartaric acid in 
a state of continued fusion at 180°, [or 200° according to the latest 
statements (p. 331).] — After the tartaric acid has lost by fusion 4 At. 
water, it is converted into tartralic acid = C’H"O*, and when by 
continued fusion it has lost 3 At. more of water, it becomes tartrelic 
acid = C*H°O". (Fremy.) — Tartaric acid must give off 2 At. water in 
the formation of tartrelic acid; for the latter is isomeric with tartaric 
anhydride (C°H*O"), and when heated for a longer time to 180°, 
passes, without further loss of water, into that substance. (Laurent & 
Gerhardt.) 


Preparation. By heating tartaric acid to 180° [200°] till all the 
tartaric acid is converted into tartrelic, but not long enough or strong 
enough to produce tartaric anhydride. (Fremy.) — By heating tartaric 
acid over the open fire quickly and with agitation, till, in about six 
minutes, it thickens and swells up into a spongy mass. (Laurent & 
Gerhardt.) 


Properties. Slightly coloured, easily crystallisable, strongly acid, 
(Fremy.) — [ Deliquescent, and uncrystallisable. (Fremy, Z'raité de Chimie, 
Pv and F: 1855, 1%, 226.) "| 


Calculation according to P ; 
Laurent & G. Calculation according to Fremy. Fremy. 
eens 430.24 GO" SO PC ears ensten Sonia 48... 34°04 .... 34°56 
ae 4 .., 3°03 a Bee eee Se SEO + a ee ee 
1D, OL neha $0 de 680504 LE h) Sesin aaratec as BS) n  O2740 4 cue Chane 
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Decomposition. — The acid dissolved in water is converted, slowly at 
ordinary temperatures, quickly on boiling, first into tartralic [or isotar- 
taric|, then into tartaric acid. (Fremy.) When made to unite with 
potash, it immediately forms isotartrate of potash. (Laurent & Gerhardt.) 


C8H‘O” + HO + KO = CSH°KO” 


Combinations. With Water. The acid is deliquescent, but much less 
so than tartralic acid. (Fremy.) 


The TZartrelates or Jsotartrides contain at most but 1 At. base 
= C8H*MO”. To obtain them, it is best to decompose an acetate with 
the free acid, because, when that acid is brought in contact with a free 
alkali, an isotartrate is produced. —In contact with water, the tartre- 
lates are converted, first into tartralates, and then, with elimination of 
acid, into tartrates. (Fremy.) — Tartrelic acid is distinguished from 
tartralic acid by the syrupy precipitates which it forms with the acetates 
of baryta, strontia, and lime, whereas tartralic acid does not precipitate 


those salts. (Fremy.) 


The tartrelates of Ammonia, Potash, and Soda are precipitated from 
their aqueous solutions by alcohol. Dry ammoniacal gas passed into a 
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solution of tartrelic acid in absolute alcohol, forms a precipitate of acid 
tartrelate of ammonia, (Fremy.) The potash-salt =C°H®KO™. (Laurent 
& Gerhardt.) 


Tartrelate of Baryta. — The aqueous acid added to acetate of baryta 
throws down this salt in the form of a syrup. (Fremy.) It does not 


precipitate nitrate of baryta. The syrup is insoluble in water. (Laurent 
& Gerhardt.) . 


Laur. & G 
at 150° remy 
Sta Cae 1. i lard 48°0 .... 24°05 
BS Van Me Ai fects Se Base 1°50 
BAF. ses 68°6 An Y ee a 33°6° .... 82:57 
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Tartrelate of Strontia. — Prepared in a similar manner. Contains 


24:7 per cent. of strontium, and is therefore = C°H®SrO”. (Laurent & 
Gerhardt.) 


Tartrelate of Iime.— The aqueous acid added to acetate of lime, 
throws down this salt in the form of a syrup. (Fremy.) As an excess 
of tartrelic acid exerts a decomposing action on the salt, the concen- 
trated aqueous acid must be added to the concentrated solution of acetate 
or hydrochlorate of lime, with constant stirring, and only in such quantity 
that a part of the latter may remain undecomposed ; and the precipitated 
syrup, after the watery liquid has been poured off, must be quickly 
washed with alcohol, whereby it is hardened. The salt is so sparingly 
soluble in water, that acetate of lime diluted to such an extent that it is 
no longer clouded by neutral tartrate of ammonia, still shows turbidity 
when mixed with tartrelic acid. (Laurent & Gerhardt.) 


Calculation, according to Laurent Laur. & Gerh. 
& Gerhardt. at 160°. 
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Tartrelate of Lead. —a. When the dry acid is heated with excess of 
oxide of lead, a quantity of water is given off, about sufficient to produce 
C°H?Pb*?O". For, 100 pts. of tartaric acid heated to intumescence, then 
triturated with 100 pts. lead-oxide and a small quantity of alcohol, and 
desiccated in a stream of dry air at 150°, give off 16°7 p. c. water. This 
tumefied acid, when heated alone, gives off an additional 1 to 2 per cent. 
of water; consequently, the water produced from the lead-oxide amounts 
to only 15°7 to 14°7 per cent. If C°H*®Pb*O” be hereby produced, then, 
according to calculation, 100 pts. of tartrelic acid should give off 13° 65 
pts. of water. 1382 (tartrelic acid); 18 (2 “At. Aq) == 100: 13'65. 
(Laurent & Gerhardt.) 

b. The aqueous acid is poured into an aqueous solution of neutral 
acetate of lead, which should remain in excess, and the white precipitate 
quickly washed with alcohol, because otherwise metatartrate or tartrate 
of lead, will be formed, in which the quantity of lead is larger. (Laurent 


& Gerhardt.) 
Laur. & G. 
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Tartrelic acid is soluble in alcohol. (Fremy.) 


Anhydrous Tartaric Acid. 
C*H!0"=CH!08,0?? 


HE. Fremy. (1838.) Ann. Chim. Phys. 68, 372; also Ann. Pharm. 29, 156; 
also J. pr. Chem. 16, 335. 


Tartaric Anhydride, wasserfreie Weinsciure, Acide tartarique anhydre insoluble. 


Formation. By heating tartaric acid to 180°, [200°?] till it becomes 
infusible. (Fremy.) — When tartaric acid is heated over the open fire and 
quickly stirred till (in about six minutes) it begins to swell up, and the mass 
then pulverised and again heated for some minutes to 140°—170", it is found 
to be still perfectly soluble in water, and is therefore still tartrelic acid; 
but after being heated for 10 minutes to 180°, till acid vapours begin to 
escape, the powder is found to have diminished in weight by 0°32 p. c., 
and to be aggregated in lumps, tasteless, and perfectly insoluble in water. 
The trifling loss, arising chiefly from the evolution of acid vapours, shows 
that tartrelic acid and the anhydride have the same composition per 
cent., and that heat converts the former into the latter, not by elimi- 
nation of water, but by transposition of atoms. (Laurent & Gerhardt, 
Compt. Chim. 1849, 101.) [At first, C°H*O%,O*; afterwards O*H*0*,0?; 
so that 20 pass into the nucleus, and the monobasic acid is transformed 
into an aldide?]. 


Preparation. 15 or 20 grammes of pulverised tartaric acid is heated 
in a basin oyer an open charcoal fire, so that in the course of 4 or 5 
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minutes it passes through the fused into the tumefied state, and then 


heated for a few seconds in the oil-bath to 150°. By rapid heating, the 
anhydride is obtained more nearly colourless, and the subsequent heating in the oil- 
bath causes it no longer to swell up when immersed in water, but remain pulverulent. 


The pulverised residue is washed with water till the wash-liquid no 
longer reddens litmus, in order to free it from admixed tartrelic acid, then 
well pressed between paper, and dried in vacuo at ordinary temperatures. 
If it were dried by heat, the water which still adheres to it would repro- 
duce tartaric acid. (Fremy.) — Crystallised tartaric acid may be com- 
pletely transformed into the anhydride by heating it for several hours in a 
stove to 190°. (Traité de Chimie par Pelouze et Kremy, 1855, iv, 227.) 


Properties. White powder, or yellowish if it has been, heated too 


long; of very slightly acid taste. (Fremy.) 


Fremy 
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Decompositions. The anhydride is converted, in a few hours when 
immersed in cold water, and quickly in boiling water, into tartrelic, tar- 
tralic, and tartaric acid successively; it dissolves quickly in aqueous 
potash, but is not precipitated therefrom by acids, because it exists in the 
solution as one of the three acids Just mentioned. (Fremy.) 


Combinations. The anhydride is at first insoluble in cold water. 
(Fremy.) 

It absorbs Ammoniacal gas, with evolution of heat. (Fremy.) When 
ammoniacal gas is passed over the anhydride moistened with alcohol, a 
thin syrup forms below the alcohol, and may be washed with alcohol, 
dissolved in water, and precipitated therefrom by alcohol. The aqueous 
solution does not precipitate chloride of calcium; but on addition of 
aleohol and application of heat, a glutinous precipitate is formed, which, 
when quickly washed with cold water, dissolved in warm water, and 
reprecipitated by alcohol, contains 16°91 p.c. lime, and 1:9 nitrogen, 
numbers from which it is not possible to caleulate a formula. If the 
aqueous solution of the syrup be precipitated by bichloride of platinum, 
the liquid filtered from the chloroplatinate of ammonium gradually 
deposits, when boiled, a new precipitate of the chloroplatinate. (Laurent, 
N. Ann. Chim. Phys. 23, 116; also Compt. rend. 20, 513.) 

The anhydride is insoluble in alcohol and in ether; but after being 
washed with alcohol, it retams a small quantity of that body in com- 
bination, which cannot be expelled by heat without decomposition. 


(Fremy.) 
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Conjugated Compounds of Tartaric Acid. 


Tartromethylic Acid. 
C°H8O"?— C?H*0?,C®H*0 10. 


Dumas & Prxicot. (1835.) Ann. Chim. Phys. 61, 200. 

Guérin-Varry. Ann. Chim. Phys. 62, 77; also Ann. Pharm, 22, 248; 
also J. pr. Chem. 9, 376. ; 

Dumas & Pinta. WV. Ann. Chim. Phys. 5, 873; also Ann. Pharm 44, 83. 


Methyltartersiure, Methylweinsiiure, Weinmethylensdure, Acide tartrométhy- 
lique. 


_ Formation. 'Tartaric acid dissolves more readily in wood-spirit than 
in alcohol, and converts it with greater facility into the conjugated acid. 
(Guérin.) 


Preparation. 1 pt. of tartaric acid is dissolved in 1 pt. of absolute 
or hydrated wood-spirit at a boiling heat, the solution evaporated to a 
syrup at a temperature below 100°, the syrup left to evaporate freely, 
and the resulting crystals dried in vacuo. (Guérin.) 


Properties. Colourless right prisms, heavier than water, fusible, 
inodorous, of acid, not sweet taste. (Guérin.) 


Crystals. Guérin. Ee & 
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Decompositions. 1. The acid melts when subjected to dry distillation 
giving off water, wood-spirit, acetate of methyl, and a heavy liquid 
which, however, does not contain oxalate of methyl. —2. It burns with 
a flame like that of wood-spirit. — 3. When boiled for some time with 
water, it is resolyed into wood-spirit, which evaporates, and a residue of 
tartaric acid —not so quickly, however, as tartrovinic acid,—and erystal- 
lizes from its aqueous solution by spontaneous evaporation in its original 
state. (Guérin.) 


Combinations. The acid scarcely becomes moist when exposed to the 
air, but dissolves very readily in cold water, and in all proportions in 
boiling water. (Guérin.) The Zartromethylates or Methylotartrates = 
Ce Ota Or MOC OS, 


Tartromethylate of Potash. — Neutral. — Obtained by precipitating 
the baryta-salt with a slight excess of sulphate of potash, evaporating the 
filtrate to a syrup, dissolving in alcohol, and leaving the filtrate to 
evaporate. Colourless, tasteless, right rectangular prisms, which give off 
4:2 p.c. water in vacuo over oil of vitriol. At 150°, they soften and 
turn yellowish, and at 200° give off water, carbonic acid gas, olefiant gas, 
and a fluid mixture of water, wood-spirit, acetic acid, acetic ether, and 
& syrupy substance. They dissolye much more readily in hot than in 
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cold water, are insoluble in absolute alcohol, and in 95 per cent. spirit. 
(Guérin.) 


Crystals. Guérin. Dumas & Piria. 
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Guérin supposes the crystals to contain 1 Aq. more. 


Acid ?_ An excess of the acid forms with potash a milky liquid, 
which hecomes clear on the addition of a large quantity of water. 


(Guérin.) 


Tartromethylate of Soda. — An excess of the acid forms with soda 
(not with sulphate of soda), an abundant granular precipitate, which dis- 
solves in a large quantity of water. (Guérin.) 


Tartromethylate of Baryta.— The acid forms with baryta-water, a 
precipitate which dissolves on addition of a slight excess of acid. To 
obtain the neutral salt, the above-mentioned heated solution of tartaric 
acid in wood spirit, is saturated with carbonate of baryta, and the filtrate 
left to crystallise by spontaneous evaporation. Colourless, shining right 
prisms, bevelled with two faces, and having a bitter taste. Between 
156° and 160°, they yield a syrupy distillate, having an odour of garlic, 
and containing water, wood-spirit, acetate of methyl, and a substance 
which crystallises on evaporation, and is soluble in water. They decom- 
pose by boiling with water, more readily than the potash-salt. They 
are more soluble in hot than in cold water, insoluble in absolute alcohol, 
and in 95 p.c. spirit. (Guérin.) Dumas & Peligot, by mixing a solu- 
tion of tartaric acid in wood-spirit, with a solution of baryta in wood- 
spirit, obtained the salt in the form of a gelatinous precipitate, which 
was washed with absolute wood-spirit, since when, washed with water, 


it was conyerted into granular tartrate of baryta. 
Dumas & Peligot. 
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The acid forms with Strontia-water or Lime-water, a precipitate 
which dissolves in a slight excess of the acid; the lime-salt also in a 


large quantity of water. (Guérin.) 
It dissolves Zinc and Lron, with evolution of hydrogen. (Guérin.) 


Tartromethylate of Lead. — The acid forms, with an aqueous solution 
of neutral acetate of lead, a flocculent precipitate, which, in presence of 
excess of the acid, changes to a powder consisting of flat prisms. 
(Guérin.) 

Tartromethylate of Silver. — From a concentrated silver-solution the 
acid throws down flakes, which are insoluble in excess of the acid, but 
sparingly soluble in water. (Guérin.) 

Tartromethylic acid dissolves readily in Wood-spirit and Alcohol, but 
sparingly in Lther, (Guérin.) 

Z 2 
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Tartrovinic Acid. 
C’H 1012 — CAT’ O* 02H 0%. 


Trommsporrr A. Tr. 24, 1, 11. 


GuiriIn Varry. Ann. Chim. Phys. 62, 57; also Ann. Pharm. 22, 287; 
also J. pr. Chem. 9, 361. 


Weintartersdure, Actherweinsdéure, Acide tartarovinique. First observed by 
Morian (4. Tr. 23, 2, 43,) in 1814, afterwards recognised as to its composition by 
Trommsdorff, and more accurately investigated by Guérin. 


Formation. 1. By mixing tartaric acid, crystallised or dissolved in a 
small quantity of water, with strong alcohol. The saturated solution of 
tartaric acid in absolute alcohol forms tartrovinie acid, when set aside 
for 23 days even at ordinary temperatures, but much more if con- 
tinuously heated. Spirit of 90 per cent. likewise produces this acid. 
(Trommsdorff. ) 


Preparation. 1. Pulverised tartaric acid is dissolved in an equal 
weight of boiling absolute alcohol; the solution kept for six hours at 
60° to 70°; the resulting yellowish syrup diluted with water and satu- 
rated with carbonate of baryta; the solution filtered from the small 
quantity of tartrate of baryta formed at the saine time, concentrated at 
40° to 50°, again filtered to separate the fresh quantity of tartrate of 
baryta thereby formed, and left to evaporate; the resulting crystals of 
tartrovinate of baryta dissolved in water and decomposed by the exact 
quantity of sulphuric acid required; and the filtrate evaporated in 
vacuo over oil of vitriol till it crystallises. (Guérin.) When baryta-water 
is used instead of the carbonate, a larger quantity of tartrate of baryta is precipitated. 
(Guérin.) — 2, A solution of tartaric acid in an equal weight of boiling 
absolute alcohol, is left to evaporate to 2 in a retort between 60° and 70°; 
and the syrup, which no longer contains any free tartaric acid, diluted 


with a small quantity of water, and left to evaporate till it crystallises. 
(Guérin.) 


Properties. Long, colourless, oblique rhombic prisms, heavier than 
water; they soften at 30°, and at 90° melt to a syrup, which up to 140°, 
when decomposition begins, becomes continually thinner. Inodorous; 
and has a sweet and agreeably sour taste. (Guérin.) Morian and Tromms- 
dorfi, by evaporating tartaric acid mixed with excess of alcohol, obtained a residue 


which coagulated to a soft curdy mass, or by further evaporation, a residue of the 
consistence of turpentine. 


Crystals. Guérin. 
Aa EP sae A ee eae eS 12 ee TA AD Re, ee 40°90 
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Decompositions. 1, The acid heated in a retort begins to give off 
fumes, and appears to boil at 165°; it then emits carbonic acid, carbu- 
retted hydrogen, water, alcohol, acetic acid, and acetic ether; the 
residue left after heating to 180° contains an acid resembling meta- 


: 


t 
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tartaric acid; on further heating to 200°, an empyreumatic oi] passes 
over, together with a liquid resembling acetone; and there remains 
charcoal, together with pyrotartaric acid and an oil. (Guérin.) — 2. The 
acid set on fire in the air, burns with a flame like that of alcohol, and 
the odour of burnt tartaric acid. (Guérin.) —3. Distilled three times 
with water (Trommsdorff), or boiled for ten hours with 40 pts. of water 
(Guérin), it gives off all its alcohol and leaves ordinary tartaric acid. — 
When diluted with water and exposed to the air, it becomes somewhat 
mouldy, but deposits crystals of tartrovinic acid. (Guérin.) The acid 
diluted with a small quantity of water, and exposed to the air in a flat 
dish, deposits ordinary tartaric acid. (Morian.) — 4. Gently heated with 
nitric acid, it emits red vapours, together with carbonic and acetic acid, 
and leaves oxalic acid. (Guérin.) — 5. It dissolves without effervescence 
in oil of vitriol, and afterwards gives off on evaporation, carbonic acid, 
sulphurous acid, sulphuretted hydrogen, acetic acid, and traces of oil of 
wine. (Guérin.) 


Combinations. The acid is highly deliquescent and dissolves very 
readily in Water. (Guérin.) 


The Tartrovinates in the dry state =C”?H°MO¥=C*H°MO?,C?H40™. 
They generaliy crystallise well, are inodorous, and unctuous to the 
touch. When set on fire, they burn with an alcoholic flame, and yield 
by dry distillation, carbonic acid, olefiant gas, water, alcohol, acetic 
acid, acetic ether, and a small quantity of empyreumatic oil, leaving 
charcoal, and, in the case of the alkali-salts, if the heat has not been too 
strong, a pyrotartrate. Heated with alkalis to 160°—170°, they give 
off alcohel, acetic ether [?], and a very bitter oil; when boiled for a long 
time with water, they are converted into acid tartrates, the alcohol 
evaporating. They almost all dissolve readily in water, sparingly in 
strong, more readily in weak alcohol. (Guérin.) 


Tartrovinate of Ammonia. — The acid exactly neutralised with car- 
bonate of ammonia yields by spontaneous evaporation, silky needles, 
which appear to be rhombic prisms. (Guérin.) 


Tartrovinate of Potash. —a. Basic — Hight-sided prisms acuminated 
with several faces, and having an alkaline reaction. 

b, Neutral. — Obtained by precipitating the baryta-salt with sul- 
phate of potash, evaporating the filtrate to a syrup, dissolving the syrup 
in alcohol, filtering from the sulphate of potash, and leaving the liquid to 
evaporate. Colourless prisms belonging to the right prismatic system. 
fig. 66, without the ¢-face and the two small faces above t; y:u= 
eee: bo Oey pom lok ay Ut es DO es Ute 
119° 56’; cleave easily parallel to m; in very small crystals, every alter- 
nate pair of the y- and w-faces disappears. (Prevostaye, V. Ann. Chim. 
Phys. 3, 189; comp. Bernhardi, V. Tr. 7, 2, 60.) The crystals soften 
at 200°, and melt at 205°; their taste is very slightly bitter. They 
give off 4p. c. water in vacuo, and leave when burnt, 38°45 p. ¢. car- 
bonate of potash. Their aqueous solution moderately heated in the air 
gives off alcohol, and deposits cream of tartar, the quantity of which 
increases by continued boiling. They are insoluble in wood-spirit and 
in cold alcohol of 95 p. c. but dissolve very spariugly in boiling absolute 


alcohol. (Guérin.) 
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Crystallized. Guérin. Pumas & 
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Dumas & Piria (N. Ann. Chim. Phys. 5, 375), in accordance with their analysis, 
suppose the crystals to contain no water ; but they probably do contain it. 


Tartrovinate of Soda.— Prepared like the potash-salt. Colourless, 
rhombic, rectangular laminew. (Guérin.) 


Tartrovinate of Baryta. — The acid dropt into baryta-water, forms a 
precipitate of basic salt easily soluble in nitric acid, which, as soon as the 
mixture becomes neutral, disappears with the exception of a slight 
turbidity; but with a larger quantity of acid, a fresh precipitate is 
formed, less soluble in nitric acid. Preparation (p. 340). Colourless, slightly 
bitter, cblique rhombic prisms and nacreous tables. (Guérin.) Rhombic 
prisms of 126° to 127°, bevelled with two faces resting on two lateral 
faces at angles of 105° to 106°. (Prevostaye.) The crystals give off 
7'15 p.c. water in vacuo; they soften at 190° and melt at 200°, giving 
off an odour of alcohol and ether. They dissolve in 2°63 pts. of water 
at 23°, in 0-78 pt. of boiling water, are insoluble in wood-spirit and 
absolute alcohol, but dissolve sparingly in spirit of 95 per cent. (Guérin.) 


Crystals. Guérin. 
TRO ey cone eens 76°6 20:06. wasyis 28°78 
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Guérin supposes the crystals to contain 1 Aq. less. 


Strontia-water is not precipitated by the acid in any proportion (Guérin). 


Tartrovinate of Lime. — The acid added to an excess of lime-water 
throws down a basic salt. — The neutral salt is obtained in the same 
manner as the corresponding baryta-salt. Colourless rectangular prisms 
and lamine. The crystals contain 6 At. water, undergo the aqueous 
fusion at 100°, the igneous at 210°, and decompose at 2!5°. (Guérin.) — 
Trommsdorff, by evaporating the aqueous solution of the lime-salt, 
obtained a turpentine-like mass, which, when digested with dilute sul- 
phuric acid, gave off a spirituous odour, and yielded a filtrate whence 
ordinary tartaric acid was deposited in crystals. 


Tartrovinate of Zinc. — Zine dissolves in the aqueous acid with 
evolution of hydrogen, and the solution yields colourless rectangular 
prisms, unctuous to the touch, (Guérin.) 


Tartrovinate of Lead. — The acid forms with aqueous neutral acetate 
of lead, small colourless prisms, which have a pearly lustre when dry, 


are insoluble in aqueous tartroyinic acid, but dissolye in nitric acid. 
(Guérin. ) 
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fron dissolves in the aqueous acid, with evolution of hydrogen. 


(Guérin.) 


Lartrovinate of Copper. — The solution of cupric oxide in the heated 
aqueous acid yields blue, silky, efflorescent needles containing 6 At. 
water. (Guérin.) 


Lartrovinate of Silver. —1. The free acid forms with nitrate of silver, 
a precipitate which does not dissolve in excess of acid. — 2. By mixing 
the concentrated solution of the potash or baryta-salt with excess of 
silver-solution, a needle-shaped precipitate is obtained, which must be 
washed in the dark with cold water and dried below 50°, after which it 
suffers no further loss in a dry vacunm. The white needles when 
exposed to light, assume a rose-red, afterwards a darker-red, and lastly 
a brown colour. They decompose at 100°, whether alone or under 
water. They are slightly soluble in water. (Guérin.) 


Guérin. 
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Tartrovinic acid dissolves very readily in alcohol, but not in ether. 


(Guérin.) 


Tartrate of Ethyl. 
CMuHYOvr— 2C#H*O,C®H‘40". 


DemMonpDESIR. Compt. rend. 33, 227; dun. Pharm. 80, 301. 
Vinic or Ethylic Tartrate, Tartaric ether. 


™. Formed by passing hydrochloric acid into an alcoholic solution 
of tartaric acid, neutralizing the acid liquid with a carbonate, and 
agitating several times with ether, which dissolves out the tartrate of 
ethyl, and leaves it behind when evaporated. ‘Tartaric ether thus 
obtained is a liquid which acts upon polarized light. It supports a high 
temperature without decomposing, but when heated to a certain point, 
yields considerable quantities of pyrotartaric acid; it is completely 
decomposed by dry distillation. When treated with ammonia, it yields 
tartramic ether or tartramide, according to the time for which the action 
is continued. It mixes in all proportions with water. (Demondesir.) 4. 

Scheele (Opusc. 2, 142) did not succeed in any way in preparing a compound of 
this nature. 

Thénard (Mém. d’Arcueil, 2, 13), by heating 7 pts. of alcohol with 6 pts. of 
tartaric acid and 2 pts.’of oil of vitriol till ether began to form; then diluting with water ; 
neutrzlising exactly with carbonate of potash ; evaporating to dryness: exhausting the 
residue with cold alcohol; and evaporating the filtrate: obtained a brown, inodorous, 
somewhat bitter, neutral syrup, which, when heated, gave off thick vapours smelling 
of garlic, and left a non-alkaline charcoal, together with a large quantity of sulphate of 
potash [probably proceeding from sulphovinate of potash], which residue was resolved 
by distillation with aqueous potash into alcohol and tartrate of potash, and dissolyed 


very readily in water and alcohol. 


Tartrate of Methyl, CHO” = 2C*H*0,C°H*0", is prepared in a 


similar manner to tartrate of ethyl. (Demondesir.) 
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YT. Tartramic Acid C°8NH'0". 


LAuRENT. Compt. Chim. 1845, 158. 
DEMoNDESIR. Compt. rend. 33, 227. 


Formation. 1. By the action of ammonia on anhydrous tartaric 
acid. (Laurent).—2. By the action of ammonia on tartaric ether. 
When tartaric ether is treated with alcoholic ammonia, tartramate of 
ethyl, or tartramethane is produced; and this compound carefully 
treated with alkalis, yields tartramic acid. (Demondesir.) — There are 
two varieties of this acid, corresponding to, and obtained from, the two 
opposite varieties of tartaric acid (p. 365). They crystallise in rhombic 
prisms of the same form, but with opposite hemihedral faces, 
(Pasteur.) 


Calculation. 
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Acid tartrate of ammonia minus 2 At. water: C3NH’0”=C8H5(NH4)O"—2HO. 


By the continued action of ammonia, tartramic acid is converted into 
tartramide. 


Tartramate of Ammonia is obtained by passing a current of ammo- 
niacal gas over anhydrous tartaric acid moistened with alcohol. Two 
strata of liquid are then formed, the upper of which is alcohol, while the 
lower contains tartramate of ammonia. — This salt is liquid at ordinary 
temperatures; when heated, it gives off water, and is converted into a 
slightly crystalline solid mass. It dissolves in all proportions in 
water, but is insoluble in alcobol, which precipitates it from its aqueous 
solution in the liquid form, (Laurent, comp. p. 387.) 


Tartramate of Lime. — The aqueous solution of tartramate of am- 
monia does not precipitate chloride of calcium; but on pouring alcohol 
into a mixture of the two salts, a copious precipitate is formed, which 
agolutinates by boiling. The aqueous solution of this salt is gradually 
resolved by boiling into ammonia and acid tartrate of lime. It does not 
precipitate bichloride of platinum. (Laurent.) 


Tartramate of Ethyl or Tartramethane. C!°-NH"O”Y = C8NH%(C#H*)0” 
is obtained by the action of an alcoholic solution of ammonia on tartaric 
ether, care being taken that the action does not go too far. (Demondesir.) 


7. Tartramide. C°N°H%0°. 


DemonvEsIR. Compt. rend. 33, 229. 
Pasteur. Compt. rend. 35, 176; NV. Ann. Chim. Phys. 38, 487. 


Obtained by the prolonged action of ammonia on tartaric ether. 
(Demondesir.) It is a crystallisable body which acts upon polarised 
light. The crystals which forra in a solution containing a small quantity 
of ammonia, exhibit hemihedral faces, but those which separate from 
solution in pure water are rarely hemihedral. (Pasteur.) 
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Celeculation. 
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Neutral tartrate of ammonia minus 4 At. water: CS3N*H808=C8H‘(NH*4)?O2— 
4HO. 

Tartramide exhibits two varieties, one of which turns the plane of 
polarization to the right, the other to the left. Both varieties combine 
with active malamide, (p. 249,) forming compounds which have the same 
composition, but differ in crystalline form and in solubility, that which 
contains the levotartramide being much the more soluble of the two. 
(Pasteur.) 


§. Nitrotartaric Acid. 
Drssaianges. Conpt. rend. 34, 731. Ann. Pharm. 82, 362. 


Finely pulverized tartaric acid dissolves rapidly in 43 times its 
weight of monohydrated nitric acid; and on mixing the solution with 
an equal volume of oil of vitriol, the mixture coagulates into a firm 
white gelatinous mass of nitrotartaric acid, which, when left for a day or 
two between two plates of porous earthenware under a bell-jar, to 
remove the greater part of the oil of vitriol, yields a light, white, silky 
mass, giving off copious white fumes on exposure to the air. It is purified 
by dissolving it in tepid water, and immediately cooling the solution to 
0°, whereupon the liquid solidifies in a mass of silky interlaced crystals, 
which, when pressed in a funnel, give out a large quantity of mother- 
liquor, and diminish considerably in volume; the purification is com- 
pleted by pressing the crystals between filtering paper. 

The acid is very instable. The crude product first obtained, when 
exposed to a moist atmosphere, gives off copious white fumes of nitric 
acid, and is ultimately reconyerted into tartaric acid. On saturating the 
acid with ammonia, and heating the solution, after addition of hydro- 
sulphate of ammonia, it decomposes with effervescence, deposits a con- 
siderable quantity of sulphur, and the filtered solution yields by concen- 
tration crystals of neutral tartrate of ammonia. (Dessaignes.) 


Appendix to Nitrotartarice Acid. 


Tartronic Acid. C®H*0”™. 
Dessaianes. vid. Memoir above cited. 


Formation and Preparation. By the spontaneous decomposition of 
nitrotartaric acid, either in the state of aqueous solution, or in combination 
with potash or lead-oxide. — An aqueous solution of nitrotartaric acid 
decomposes at a few degrees above 0°, continuing for several days to give 
off carbonic acid and nitric oxide; and if, when this decomposition is at an 
end, the liquid be heated to 40° or 50°, carbonic acid escapes with effer- 
vescence, and the nitrotartaric acid is transformed into oxalic. But if the 
temperature be prevented from rising above 30°, very little gas is evolved, 
and the liquid ultimately deposits crystals of tartronic acid. 
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Properties. Bulky prisms which sometimes remain transparent on 
exposure to the air, sometimes become opaque, and assume a fibrous 
texture. The latter crystals give off no water at 100°, 


Crystals dried in vacuo. Dessaignes. 
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The crystals melt at 175°, giving off gas and a mere trace of water, 
and leave an amorphous, very slightly coloured residue, nearly insoluble 
in water. By rapid distillation over a lamp, they yield another acid, 
crystalline, volatile, and easily soluble. 

The aqueous solution of tartronic acid is not altered by boiling. It 
does not precipitate acetate of potash, chloride of barium, chloride of 
calcium, sulphate of magnesia, ferric chloride, or cupric sulphate, even in 
presence of excess of ammonia; but it forms precipitates with nitrate of 
lead, nitrate of silyer, mercurous nitrate, and mercuric chloride; also 
with the acetates of baryta, lime, and cupric oxide; the lime-precipitate 
is soluble in sal-ammoniac. 


With Ammonia, tartronic acid forms a neutral and an acid salt, whence 
it appears to be bibasic, and homologous with malic acid, C*H8O”,— 
The neutral salt forms precipitates with chloride of barium, chloride of 
calcium, and bichloride of platinum.—The acid salt crystallises in 
beautiful prisms. 


Silver-salt. Obtained by precipitating nitrate of silver with the 


aqueous acid, Dried in vacuo. Dessaignes. 
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Racemic Acid. 
C*H'0” = C*H*0*,0°. 


Joun in his Handworterbuch der Chemie, 4, 125. 

Gay-Lussac. J. Chim. méd. 2, 335; also Schw. 48, 38. 

Watcuner. Schw. 49, 239, and epistolary communication, 

BERZELIOS. 1 099. 10805. 3b, ot. 

FRESENIUS. Ann. Pharm. 41, 1; 58, 280. 

Wertuer. J. pr. Chem. 32, 385. 

Pasteur. iV. Ann. Chim. Phys. 24, 442.—-Compt. rend. 28, 477; 29, 
297. — Further: Compt. rend. 36, 19. 

Brot’s Report upon Pasteur. Compt. rend. 29, 433. 

Artificial Formation of Racemic acid: Pasteur, Compt. rend. 37, 162; 
Instit. 1853, 257; Arch. Ph. Nat. 24, 83; Pogg. Ann. 9, 504; 
J. pr. Chem. 60, 134; Ann. Pharm. 88, 211; Pharm. Centr. 1853, 
6138; Chem. Soc. Qu. J. 6, 277; Chem. Gaz. 1853, 401. 


Paratartaric acid, Uvice acid, Traubensdure, Vogesensaure, Paratartersdure, 
Acide racemique, Acide paratartrique, Acidum uvicum.— Obtained and recog- 


nized as a peculiar acid by Kestner, the proprietor of a large che- 
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mical manufactory at Thann, in the Vosges, in the preparation of 
tartaric acid, only in the years 1822—1824, but in large quantity. It 
remains undecided, whether the tartar then employed contained the 
racemic acid ready formed, or whether this acid was produced from the 
isomeric body, tartaric acid, by the mode of preparation then employed 
It appears, however, from a communication made to the author by 
Kestner, that the tartaric acid was at that time separated from the lime 
by a considerable excess of sulphuric acid, and that the aqueous acid, 
after being decolorized by chlorine, was, in part, exposed fora eerie ale 
time toa “freezing temperature, the racemic acid then crystallising out, 
whereas the pr esent practice is to evaporate the acid to the crystallising 
point immediately. Since Kestner, in the years just mentioned, likewise 
worked up Italian tartar, and White, a manufacturer of tartaric acid in 
Glasgow, also (about 25 years ago), obtained racemic acid by the use of 
tartar from Naples and Sicily, and from Oporto, it is rather to be sup- 
posed that climate has some influence on the formation of racemic acid in 
the grape. (Compt. rend. 29, 526, and 557.) —%. Kestner has since 
(in 1850), obtained small quantities of racemic acid, together with tar- 
taric acid, in working French and Tuscan tartar. (Compt. rend. 36, 17.) 
It appears also from Pasteur’s observations of numerous tartaric acid 
manufactories in Germany, that racemic acid exists in tartar from the 
most various localities, though in variable quantity, and diminishing in 
the refining of the tartar. In Fikentscher’s manufactory at Zwickan, in 
particular, the occurrence of racemic acid in small quantity has lon ng 
been observed. ‘These observations show, that racemic acid is not so 
rare and isolated a product as was formerly supposed, although it has 
never again been obtained in so large a quantity as on the occasion of its 
first discovery. Pasteur has lately shown, that racemic acid may be 
prepared at pleasure from tartaric acid by an artificial process (wid. inf.). 


Formation. By the action of heat on tartrate of cinchonine and on 
tartaric ether. When tartrate of cinchonine is heated, the base first 
undergoes alteration, being transformed into cinchonicine and then into 
chinoidine (wid. Cinchonine); and afterwards the alteration extends to 
the acid, which, in the course of 5 or 6 hours, is partially converted 
into racemic acid. The resinous product is exhausted with boiling water, 
and the filtrate, when coo], mixed with excess of chloride of calcium, 
whereupon it yields an immediate precipitate of racemate of lime. The 
acid separated from the lime-salt thus obtained, exhibits a!l the proper- 
ties of natural racemic acid. — Racemic acid is also obtained by heating 
tartaric ether; whence it appears that the conversion of tartaric into 
racemic acid does not require the presence of an optically active sub- 
stance (snch as cinchonine), but that the union of the tartaric acid with 
another body, merely enables it to sustain a stronger heat without 
decomposition. — Antitartaric or levotartaric acid (p.365), likewise yields 
racemic acid under the same circumstances as ordinary (dextro-) tartaric 
acid. As racemic acid is a compound of these two opposite varieties of 
tartaric acid (vid. p. 365), it appears that the formation of racemic from 
tartaric acid by heat, really consists in the conversion of a portion of 
the dextrotartaric into levotartaric acid, or vice versd. (Pasteur.) 1. 

By drying at 100° to 150°, crystallised racemic acid is converted into 
the anhydrous acid. 


Properties. White effloresced mass, inodorous, having a stronger acid 
taste than tartaric acid, and reddening litmus strongly. The aqueous 
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solutions of racemic acid and its salts do not act upon polarised light, 


(Biot.) 


Effioresced Acid. 
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The radical theory assumes a hypothetical anhydrous acid =C4H205=U, 


Decompositions. 1. After the crystallised acid has given off all its 
water of crystallisation at 150°, it remains unaltered up to 200°, but at a 
higher temperature, melts, and is converted, with effervescence, first into 
_paratartralic, then into paratartrelic acid, and lastly, into paratartaric 
anhydride. (Fremy, Ann. Chim. Phys. 68, 378.) The formation of para- 
tartralic acid is preceded, without loss of water, by that of an acid which 


corresponds to metatartaric acid, and whose ammonia-salt may be distin-° 


guished by the microscope from that of racemic acid. (Laurent & Ger- 
hardt, Compt. Chim. 1829, 11 and 504.) — According to Léwig (Pogg. 42, 588), 
racemic acid may, by careful heating, be converted into tartaric acid.— The effloresced 
acid, when subjected to dry distillation, melts, turns grey, swells up, and 
yields exactly the same products as tartaric acid. (Berzelius, Pelouze.) 
When heated alone, it swells up at 185° to 190°, and afterwards, between 
195° and 200°, gives off a large quantity of a gas, of which only 90 p. ¢. 
is absorbed by potash; if the acid is mixed with spongy platinum, the 
copious evolution of gas takes place, even between 185° and 190°, and the 
portion not absorbed by potash amounts to only 3 or 4 per cent.; if the 
acid is mixed with pumice-stone, the evolution of gas takes place even at 
175°, and the gas is entirely absorbed by potash, with the exception of a 
mere trace. (Reiset & Millon, V. Ann. Chim. Phys. 8, 785.) 

8. The acid decomposes with bichromate of potash and water in the 
same manner as tartaric acid (p. 270), but with less violence. (Winckler.) 
Similarly, Péttger. (Beitr.2,126.)— 4. It takes fire when triturated with 8 pts. 
of peroxide of lead. (Bottger, Beitr. 2, 38.) —5. Heated with sulphurie 
acid and peroxide of manganese, it yields a very large quantity of carbonic 
acid, together with acetic acid. (Walchner.) — 6. It reduces the oxide 
of gold or silver dissolved in an acid. (Walchner.) — 7. Its dilute aqueous 
colution becomes mouldy by keeping. (Walchner.) 


Combinations. With Water. —a. Crystallised Racemic acid. — The 
acid crystallises from its aqueous solution in transparent, colourless, 
oblique rhombic prisms, belonging to the doubly oblique prismatic system. 
Fig. 125°, to which may also be added the faces 6 (between y and q); 
a (between y, g, v. and u); and w (between ¢ and wu); y: v= 107° 28; 
tv bo ates bg lal DO Geyer Ol 275 a — 123 eae 
Mei OOPS ee 120°; 9 = 152" oF es ee 146 
(Prevostaye, V. Ann. Chim. Phys. 3, 129; comp. Bernhardi, Repert. 49, 
395; Guérin Varry, Ann. Chim. Phys. 62, 71; Wackenroder, J. pr. 
Chem. 23, 207; Delffs, Jahrb. prakt. Pharm. 8, 378; Rammelsberg, Pogg. 
96, 29.)—The crystals are permanent in the air, becoming partially 
opaque only in warm air (Walchner), and give off all their water in a 
current of dry air at 100°. (Berzelius.) 


Crystallised. Berzelius. Fresenius. 
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b. Aqueous Racemie acid. — The crystallised acid dissolves in 57 pts, 
of cold water. (Walchner.) 

Racemic acid appears to have a still stronger affinity for bases than 
tartaric acid. But the alcoholic solution of the acid does not decompose 
any carbonate if water be absent (Pelouze); because racemates are not 
soluble in alcohol. (Braconnot.) The formula of the Racemates is the 
same as that of the tartrates. The crystals of racemates never exhibit 
those hemihedral forms which characterise the tartrates, and their solu- 
tions do not exert any rotatory action on polarised light. (Pasteur.) 


RaceMATE oF AMMontiéA, — a. Neutral. — Obtained by neutralising 
the acid with ammonia, and evaporating, best over lime within a bell-jar. 
Transparent, colourless, four-sided prisms. (Fresenius.) Right prismatic 
system, /ig. 66, but without the m-face and the two small faces below 
a, a; on the other hand, they have the face n right and left of 4 anda 
eeu ulaniiice below Yo ay sy = 1184s 4 ya 3169"; “4 i — 80° =30- 
u:t= 180° 15’; w:n= 160° 50’. (Prevostaye.) — The crystals become 
turbid in the air from loss of ammonia, very quickly at 100°; the aque- 
ous solution also gives off ammonia when left to evaporate; acetic acid 
added to the aqueous solution throws down the salt 6.— Easily soluble 
in water, nearly insoluble in alcohol. (Fresenius.) 


wystallised. Fresenius. 
SO ee AE cemeenres. cera BD i ota 2 A) Oe etka ih 26°76 
Za a nS etn antes 09 ABR R Peto ey ly ee ke ee 15°47 
POCUL werner rack: oeerrcrc lee, an il 7 Wines Bet 6°54 
| Pack) | Aer Bane ea eee eh ce Di, One Ae ee. 91°23 
C8H4(NH4)20® oo... 184s, 100:008 ony-6..4 160-00 


b. Acid. — When 1 pt. of the acid is neutralised with ammonia, and 
1 pt. more afterwards added in the cold, the acid salt is precipitated in 
the form of a crystalline powder; if the process be performed at a higher 
temperature, and the liquid then rapidly cooled, the acid salt separates in 
needles and four-sided lamina; but by slow cooling, it crystallises in 
prisms belonging to the singly oblique prismatic system. The crystals 
become tabular by predominance of the oblique terminal face. The salt 
is permanent in the air, even at 160°; reddens litmus; dissolves in 100 pts. 
of water at 20°; much more abundantly in hot water; easily in mineral 
acids; but is insoluble in alcohol. (Fresenius.) 


Crystals. Fresenius. 
cE ee a ee ee AON i 2o [Aa oe eu 
dala, coe Reece Recerca iI a siete cds bo ema 8°43 
SL Bocce ca mae ia ee eat OF ee Ot eh. 5°39 
1 VE Oe oc Te ce a cree OIE tra, od Os ede. 57°04 
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Racematse oF Porasn.—«. Neutral. — The aqueous acid saturated 
with carbonate of potash, yields, by rapid evaporation, a saline crust ; by 
slow evaporation, large, hard, transparent, colourless, four-sided prisms 
permanent in the air, and having a cooling saline taste. (Fresenius.) 
Fig. 70, often with m-faces, and with the edges between p on the one 
side and w.¢, and 7 on the other, truncated; ¢: w= 128° 30’ (Pasteur, 
N. Ann. Chim. Phys. 24, 453; 28, 93.) —The crystals give off all their 
water at 100° with efflorescence but sustain a heat of 200° without 
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further decomposition; they dissolve in 0°97 pts. of water at 25°, but are 
nearly insoluble in alcohol. From the concentrated aqueous solttion 
racemic acid and the stronger mineral acids throw down the acid salt. 
(Fresenius. ) 


Crystals. Fresenius. 
2 AGO) of \G css oe aaa OL MR pet br d ks Ee 35°78 
Od hl @ Us Pee ee 132°0 50°31 
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C8H41K7OP +4Aq ....... 262°4 .... 100°00 


b. Acid. — Racemic forms a granular precipitate in a saturated solu- 
tion of chloride of potassium. (Geiger, Mag. Pharm. 20, 349.) Prepared 
like the acid ammonia-salt, either as a crystalline powder, or, by cooling 
of the hot liquid, in four-sided tables. ‘The crystals have a sour taste; 
are permanent in the air, even at 100°; dissolve in 180 pts. of water at 
19°; in 139 pts. at 25°; in 14°3 pts of boiling water; easily in mineral 
acids, but are insoluble in alcohol. (Fresenius. ) 


Crystals. Fresenius. 
KO jasee yin. ees, 8 4712 eek 25'08 Manat, 62495 
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Racemate of Boracie acid and Potash.— By dissolving 1 At. boracic 
acid and 2 At. acid racemate of potash in water, and evaporating at 100°; 
a white, almost crystalline, friable. acid mass is obtained, which does not 
become moist by exposure to the air, but dissolves readily in water. 
(Fresenius. ) 


Racemate of Potash and Ammonia. —- The aqueous solution of the 
acid potash-salt, supersaturated with ammonia and evaporated over lime 
in vacuo, yields at the bottom of the vessel, a few regular crystals, con- 
sisting almost entirely of ammonia-salt, and on the sides, effloresced 
saline crusts, which contain more than 3 At. potash to 1 At. ammonia, 
and are rather to be regarded as a mixture. (Fresenius.) — According to 
Pasteur, racemate of potash and ammonia crystallises with difficulty in 
striated rectangular prisms, whose lateral edges are truncated with w-faces, 
often to the obliteration of ¢ and m; ¢: wu’ = 180° 45’. 


RACEMATE oF Sopa.—a. Weutral. — Crystallises very readily in 
transparent, colourless, four and six-sided prisms (Walchner), belonging to 
the right prismatic system (Fresenius; Pasteur, V. Ann. Chim. Phys. 28, 
93); permanent in the air even at 100° (Walchner, Fresenius); soluble in 
2°63 pts. of water at 25°, insoluble in alcohol: the dilute solution, when 
exposed to the air, becomes mouldy, and forms carbonate of soda. 


(Walchner.) 


Crystals. Fresenius. 
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b. Acid. — The salt a and racemic acid in equal numbers of atoms are 
dissolved in a small quantity of boiling water; the salt b precipitated 
from the solution by alcohol in the form of a crystalline powder; and 
subsequently crystallised from hot water. Small, transparent, colourless, 
highly lustrous prisms, belonging to the oblique prismatic system, with 
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striated lateral faces. They have an agreeably sonr taste; are per- 
manent in the air at ordinary temperatures, but effloresce at 100°, with 
loss of 9°41 p. ¢. (2 At.) water; dissolve in 11°3 pts. of water at 19°, and 
in a much smaller quantity of boiling water; but are insoluble in alcohol. 
(Fresenius. ) 


Crystals. Fresenius. 
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Racemate of Soda and Ammonia. — The aqueous solution of the acid 
soda-salt, supersaturated with ammonia and evaporated over lime under 
a bell-jar, yields large, hard, transparent, colourless, four-sided tables, 
belonging to the doubly oblique prismatic system. (Fresenius.) The 
crystals agree exactly in form, angles, double refraction, specific gravity 
(= 1°58), and composition, with those of the tartrate of soda and 
ammonia; but their solution exerts no rotatory action on polarised light 
(Mitscherlich, Compt. rend. 19,719.) The erystals effloresce in the air, 
especially in hot air, giving off water and ammonia. They dissolve 
readily in water, and then give off ammonia on boiling. (Fresenius.) 
The crystals consist half of tartrate of soda and ammonia and half of 
antitartrate; but every time that the entire mass of crystals is dissolved, 
-the racemate is reproduced. (Pasteur, p, 865.) 


Crystals. Fresenius. 
INO citiiitihs. ites 26°0 12°55 
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The crystals examined by Mitscherlich contained 8 Aq. 


Racemate of Soda and Potash. — First obtained by Mitscherlich (Pogg. 57, 
484), whereas, in the hands of Berzelius, Fresenius, and the author, the preparation 
formerly did not succeed, the simple salts crystallising out separately. — 1, One half 
of the aqueous acid is neutralised with potash, the other half with soda, 
and the mixture left to evaporate spontaneously in summer.—2. A 
boiling aqueous solution of the acid potash-salt is neutralised with carbo- 
nate of soda, then evaporated and cooled, or left to evaporate sponta- 
neously. Large, transparent, colourless, hard rhomboidal prisms and 
tables, belonging to the doubly oblique prismatic system. They eflloresce 
only at a summer temperature and on the surface. Their powder mixed 
with sand gives off all its water in two hours at 100°; between 90° and 
100°, they melt to a clear viscid liquid, which at 100° gives off onl 
22-41 p. cv. water in seven hours; and between 150 and 200", boils briskly, 
becomes gradually turbid, and then solidifies in a white compact mass, 
which, if the heat has not risen above 190°, consists of dry unaltered salt. 
But at 200°, it begins to turn brown, then swells up with an odour of 
burnt sugar, and leaves charcoal mixed with the carbonates of the 
alkalis. — The crystals dissolve in 1°32 pt. water at 6°, in every propor- 
tion of hot water, and separate therefrom unaltered. (Fresenius, Ann. 
Pharm. 58, 280.) — This double racemate also exists only in the state 
of aqueous solution. When crystallised, it yields crystals of tartrate 
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(Rochelle salt) and antitartrate of soda and potash in equal parts. 
(Pasteur. ) 


Crystals. Fresenius. 
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fiacemate of Boracie acid, Soda, and Potash.— When 1 pt. of crys- 
tallised borax is digested with 3 pts. of acid racemate of potash and with 
water, and the filtrate evaporated, there is obtained at 100° a white mass, 
which becomes moist when exposed to the air, and exactly resembles the 
Boraxweinstein of the German pharmacopmas. 

A similar, but more deliquescent mass is obtained with acid racemate 
of soda. (Fresenius.) 


RacEMATE oF Baryta.—1. The acid forms, with baryta-water, 
white flakes soluble in excess of the acid (Walchner); but the clear 
solution becomes turbid in a few seconds, and deposits nearly all the salt 
in the neutral state, and in the form of a crystalline powder; the small 
quantity which remains in solution may be precipitated by alcohol. 
(Fresenius.) 2. From a solution of acetate of baryta, racemic acid 
throws down neutral racemate of baryta; (a), from a hot solution, it 
precipitates the anhydrous salt as a white, slightly crystalline powder; 
and (6), from a cold solution, the hydrated salt, in the form of a heavy 
white precipitate consisting of fine needles. (Fresenius.)—3. Neutral 
racemate of soda added to chloride of barium, throws down white fiakes, 
which in a minute pass completely into the crystalline state. (Wittstein, 
Repert. 57, 22.) In case of great dilution, it does not precipitate nitrate of baryta. 
(Walchner.) 

Hydrated racemate of baryta gives off at 200° the whole of its water, 
amounting to 138 per cent. (Fresenius.) The salt, when ignited in a 
close vessel, leaves a pyrophoric residue. (Béttger.) It is nearly inso- 
luble in cold water, but dissolves in 200 pts. of boiling water, readily in 
hydrochloric and nitric acid, not in acetic acid, and is precipitated from 
the hydrochloric acid solution by ammonia, not immediately, but after a 
few seconds. (Fresenius.) It does not dissolve in aqueous hydrochlorate 
nitrate, or succinate of ammonia, even with the aid of heat (Walchner) ; 


or in potash-ley. (Iresenius.) 


BOG. Fresenius. 
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Racemate of baryta dissolves in the aqueous acid but without producing a definite 
acid salt: for the solution, as it cools, deposits the greater part of the baryta in the form 
of neutral salt, and the rest when evaporated, while free acid crystallises out. (Fresenius. ) 


Racemate of Baryta and Potash and Racemate of Baryta and Soda are not 
obtainable. ; . 
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RacEMATE oF Strontra. — 1. The free acid forms with strontia- 
water, thick flakes which do not become crystalline in 12 hours. (Witt- 
stein.) — 2. With nitrate of strontia, it forms the same precipitate, nearly 
insoluble in excess of the acid. (Walchner.) From acetate of strontia, it 
throws down a white, shining, crystalline powder. (Fresenius.) — 3. Neutral 
racemate of potash forms with chloride of strontium, a white, crystalline, 
granular precipitate. (Wittstein.) — The crystalline powder obtained by 
(2) gives off 22°87 p.c. water at 206°, without further decomposition. It 
is nearly insoluble in cold water, very sparingly soluble in boiling water, 
from which it separates almost completely on cooling, so that the filtrate 
is searcely clouded by sulphuric acid. It dissolves readily in hydro- 
chloric acid, whence it is immediately precipitated by ammonia. It is 
insoluble in acetic acid. With racemic acid it behaves just like the 
baryta-salt. (Fresenius.) With hot aqneous hydrochlorate, nitrate, or 
succinate of ammonia, it forms a clear solution, which becomes turbid as 
it cools, (Wittstein.) 


Crystalline powder (2). Fresenius. 
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RaceMate oF LLime.—1. The free acid precipitates lime-water in 
thick plates (Gay-Lussac), which [after a while] consist of extremely 
fine needles (Walchner); the flakes dissolve in a larger quantity of the 
acid, provided the addition be made quickly and before the precipitate 
has become crystalline and consequently insoluble, but the clear liquid 
then becomes quickly clouded by formation of a crystalline precipitate. 
(Gmelin.) — Lime-water added to an excess of the acid, precipitates 
after a few seconds a [crystalline] neutral salt. (Fresenius.) — 2. The 
free acid added to aqueous gypsum forms delicate needles in a quarter of 
an hour (Walchner, Geiger); the turbidity begins in an hour, and in 
24 hours nearly all the lime is precipitated. (Berzelius.) With hydro- 
chlorate and nitrate of lime, it forms a precipitate more quickly than 
with gypsum, but more slowly as the solutions are more dilute. (Gay- 
Lussac, Walchner.) From a concentrated solution of acetate of lime, it 
throws down a snow-white, crystalline powder; from a more dilute 
solution, small shining needles. (Iresenius.) — 3. Neutral racemate of 
ammonia or soda quickly precipitates even a dilute solution of gypsum 
and other lime-salts (Fresenius, Herzog), the precipitate consisting of an 
amorphous powder or of delicate lamine. (Pasteur.) 

The needles obtained by (2) give off all their water -= 27-75 p. c. 
at 200°, without further decomposition. (Kresenius.) The salt heated 
with ammonia and fragments of nitrate of silver precipitates the silver 
in a speculum like tartrate of lime. (Casselmann, vid. p 288.) — The 
salt is so sparingly soluble in cold water, that the solution is not clouded 
by oxalic acid, bat only by oxalate of ammonia; in boiling water it is 
somewhat more soluble. (Fresenius.) It dissolves in hydrochloric acid 
and is precipitated therefrom by ammonia (distinction from tartrate of 
lime) (Gay-Lussac); the opaque, semicrystalline precipitate is produced 
immediately or (in case of great dilution, according to Il’resenius) after a 
few seconds; when the hydrochloric acid solution is evaporated in the 
cold, crystals of racemic acid are formed; but when the solution is 
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evaporated by heat, the greater part of the hydrochloric acid goes off, 
and racemate of lime remains. (Berzelius.) The salt does not dissolve 
in acetic acid, nor [after becoming crystalline] in racemic acid. (Frese- 
‘nius.) It dissolves sparingly in warm aqueous sulphate, hydrochlorate, 
or succinate of ammonia, whereupon needles are produced on cooling. 
(Wittstein.) Its solubility in sal-ammoniac is however quite insigni- 
ficant. (H. Rose.) It dissolves readily in cold and tolerably strong 
potash-ley free from carbonic acid, the solution becoming turbid when 
heated, pasty when boiled, and clear again on cooling, and when heated 
to the boiling point after dilution with water, depositing all the [basic?| 
racemate of lime in flakes. (Fresenius.) 


Air-dried Crystals. Berzelius. Fresenius, 
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Neither Racemate of Lime and Potash nor Racemaie of Lime and Soda can be 
prepared. 


RACEMATE OF MAGNESIA.— The aqueous solution of neutral racemate of 
soda does not precipitate sulphate of magnesia. (Walchner.) — The aqueous acid 
is boiled with excess of carbonate of magnesia, and the filtrate left to 
crystallise slowly by cooling. —Small right rhombic prisms, or when 
obtained by sudden cooling or evaporation, a white powder. — The 
crystals effloresce in dry air, give off 27:24 p. c. (8 At.) water at 100°, 
and in all 32:9 p.c. (10 At.) at 200°, without further decomposition. 
They dissolve in 120 pts. of water at 19°, and in a smaller quantity of 
boiling water; easily in the stronger mineral acids, not in acetic acid. 
From the concentrated solution in hydrochloric acid, ammonia throws 
down immediately, and from the dilute solution after a while, a preci- 
pitate of polybasic racemate of magnesia. The hot aqueous solution of 
the salt in an equal quantity of racemic acid, again yields by cooling and 
* evaporation, crystals of the neutral salt, which may also be precipitated 
therefrom by alcohol. Its solution in potash-ley becomes pasty when 
heated, but clear again on cooling. (Fresenius.) — Magnesia-salts are not 
protected by racemic acid from precipitation by ammonia or carbonate 
of soda. (Fresenius. ) 
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When acid recemate of ammonia, potash, or soda, is boiled to neutra- 
lisation with carbonate of magnesia, a filtrate is obtained, which, after 
standing for several days, deposits crystals of racemate of magnesia, but 
if continuously evaporated at 100°, leaves a syrup, which, on cooling, 
solidifies after some time to an amorphous saline mass, which dissolves 
but slowly even in boiling water, and from which the alkali-salt is but 
very incompletely extracted by water. (Fresenius.) 


Crrovus Racematre. — The free acid precipitates cerous acetate but 
not the hydrochlorate; alkaline racemates precipitate also the latter. 
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The white precipitate dissolves readily in excess of racemic acid. 
(Beringer.) 


Curomic Racemate.— The very acid violet solution of hydrated ° 
chromic oxide in the boiling aqueous acid, leaves a violet crystalline 
mass when evaporated. Its aqueous solution acquires a fine green 
colour when mixed with carbonate of potash; is completely precipitated 
by lime-water; and yields with alcohol a violet precipitate, which becomes 
nearly black when dry, and is insoluble in water, but soluble in racemic 
acid. (Fresenins.) 

When the aqueous acid is boiled with bichromate of potash, carbonic 
acid is violently evolved, and a blackish grey liquid with violet irides- 
cenze is formed, which, when evaporated, leaves a blackish, amorphous, 
easily friable mass. The solution of this mass in water acquires a fine 
green colour when mixed with potash, and is completely precipitated by 
lime-water. (Fresenius. ) 


Mancanovus Racematr.—1. The solution of manganous carbonate 
in the acid diluted with 40 pts. of water, yields after a while transparent, 
flesh-coloured prisms and crystalline grains, very sparingly soluble in 
water. (John.) —2. An aqueous mixture of manganous acetate and 
racemic acid yields by evaporation small yellowish-white crystals, which 
are permanent in the air even at 100°, and dissolve very sparingly in 
cold, somewhat more readily in boiling water, readily in hydrochloric 
acid. (Fresenius.) 


Crystals. Fresenius. 
DENT eS te cred art era eee TO sie GAD | gastric 31°52 
85 Fh GO See Orr ee ae ee, Oo oe oe 132 59°46 
He COTS epee nt en are OPE re 18 SLE _ 
CRAM TPO’ 4- BAG. ssistisscsssvenes B22 ss. 100°00 


Racemate of Arsenious acid and Ammonia. — Discovered and stoichiome- 
trically determined by Mitscherlich, as well as the two following salts. — Arsenious 
acid is digested with aqueous acid racemate of ammonia, or better 
2 At. arsenious acid and 1 At. racemic acid are gradually added in 
alternate small portions to 1 At. neutral racemate of ammonia, so 
that the arsenious acid is always in excess up to the end of the operation, 
after which the filtrate is evaporated, and cooled to the crystallising 
point. The solution takes place slowly, and requires constant boiling; 
for acid racemate of ammonia is soon deposited, and a large quantity of 
arsenious acid remains undissolved, even after boiling for hours. — Large, 
quickly efflorescing crystals. Between 90° and 100°, they give off 
altogether 4°] p. c. water and ammonia. They dissolve in 10°62 pts. of 
water at 15°, and are, for the most part, resolved by evaporation into 
crystallising acid racemate of ammonia and arsenious acid, which remains 
in solution. (Werther.) 


Crystals. Werther. 
BEE) xiii tere incerta cae eree 269 Dame OEM Reaves 9°99 
TAO gets Pore Pen Cae 99 VFA \ ae ae ay hae 
CES Wire iriate dh ysuer sehen 132 49°63 50°70 
4D Fie Sipe eae me seen rae eee Re 9 at eae 3°04 
CEASE K AS OETA CT aceite C00) ene LUUO0 cc tn. 101°45 


Racemate of Arsenious acid and Potash.—2 At. arsenious and 1 At. 
racemic are added yery gradually, and in alternate small portions to 
2A 2 


9 
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1. At neutral racemate of potash, which is dissolved in a large quan- 
tity of water, and maintained for several hours in constant ebullition, the 
arsenious acid being kept in excess even to the last, to prevent the sepa- 
ration of too great a quantity of acid racemate of ammonia, which would 
have to be redissolved by addition of water and boiling. The liquid 
concentrated, but not too mnch, by boiling, and filtered hot, deposits, on 
cooling, first small prisms of acid racemate of potash, then large rhombic 
crystals of the double salt, which are separated, either by picking them 
out or by treating the whole with a small quantity of warm water, 
filtermg from the acid potash-salt, which remains for the most part 
undissolved, and evaporating to the erystallising point, during which 
operation, however, a portion of the acid potash-salt is always repro- 
duced. — Large colourless rhombic crystals, having a pearly lustre. They 
effloresce gradually, give off 4:22 p.c. water at 100°, and the whole 
between 155° and 170°, and then sustain a heat of 250° without further 
decomposition; at 255°, the residue assumes a brownish colour, and gives 
off water, together with vapours, having an alliaceous and empy- 
reumatic odour. The crystals dissolve in 7°96 pts. of water at 15°, and 
when this solution is evaporated, are resolved almost entirely into acid 
racemate of potash, and arsenious acid which remains dissolved, even 
when the liquid is highly concentrated. (Werther.) 


Crystals. Werther. 

TE), £5. Spend abcasbs sn nioepienetees AY Dede, POA Une nls 15°06 
PSPS ase aarcibutenp reds metntan ences 99°0 32°44 32°83 
Bigs hl Lite Ae es Seed the ne mt Pas EU 132s fee Ao Oo ieee. 44°46 
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Racemate of Arsenious acid and Scda.— When 1 pt. of racemic acid 
is neutralised with soda, then arsenious acid and 1 pt. more of racemic 
acid added, in alternate small portions, to the boiling liquid, and the solu- 
tion repeatedly evaporated and cooled, a large quantity of the ecrystal- 
lised double salt is obtained. The preparation is much easier than that 
of either of the two preceding salts. — Large crystals permanent in the 
air, and having a brilliant pearly lustre. They give off 10°65 p.c. 
(about 4 At.), water at 100°, and the rest at 130°. Decomposition begins 
at 275°. The salt dehydrated at 130°, becomes heated by contact with 
cold water, and dissolves completely. The crystals dissolve in 14°59 pts. 
of water at 19°, and the solution, when evaporated, yields nearly all the 
salt undecomposed, but in crystals, having a higher vitreous lustre. 


(W erther.) 


Crystals. Werther. 
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Potassio-antimonic Racemate.— Obtained by saturating acid racemate 
of potash with antimonic oxide. Sometimes rhombic crystals are 
obtained, acuminated with four faces; sometimes delicate needles, which 
become opaque when exposed to the sun. (Berzelius.) ig. 62, without 
. aC ie tas . hi d= 140°: . t — 118° 9’: 
the tp-face,, a :.a= 1425 655.04 bebma — 3 a:u=118 2; 
w:w=94° 40°. (Prevostaye.)— The air-dried: crystals contain 13°46 
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p. c. potash, and are therefore C°H‘K(SbO?)O" [ + Aq]. They give off 
water of crystallisation at 100°; the salt dried at 100° gives off 5°50 p. ¢. 
water at 260°, without becoming coloured, exactly therefore like tartar- 
emetic. (Liebig, dann. Pharm. 26, 134.) 


RACEMATE OF Zinc. —1. The aqueous acid dissolves zinc readily 
with evolution of hydrogen, and deposits the resulting salt, partly im- 
mediately, partly on evaporation, in white needles, whose aqueous solution 
is very apt to turn mouldy. (Walchner.) —2. The free acid precipitates 
from acetate of zine a jelly, which dries up to a white viscid mass. This 
mass is nearly insoluble in water, but dissolves more readily in racemic, 
and still more in hydrochloric acid. (Werther.) 


STANNOUS RaceMATE. — The aqueous acid dissolves tin very slowly, 
and yields by evaporation, colourless six and eiglt-sided prisms, soluble 
in water. (Walchner.) 


RACEMATE OF LEAD. — 148 pts. of the crystallised acid, mixed with a treble 
quantity of lead-oxide and with water, and dried over the water-bath, give off 32°76 
p.c. water, and somewhat above 100°, 35°07 p. c. (4 At.) in all. (Berzelius.) — 
1. The free acid precipitates from neutral acetate of lead a snow white 
crystalline powder (Fresenius); if the racemic acid is in excess, the vessel 
becomes covered with a crystalline crust; if the boiling acid is mixed 
with only just sufficient acetate of lead to render the precipitate perma- 
nent, and then filtered boiling, it yields on cooling a few small needles. 
(Fresenius.) —- 2. Neutral racemate of soda yields a flocculent precipitate, 
consisting of slender needles. (Walchner.) The salt after drying has a 
density of only 2°530 at 19°, much smaller therefore than that of tar- 
trate of lead. (H. Rose, Pogg. 33, 48.) The precipitated salt contains 
no water. (Berzelius.) After ignition in a close vessel, it leaves a 
greyish-black, coherent mass, which, after cooling, takes fire in the air, 
globules of lead then appearing on the surface, and quickly burning to 
oxide. (Bottger.) — The salt dissolves in racemic acid (Walchner), and 
more readily than tartrate of lead in tartaric acid; and the solution of 
the salt in the hot acid yields, on cooling, small crystalline grains, which 
when heated crumble to a fine powder, with slight decrepitation and loss 
of water. (Berzelius.) 


(1.) Crystalline crust dried at 100°. Berzelius. 
ZERO OR Ass aot ee tcR ioe ste Loan SOLIDER sisane 62°75 
Gar OY Greene acd tera eee heen: 1S ZEN ae OOS ey 37°25 
(Gril bel B40 Yes 0h og A SO te ne VOULO On wy encs 100°00 


Ferrous Racemate.—1. The aqueous acid acts upon iron with 
evolution of hydrogen, forwung soft white needles, which dissolve but 
very sparingly in water, and when exposed to the air, gradually change 
into the yellow ferric salt. (Walchner.) — 2. Ferrous sulphate added to 
an aqueous mixture of acetate of potash and racemic acid, produces a 
white precipitate, which soon turns greenish and brown, if the air has 
access to it, but dries up in vacuo to a yellowish white powder. ‘This 
powder dissolves sparingly in water, readily in mineral acids, racemic 
acid, ammonia, and potash; the acid solutions are not precipitated by 
alkalis, nor the alkaline solutions by acids. 
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Ferric RaceMatr.— The aqueous acid, digested with excess of 
ferric hydrate, and filtered from a basic salt, yields a red-brown liquid, 
which, when evaporated, still deposits a portion of basic salt, and dries 
up to a brown, hard, friable mass. This mass is completely precipitated 
from the aqueous solution by alcohol; the solution is also precipitated 
by ferrocyanide of potassium but not by alkalis, (Fresenius.) — The 
brownish yellow solution of ferric hydrate in [excess of ?] the aqueous 
acid, gradually loses its colour by conversion into ferrous salt, both in 
the air and in closed vessels. (Walchner.) 


Ammonio-ferric Racemate.— The above solution of ferric hydrate in 
the aqueous acid, forms with ammonia a clear mixture, which, when 
evaporated, deposits granules very easily soluble in water, and con- 
taining a large quantity of ammonia. (Walchner.) 


Potassio-ferric Racemate. — The aqueous solution of the acid potash- 
salt digested with ferric hydrate, yields a red-brown filtrate which depo- 
sits a basic salt on evaporation. —a. This basic salt is a light yellow 
powder, which chars and swells up in the fire, leaving an alkaline ash; 
it is almost insoluble in water, but dissolves in cold potash-ley, forming 
a dark green liquid which yields a copious brownish green precipitate 
when heated. —6. The liquid filtered from the yellow powder remains 
clear when further evaporated, and leaves a brownish-black, crystallo- 
granular, deliquescent mass; and on dissolving this mass in water, an 
additional quantity of basic salt is separated, and a brownish yellow, 
slightly alkaline liquid produced, which is not precipitated by potash, 
and but slowly and incompletely by yellow or red prussiate of potash. 
(Fresenius. ) 


RACEMATE OF Cospatt.—1. Recently precipitated protoxide of 
cobalt forms, with racemic acid, a strongly acid red solution, which, when 
evaporated, deposits dingy, pale red, crystalline crusts, free acid erystal- 
lising out at the same time.—2. A mixture of acetate of cobalt and 
racemic acid left to evaporate in a warm place, yields the same crusts. 
(Fresenius.) — Pale red crystalline grains. (Winkelblech.)— The salt 
dissolves very slowly in water, whether cold or boiling, more readily in 
racemic acid, whence it is not precipitated by alkalis; still more readily 
in hydrochloric acid and in potash-ley. The red hydrochloric acid solu- 
tion forms, with caustic ammonia, potash, or their carbonates, a preci- 
pitate which dissolves in excess of the alkali, the liquid, however, soon 
becoming turbid, and a dingy blue precipitate being formed. The 
beautiful violet solution of the salt in caustic potash is not altered by 
boiling, but forms spontaneously after a while, and more quickly on 
addition of water, a dingy blue precipitate, losing its colour at the same 
time. (Fresenius.) 


Racemate of Cobalt and Potassium. — The beautiful red neutral solu- 
tion of the recently precipitated protoxide in warm aqueous racemate of 
potash, becomes turbid by evaporation, and deposits a pale red crystal- 
line crust, from which the potash cannot be completely extracted by 
washing. The crust dissolves sparingly in water, easily in racemic acid, 
or in potash. (Fresenius.) 


RaceMATE oF Nicket.— The aqueous solution of acetate of nickel 
mixed with racemic acid and evaporated, forms four-sided needles of a 
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beautiful green colour. These crystals efiloresce very slowly in dry air 
at ordinary temperatures, quickly at 100°. They dissolve very sparingly 
in water, even ata boiling heat, more readily in racemic acid, still more 
readily in hydrochloric acid, whereupon a small quantity of carbonate of 
potash produces a precipitate which redissolves in a larger quantity. 
With potash-ley the salt forms a green solution which becomes turbid 
when heated and does not recover its transparency on cooling. (Fre- 
senius.) Ina hot solution of carbonate of soda, it dissolves abundantly 
and with evolution of carbonic acid, forming a liquid which solidifies in 


a jelly on cooling. (Werther.) 


Needles. Fresenius. 
DN Mc tot eecceteneteitekk oncueroe Zone tae ee 2°47 
COBO? Oe Reh 132... 44°45 
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Racemate of Nickel and Ammoniwm.— The aqueous solution of acid 
racemate of ammonia yields, by digestion with excess of carbonate of 
nickel, and filtration, a green liquid; and on evaporating this liquid, 
green flakes are deposited, from which the ammonia cannot be completely 
extracted by washing. (Fresenius.) 


Currous RacEMATE. — The aqueous acid exposed to the air in 
contact with copper, deposits, after several days, a greenish blue cupric 
salt, and if then evaporated, yields white oblique rhombic prisms which 
dissolve pretty readily in water, and form a yellow precipitate with 
potash. (Walchner.) 


Curric RaceMatEe.—1. The free acid added to a solution of cupric 
sulphate throws down at first only a few grains, but gradually the whole 
of the copper. (John.) If the solutions are mixed hot and concentrated, 
bluish green tables are formed after a while. (Werther.) — 2. A dilute 
solution of cupric acetate mixed with free racemic acid, forms light blue 
four-sided needles. (Fresenius.) — 3. Neutral alkaline racemates preci- 
pitate cupric salts (Walchner), forming a siskin-green crystalline powder. 
(Werther.) —The needles (2) are permanent in the air; effloresce at 100°; 
dissolve very sparingly in cold, somewhat more freely in boiling water, 
readily in hydrochloric acid. The solution acquires a fine blue colour 
when mixed with potash, but is not decolorised thereby even on boiling. 
(Fresenius.) — The green powder (3) is not much more soluble in water 
than cupric tartrate; it dissolves readily in caustic potash or soda, but in 
the carbonates only when heated. (Werther.) 


Needles (2) dried over oil of vitriol. Fresenius. 
NOME) aa tiga os see Av apack sere Taanamincghes OO Tce OO: uchienys 31°75 
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Potassio-cupric Racemate.— The sky-blue neutral solution obtained 
by saturating a warm aqueous solution of acid racemate of potash with 
cupric carbonate, deposits, when evaporated over oil of vitriol, blue 
crusts destitute of crystalline structure; they are but sparingly soluble 
in water, even at the boiling heat, and cannot be freed from potash by 
washing. (Fresenius. ) 


a4 
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Basie Sodio-cupric Racemate.—a. When soda-ley is saturated with 
cupric racemate (3) stirred up with water, and absolute alcohol carefully 
added so as to form a layer on the top, light blue tables are formed at 
the bottom of the vessel, and deep-blue needles at the contact-surface of 
the two liquids. The tables may be recrystallised by dissolving them in 
hot water and pouring a layer of alcohol on the surface of the liquid. 
They dissolve sparingly in cold, more readily in hot water. The solution 
may be boiled for a long time without decomposition; it is not decom- 
posed by soda in the cold even after the lapse of several weeks; but 
when boiled with soda, it deposits cuprous oxide. (Werther.) 


Werther. 
tables. needles, 
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b. Werther once obtained by the same mode of preparation with 
alcohol, dark blue rectangular octohedrons, which gave off 19°93 p. ¢. 
water at 100°. 

c. The dark blue solution obtained, with evolution of carbonic acid, 
by boiling cupric racemate with aqueous carbonate of soda, yields both 
on addition of alcohol, and by evaporation, a light blue powder which 
gives off 3:88 p.c. water at 100°, and dissolves slowly in cold, but 
readily in hot water, forming a neutral liquid which neither crystallises 
nor decomposes when evaporated. (Werther.) 


Werther. 
Octohedrons b. AGE 
powder c. 
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Mercurovus Racematre. The acid forms with mercurous nitrate a 
white precipitate which blackens on exposure to light. (Walchner.) 
The snow-white, heavy powder acquires a greyish brown colour when 
exposed to the sun for a few minutes: it is insoluble in water and in 
racemic acid, but dissolves readily in nitric acid, forming a liquid which 
is precipitated light grey by ammonia, olive-green by carbonate of 
potash in the cold, and black on boiling. (Fresenius.) 


RACEMATE OF SitverR.—On adding a hot and moderately strong 
solution of acid racemate of ammonia to nitrate of silver heated to 
80°—85°, till the precipitate begins to become permanent, the liquid 
yields on cooling, dazzling white crystalline scales, having a lustre like 
that of polished silver, a sp. gr. of 3°7752 at 15°, and less soluble in 
water than the tartrate. (Liebig & Redtenbacher, Ann. Pharm. 38, 183.) 


I A i Liebig 
iebig & 

Lod Redtenbacher. (Ann. hai m. 
Dried. 26, 133.) 
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Racemic acid dissolves in 48 pts. of cold alcotol of sp. gr. 0°809. 
(Walchner.) The solution does not redden htmus. (Pelouze.) 


Paratartralic Acid. 


EK. Fremy. Ann. Chim. Phys. 68,378; also Ann. Pharm. 29, 161; also 
J. pr. Chem. 16, 339. 


Pulverised racemic acid is heated in a porcelain dish to a temperature 
somewhat above 200° till it melts, removed from the fire while yet 
perfectly fluid and colourless; dissolved in water; the solution saturated 
with carbonate of baryta, and filtered from racemate of baryta; and the 
filtrate decomposed by the proper quantity of sulphuric acid. 

The acid is colourless; is reconverted by water into racemic acid; 
deliquesces in the air; is, in the hyp. anhydrous state, = C®H‘O", and 
saturates 14 At. base. It forms with all the alkalis, soluble salts, which 
are reconverted by water into racemates. The baryta-salt contains 
43°2 p. c. baryta, the lime-salt 21:1 p. c. lime. 

The lead-salt contains: 


Fremy. 
PHOT GS iechasen cee eee ee ee 50°07 
CE tte hnacuaeera eee: 18°00 
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100°00 


Paratartrelic Acid. 
Fremy. bid. 


Produced from paratartralic acid by continued fusion; prepared like 
tartrelic acid. Exactly like the latter, and converted into racemic acid 
under the same circumstances as tartrelic acid into tartaric. Ma 
likewise be regarded, in the hypothetical anhydrous state, as C*H‘0", 
but saturates only 1 At. base. The baryta-salt contains 36:04 p. c. and 
the lime-salt 17°4 p. c. of alkali. (Fremy.) 


Lead-salt. Fremy. 
DOO aarti sepa amit aseshon tiie, 43°20 to 48°43 
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10000 ,, 100-00 


Anhydrous Racemic Acid. 
Fremy. Jodid. 


Racemic Anhydride, Traubenanhydrid, wasserfreie Traubensdure, Acide paratar- 
tarique anhydre. 

By heating racemic acid till it froths and-solidifies. 

Resembles tartaric anhydride; likewise forms a jelly with water, and 
has a slightly sour taste. 

In contact with water, it is gradually converted into paratartrelic, 
paratartralic, and racemic acid successively. (I'remy.) 
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Fremy 
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Racemomethylic Acid. 
CYMH8O” — C?H*0?,C°H*0"™. 


Guérin-Varry. (1836.) Ann. Chim. Phys. 62,77; also Ann. Pharm. 
22, 252; also J. pr. Chem. 9, 376. 


Methyltraubenséure, Methylentraubensdiure, Paramethylenweinsdiure, Acide 
paratartromethylique. 


Formation and Preparation, as for tartromethylic acid (p. 338). 
Properties. Right rectangular prisms, passing, by truncation of the 


lateral edges, into rhombic prisms. Inodorous, having a sour, not sweet 
taste. 


Crystallised. Guérin. Dumas & Piria. 
AL Aap oe ie ctrn cn tea, Meee GO LOS. ap GOO Ot Maou OOULe 
EA eisreveccecine Rei oi OT ee Fe ee aE eee 5°10 
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Decompositions. The acid, when subjected to dry distillation, or 
when burnt, exhibits the same phenomena as tartromethylic acid. By 
boiling with water, it is resolved into wood-spirit and racemic acid, but 
not so readily as racemovinic acid; and its aqueous solution, when left to 
evaporate freely, yields the crystals in their original state. 


Combinations. The acid dissolves very easily in cold, and in all 
proportions in boiling Water. 


Racemomethylate of Potash. — Obtained like the tartromethylate. 
Right prisms, colourless and inodorous. In vacuo over oil of vitriol they 
give off 4:25 p.c. water. They soften at 100°, melt at 150°, and yield 
at 200° the same products as tartromethylate of potash. By continued 
boiling with water, they are resolved into wood-spirit and acid racemate 
of potash. They dissolve in hot water more readily than in cold, but are 
insoluble in wood-spirit and in 95 p.c. alcohol. 


Crystals. Guérin. 
KO Oe ee AT a, BOD | Basnss yd 5) 
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An excess of the acid forms, with aqueous Potash, an amorphous 
pulverulent precipitate, soluble in a larger quantity of water. 

Similarly, an excess of acid produces, with Soda-ley, a granular pre- 
cipitate, soluble in a large quantity of water. 
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Racemomethylate of Baryta. — The acid forms, with baryta-water, a 
precipitate soluble in excess of acid. The neutral salt is obtained like 
the tartromethylate. Colourless, bitter, oblique rhomboidal prisms. 
Angles of the lateral edges = 119° and 61°; inclination of the base to 
the two lateral edges = 113° and 87°. [There is a figure wrong here.] The 
crystals effloresce in the air, giving off 3 At. water out of the 4 At. 
which they contain, and leaving a residue which gives off 38 p. c. more 
water in a dry vacuum. They soften at 60°; give off vapours at 100°, 
which condense in beautiful crystalline laminz, not consisting of methylic 
oxalate; these lamine melt at 105°, boil at 120°, and are converted at 
130° into a transparent colourless liquid, which turns yellow at 175°, and 
at 205° yields a distillate, consisting of water, wood-spirit, methylic 
acetate, and a crystalline substance apparently identical with the above. 
The effloresced salt yields this crystalline sublimate only at 130°, and 
does not emit strong fumes till it is heated to 140°. The salt dissolves 
in hot water more readily than in cold, is insoluble in weod-spirit, and in 
95 p. c. alcohol. 


Effioresced. Guérin. 
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The aqueous acid forms, with strontia-water, a precipitate which is not 
soluble in excess of acid, but dissolves in a large quantity of water; and 
with /ime-water, delicate needles, insoluble in excess of acid. 

It dissolves zinc and iron with evolution of hydrogen. 

From neutral or basic acetate of lead, and from a concentrated solution 
of nitrate of silver, it throws down flakes insoluble in excess of acid. 

Racemomethylic acid dissolves readily in wood-spirit and in alcohol, 
sparingly in ether. (Guérin.) 


Racemovinic Acid. 
CVeAYOY — C*HS0?,C®H'0", 


GuERIn-Varry. (1836.) Ann. Chim. Phys. 62,70; also Ann. Pharm. 
29, 045; also J. pr. Chem. 9, 372. 


Weintraubensaure, Aethertraubensdure, Acide paratartrovinique. 


Formation and Preparation. In general, similar to that of tartrovinic 
acid. As, however, racemic acid is less soluble in alcohol than tartaric 
acid, it is necessary to use 4 pts. of absolute alcohol to 1 pt. of racemic 
acid. The liquid must also be gently boiled in the retort, with cohoba- 
tion, till the solution evaporated to a syrup no longer yields any deposit 
on cooling. It is then to be diluted with water, and saturated with 
carbonate of baryta; the filtrate evaporated in an open vessel at 50° to 
60°; and the crystallised baryta-salt decomposed by sulphuric acid, just 
as in the preparation of tartrovinie acid. 


Properties. Colourless oblique rhombic prisms, whose base is less 
obliquely inclined to the lateral edges than that of the crystals of 
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tartrovinic acid. Inodorous, with a sour taste, and sweeter even than 
tartrovinic acid. 


Crystals. Guérin. 
LAC cd. atmo eee ares ij erat Soha | ee ee 38°66 
BS Re aoe eat yee tee Pea 1] D° BB i oomess My bO2 
OO) Sct camrcttee as tore oe gare eae 104 b5°02 seen: 55°42 
CPR MOE 4A G<fah, cases tenance 187 aul 00200 Velwar 100-00 


Decompositions. The acid burns witha flame like that of tartrovinic 
acid; its decompositions by dry distillation, by treatment with nitric or 
sulphuric acid, and by boiling with 40 pts. of water, are likewise the 
same as those of tartrovinie acid. 


Combinations. The acid dissolves very easily in water, and is highly 
deliquescent. 


The Racemovinates, or Paratartrovinates, resemble the tartrovinates in 
most respects, but form less beautiful crystals; and these crystals contain 
a larger quantity of water of crystallisation, which, however, is given off 
in a dry vacuum, so that the residual salts agree in composition with the 
dry tartrovinates. 


Racemovinate of Potash. — Obtained in the same manner as the tartro- 
vinate. Colourless, four-sided and apparently square prisms, truncated 
at the terminal edges (compare Prevostaye, V. Ann. Chim. Phys. 3, 140). 
The crystals have the taste of tartrovinate of potash. Give off 7°65 p.c. 
water in a dry vacuum. 


Crystals. Guérin. 
KO gectesses teers ee Canc OIG - Banke 19°95 
Bd Sd OE rr eh St 160-0 Meme 2. LO 
tl Oe rch Recent 1 healer Nagi ts Bec Seah 2 7°65 
CYURPRK OM + 2A Gg. bare. 234°2 .... 100°00 


The acid added in excess to an aqueous solution of potash precipitates 
a fine powder. 


Racemovinate of Soda. — The acid forms, with aqueous soda, even 
when the latter is in excess, a precipitate which is insoluble in cold 
water, and increases on adding the acid in excess. 


Racemovinate of Baryta.— Preparation, vid. sup. — Small white needles 
united in nodules; they give off 6:95 p. c. water in a dry vacuum, dis- 
solve in hot water much more readily than in cold, are insoluble in 
absolute wood-spirit, and in 95 per cent. alcohol. 


Crystals. Guérin. 
Bae cea (OBOE rmec dU Ghani cs 28°74 
Are re ace ecateca towne eta: 12-0 a bss eee ene 27°62 
VISES taceneea ase aint 11:0 cha eee. 4°24 
DOLD ees cacseamemecscaseo ae tees 104°0 S960 es 39°40 
CEeH°BaO4 + ZAq. wuts 20-0, lee BL OUZOU geoeea. 100°00 


Strontia-water forms, with the acid, a precipitate which dissolves in 
excess of that acid; dime-water, a precipitate, insoluble in racemovinic 
but soluble in nitric acid. 

The dilute acid dissolves zinc and iron, with evolution of hydrogen. 

It forms a white precipitate with neutral acetate of lead. 
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Racemovinate of Silver.—1. The acid forms, with nitrate of silver, a 
precipitate consisting of delicate white needles. —2. The concentrated 
solution of the potash or baryta-salt, added to solution of nitrate of silver, 
likewise throws down needles, which, after being washed in the dark with 
cold water, and dried below 50°, give off nothing in vacuo over oil of 
vitriol; turn red and afterwards brown when exposed to light; decompose 
at 100°, even under water; and are sparingly soluble in water. 


Guérin 

V2 Cae, ae ae Ae ee Se 72 25S Goat ssh 26°93 
Os Pee ee esha 9 Selo ee Ozoill 
LCE a ne ee 108 So es ee: ey eyad) 
Lak oe Soe ee REN Sis 96 3520 9 ee ee 32°06 
rd a a eg Oe ae noe CR 285 100° 00s". 100°00 


Racemovinic acid dissolves very readily in alcohol, but is insoluble in 
ether. (Guérin.) 


a 


Antitartaric Acid. 
C*H°O" = C8H°08,0°, 


Pastrur. WV. Ann. Chim. Phys. 24, 442; 28, 56.— Compt. rend. 28, 
477; 29,297. — Brov’s Report upon Pasteur: Compt. rend. 29, 483; 
NV. Ann. Chim. Phys. 28, 99. 


Levoracemic acid, Levotartaric acid. 


Racemic acid may be regarded as the indifferent compound of tartaric 
acid with an equal quantity of another acid, viz.Antitartarie acid, which 
agrees exactly with tartaric acid in most of its properties, but with 
regard to crystalline form, thermo-electricity,. and action upon polarised 
light, exhibits diametrically opposite characters, these characters com- 
pletely neutralising one another when the two acids are combined in the 
form of racemic acid. 

Racemic acid, and most of its salts, crystallise from their aqueous 
solutions unaltered; but on evaporating and cooling a solution of racemate 
of soda and ammonia, or of racemate of soda and potash, we obtain, 
instead of a double racemate, equal weights of two kinds of crystals, 
which have the same form, the one being, in fact, the exact reflected 
image of the other, but exhibit certain hemihedral faces, which in one 
kind of crystal (identical with that of tartrate of soda and ammonia, 
or of soda and potask), are situated to the right, and in the other kind, 
which may be called antitartrate of soda and ammonia or potash, to the 
left, when the crystal is held in the same position before the face. Hach 
of these two kinds of crystals dissolved by itself in water produces 
rotation to the right or to the left, and when added to dilute solutions 
of lime-salts, throws down tartrate or antitartrate of lime, but only after 
some time; but the united solution of the entire mass of crystals, as also 
the mother-liquor, exhibits no rotatory power, behaves like racemate of 
potash, and when added to lime-salts, immediately throws down an 
amorphous powder, or delicate lamine. The two kinds of crystals are 

elected out by examining the position of their hemihedral faces, and 
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purified, each for itself, by recrystallisation, the mother-liquor retaining 
the small quantity of racemate, which, as it is impossible to effect a 
complete separation of the two kinds of crystals by mechanical selection, 
has been reproduced from the two opposite salts when redissolved in 
water. 

When the crystals thus purified, whose hemihedral faces lie to the right, 
are dissolved in water, the solution precipitated by nitrate of lead, and 
the washed precipitate decomposed by dilute sulphuric acid, Dextroracemic 
acid is obtained, which, from all experiments made with it, appears to 
agree 1n every respect with tartaric acid. — By applying the same treat- 
ment to those crystals whose hemihedral faces are situated to the left, we 
obtain Antitartaric or Leevoracennc acid. 

The separation of the two acids may likewise be effected by means 
of the compounds of racemic acid with cinchonicine and chinicine. 
From a solution of cinchonicine in racemic acid, antitartrate of cincho- 
nicine crystallises out, first at a certain degree of concentration; from a 
solution of racemate of chinicine, the tartrate crystallises first. 


Properties. The crystals of antitartaric acid ayree exactly in appear- 
ance, form, magnitude of angles, specific gravity (1°75), composition, 
solubility in water, &c., with tartaric acid, with exception of the three 
following physical properties. 


1. Crystalline Form: When a crystal of tartaric or antitartaric acid 
(Fig. 109) is held towards the observer in such a position that the i-face 
shall be opposite to the eye, and below 7 shall be the fface (concealed 
in the figure), above 7 the e- and ¢-faces, and right and left of 7 the 
a-faces, then, in the crystal of tartaric acid, there will be found two 
other faces, leading to an irregular tetrahedron, the upper between a, 2, e, 
and ¢, the lower between a, 2, and f, which two faces are wanting to the 
left of 2; 1n the crystals of antitartaric acid, on the contrary, these two 
faces occur on the left, but are wanting on the right. Sometimes the 
faces which are usually deficient are found in the crystals of both acids; 
but less developed. 


2. Thermo-electricity : During the cooling of a heated crystal of tar- 
taric acid, positive electricity appears on the right-hand side; but anti- 
tartaric acid, under the same circumstances, exhibits positive electricity 
on the left side. 


3. Circular Polarisation: Antitartaric acid dissolved in water at a 
given temperature and a given degree of concentration, turns the plane 
of polarisation to the left, to the same amount as tartaric acid turns it to 
the right. Boracic acid increases this rotatory power of antitartaric acid 
to the left exactly in the same degree as that of tartaric acid to the 
right. (Biot, p. 27.) 

Racemic acid, on the contrary, and al] its salts form homohedral 
ervstals which do not exhibit either thermo-electricity or rotatory power. 

Crystaliused antitartaric acid contains 31°90 p.c. C, 4:02 H, and 
64°08 O. 

When equal parts of antitartaric and tartaric acid (the latter either 
the ordinary acid or that prepared from racemic acid) are mixed in 
concentrated solution, great heat is evolved, and racemic acid produced, 
the crystallisation of which causes the mixture to solidify. - 
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The Antitartrates or Levoracemates agree completely with the tartrates 
in specific gravity, double refraction, composition, solubility, &c., but 
they likewise, though with similar crystalline forms and equal angles, 
exhibit opposite hemihedry, thermo-electricity and rotation. For the 
peculiar relation of the lime-salt dissolved in hydrochloric acid towards polarised light, 
see that salt. Kqual parts of the antitartrate and tartrate of the same 
base dissolved in water combine immediately and form a racemate. 


Neutral Antitartrate of Ammonia generally forms the same crystals 
with the same angles as the tartrate, only with opposite hemihedry. 
Fig. 89, with easy cleavage parallel toz. In tartrate of ammonia, there 
occur to the right of m, first two hemihedral faces, then the two a-faces, 
whereas to the left of m, the two a-faces present themselves immediately; 
in antitartrate of ammonia, the arrangement of the faces is the reverse. — 
The crystals of the latter contain 26°3 p. ec. C and 66 H, and are there- 
fore, like the tartrate, = CSH*(NH*)?O". Its aqueous solution produces 
a rotation to the left as strong as that produced by tartrate of ammonia 
to the right. — A solution strongly supersaturated with ammonia, some- 
times deposits irregular tetrahedrons, which, when taken out of the 
mother-liquor, become opaque in the interior. [Respecting the indices of 
refraction, &c. of this and the two following salts, vid. Sénarmont, N. Ann. Chim. 
Phys. 33, 391; Pogg. 86, 35; abstr. Compt. rend. 33, 447; Jahresber. 1851, 161.] 


Antitartrate of Soda and Ammonia. — Preparation (comp. p. 365).— 
1 pt. of racemic acid is neutralised with carbonate of soda and 1 pt. with 
ammonia, the mixture concentrated, and then either left to evaporate 
freely or cooled, whereupon it yields the two kinds of crystals in exactly 
equal quantities, whether the quantity of mother-liquor which remains 
be large or small. The resulting crystals, which resemble those of 
Rochelle salt (fig. 80), exhibit two additional faces, one below the other, 
y and yy, between pand m. Moreover, in the crystals of tartrate of 
soda and ammonia, there occurs a truncation-face between p and w on 
the right side (as well as diametrically opposite), and in those of anti- 
tartaric acid on the left (sometimes the oppositely situated faces are 
likewise present, but less developed). It is by this character that the 
difference of the two crystals is recognised, and their separation effected, 
after they have been freed from the mother-liquor by pressure between 
paper. As it is not possible to effect a very complete separation of 
crystals which have grown together, they must be dissolved in the 
heated mother-liqnor, the ammonia being replaced as it evaporates, 
whence, after a few days, they are deposited separately, provided the 
solution is not too concentrated. The picking out of the crystals is best 
performed in the morning, because, as the temperature rises, the hemi- 
hedral faces are rendered less distinct by partial solution of the crystals. 
The selected crystals are purified by recrystallisation from water, race- 
mate of soda and ammonia then remaining in the mother-liquor, and 
separating into the two kinds of crystals on further evaporation. The 
specific gravity of the crystals (like those of tartrate of soda and 
ammonia) is 1576. They dissolve (exactly like the tartrate) in 3°74 pts. 
of water at 0°. 


Antitartrate of Soda and Potash.— May be prepared in the same 
manner, or by saturating antitartaric acid half with soda and half with 
potash. Isomorphous with the preceding salt, and also, with excep- 
tion of the oppositely placed hemihedral faces, with Rochelle salt. The 
first mode of preparation sometimes yields individual homohedral crystals, 
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some of which are found (by the reaction with lime-salts) to be racemates 
(or mixtures of tartrate and antitartrate) while others behave like one or 
the other of these salts. 


Aniitartrate of Lime. — Antitartrate of ammonia, or one of the above- 
mentioned double salts, mixed with a dilute solution of a lime-salt, 
deposits, after a while, small, hard, brittle, shining rhombic prisms, having 
certain perfectly homohedral truncations by which they may be converted 
into octohedrons. They contain 14°8 p. c C, 4°69 H, therefore 8 At. 
water of crystallisation. They agree exactly, in form, solubility, &c., 
with the crystals of tartrate of lime, which are likewise perfectly homo- 
hedral. When mixed with the latter, they immediately form racemate 
of lime, Their solution in hydrochloric acid turns the plane of polari- 
sation of a luminous ray to the right, whilst that of tartrate of lime in 
hydrochloric acid turns it to the left. A dilute solution of a lime-salt 
precipitated with antitartrate of ammonia often yields at first tufts of 
needles having a silky lustre, and likewise containing 8 At. water of 
crystallisation; but these when left to stand till the next day, are 
converted into separate octohedrons. 

A mixed solution of antitartrate and tartrate of soda and ammonia 
mixed with a dilute solution of a lime salt, instantly forms a precipitate 
of racemate of lime. 


Ammonio-antimonic Antitartrate. —-The solution yields at first tetra- 
hedrons perfectly similar to those of the corresponding tartrate (p. 298), 
then, by evaporation of the mother-liquor, right rhombic prisms containing 
14:05 p. c. C, and 3°49 H, therefore 4 At. water of crystallisation, which 
is more than the tetrahedrons contain; the rhombic crystals are trun- 
cated on two oppositely situated edges between p and w, whereas the 
right rhombic prisms of the corresponding tartrate possess the oppositely 
placed truncation-faces, 


Potassio-antimonic Antitartrate. — Transparent, colourless, shining 
crystals, having exactly the appearance of tartar-emetic, but likewise 
with an opposition in the alternate development of the a-faces. For the 
figure see Pasteur’s memoir. The specific gravity of the crystals is 2°477 
(while that of the crystals of tartar-emetic is 2°557); they contain 14°45 
p- ¢.C and 1:47 H, and their aqueous solution turns the plane of pola- 
risation of a luminous ray to the left, as much as an equally strong 
solution of tartar-emetic turns it to the right. (Pasteur.) 

@. The exact similarity of tartaric and antitartaric acid, exhibited in 
the compounds just described, exists only so long as these acids are 
combined with optically inactive substances. Their compounds with 
optically active bodies exhibit, on the other hand, neither similar com. 
position nor equal solubility; neither are they similarly affected by rise 
of temperature. In many instances, indeed, the one acid is capable of 
forming compounds which cannot be obtained with the other. Thus, acid 
tartrate of ammonia combines in equal numbers of atoms with optically 
active acid malate of ammonia (p. 218); but acid antitartrate of am- 
monia does not form any such compound.— The compound of anti- 
tartramide with optically active malamide is much more soluble than the 
corresponding compound of tartramide, and differs from it in crystalline 
form (p. 345). — Asparagine forms a beautifully crystalline compound 
with tartaric acid, but with antitartaric acid only a syrupy, non-crystal- 
lising liquid, — Similar differences are observed jn the compounds of the 


INACTIVE TARTARIC ACID. 369 


two acids with organic alkalis. Thus neutral tartrate of cinchonine 
contains 8 At. water; gives off its water and becomes coloured at 100°, 
and dissolves readily in absolute alcohol; whereas the neutral anti- 
tartrate contains only 2 At. water, and though it likewise gives off its 
water at 100°, and from that point upwards exhibits the same com- 
position as the tartrate, can nevertheless support a temperature of 140° 
without becoming coloured; it is also but sparingly soluble in absolute 
alcohol. — The tartrates and antitartrates of brucine also differ in crys- 
talline form, solubility, &c.— The corresponding salts of strychnine 
contain equal quantities of water of crystallisation, but differ in the force 
with which they retain their water, also in form and in solubility. 

The rotatory powers of the two opposite acids are altered in an 
equal degree by combination with an optically inactive substance, such 
as potash; but combination with an active substance, such as cinchonine, 
increases the rotatory power of the one acid while it diminishes that of 
the other, and if its own optical power be sufficiently great, may even 
reverse it. (Pasteur.) 


€. Inactive Tartaric Acid. 
CPO CAH tOF OF 


Pasteur. Oompt. rend. 37, 162; Ann. Pharm. 88, 212; Chem. Soc 
Ci AUD Ghia 


Obtained from ordinary tartaric or antitartaric acid by the same process 
as artificial racemic acid, viz., by heating the tartrate or antitartrate of 
cinchonine. When the racemic acid thereby produced has been pre- 
cipitated as a lime-salt, the liquid, if immediately filtered, deposits, after 
24 hours, crystals of inactive tartrate of lime, from which the acid may 
be obtained by the action of sulphuric acid. The formation of the 
inactive tartaric acid takes place at the expense of the racemic acid pre- 
viously formed; for, when racemate of cinchonine is kept for some hours 
at 170°, a large proportion of the racemic acid is converted into inactive 
tartaric acid. 

Inactive tartaric acid is identical in composition with ordinary 
tartaric acid, and resembles it in all its properties, excepting that it has 
no action upon polarised light. It is distinguished from racemic acid by 
not being divisible into two oppositely active acids. It is crystallisable, 
and forms salts quite equal in beauty to the tartrates and raeemates. 
(Pasteur.) 4. 
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COMPOUNDS CONTAINING 10 Ar. CARBON. 


FURFENE-SERIES. C”H®, 
a. Oxygen-nucleus, C'H*O*, 


Furfurol. 
Cr’ HAO# = Od oh Oh 0?, 


DéBEREINER. (1831.) Schw. 63, 368. — Ann. Pharm. 8, 141; J. pr 
Chem. 46, 167. 

StennHouse. Ann. Pharm. 35, 301; also Phil. Mag. J. 18, 122.— 
Further: Ann. Pharm. 74, 278; abstr. Pharm. Centr. 1850, 625; 
Phil. Mag. J. 87, 226; Instit. 1850, 412. 

G. Fownes. Phil. Trans. 1845, 253; also Ann. Pharm. 54, 52.— 
Further: Pharm. J. Trans. 8, 113. 

Canours. WV. Ann. Chim. Phys. 24, 277; also Ann. Pharm. 69, 82; 
also J. pr. Chem. 46, 45. 


Artificial Oil of Ants, kiinstliches Ameisendl. 


Formation. 1. By heating sugar with moderately dilute sulphuric 
acid and peroxide of manganese. (Dobereiner.)—2. By heating bran 
(Morson & Fownes) or flour (Stenhouse, Fownes) with moderately dilute 
sulphuric acid. — When sugar, starch, or saw-dust is distilled with dilute 
sulphuric acid without manganese, no furfurol is obtained. (Débereiner.) 
— Cahours likewise obtained none from pure starch, woody fibre, or 
gluten with dilute sulphuric acid; and bran distilled merely with water, 
likewise yielded no furfurol. According to Stenhouse, on the other 
hand, chips or shavings distilled with dilute sulphuric acid, yield furfurol; 
also linseed cake, the woody shell of the cocoa-nut, and mahogany. The 
furfurol obtained from mahogany is very free from resin, and more easily 
purified than that obtained from other sources. According to Emmet 
(Sill. Amer. J. 32,140; also J. pr. Chem. 12, 120), sugar, starch, gum, 
and wood, distilled with sulphuric acid, so far diluted as not to exert any 
carbonising action, yields at 100°, scarcely anything but furfurol; but as 
soon as the residue blackens, nothing but formic acid is obtained. — 
{. Fownes likewise obtained only indistinct indications of furfurol by 
distilling starch with dilute sulphuric acid, and from recently washed 
linen, not a trace. He is of opinion that the source of the furfurol is to 
be found in the matter which lines the interior of the vegetable cells, 
called by Payen, matiére incrustante. —3. By heating bran with a very 
strong solution of chloride of zinc. The greater the quantity of starch 
in the bran, the smaller is the quantity of furfurol obtained. Pure starch 
and pectin distilled with chloride of zine, do not yield furfurol. Bran 
distilled with chloride of calcium does not yield furfurol, but possibly 


a 
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might do so if heated under pressure. (Babo, Ann. Pharm. 85, 100.) — 
4. Furfurol is likewise found among the products of the dry distillation 
of sugar. (Vélckel, Ann. Pharm. 85, 59.) 4. 


Preparation. 1. One part of sugar is distilled with 3 pts. of man- 
ganese, 3 pts. of oil of vitriol, and 5 pts. of water; the formic acid in the 
distillate saturated with carbonate of soda; the liquid redistilled; the 
distillate saturated with chloride of calcium; and lastly, the furfurol dis- 
tilled off. (Débereiner.) — 2. One part of wheat-flour or saw-dust is 
distilled with 1 pt. of oil of vitriol diluted with an equal bulk of water in 
a copper still, which may be half filled with the mixture, the distillation 
being continued till the residue begins to char; the distillate, together 
with about as much water as was at first used, poured back into the still; 
the liquid redistilled nearly to dryness; the formic and sulphurons acids 
in the distillate— which is rendered milky by the furfurol — saturated 
with hydrate of potasb, which colours the liquid yellow; one-fourth of 
the liquid then distilled off; the resulting distillate mixed with a large 
quantity of chloride of calcium and partially distilled; and this process 
repeated, if necessary, till the greater part of the oil, which is surmounted 
by an aqueous solution of itself—is obtained in the free state. By this 
process, 100 pts. of flour yield 0°52 pts. of furfurol. (Stenhouse.) — 
3. Two parts of oatmeal are heated with 2 pts. of water and 1 pt. of 
oil of vitriol in a still, and the mixture stirred, till the pasty mass has 
become liquid from formation of dextrin; the liquid then distilled; 1 pt. 
more of water added as soon as sulphurous acid begins to escape; the 
distillation continued till sulphurous acid comes off in larger quantity; 
the whole distillate poured back into the still; half of it poured off; and 
this half neutralised as in (2), with hydrate of potash, &c. (Fownes.) — 
4. Two pts. of bran are distilled in a similar manner with 2 pts. of oil of 
vitriol and 6 pts. of water: by this process, 100 pts. of bran yield 0°8 
pts. of furfurol. (Fownes.) In subsequent experiments, Fownes obtained, 
by distilling 64 oz. (troy) of wheat-bran with 82 0z. sulphuric acid and 
an equal volume of water, 1 oz. of furfurol; and from 64 oz. wheat flour, 
treated in the same manner, about 1$ drm. of impure furfurol. — 5. Six 
pts. of bran are distilled with 5 pts. of oil of vitriol and 12 pts. of water in 
a capacious still, till a strong odour of sulphurous acid is emitted, and the 
distillate partially and repeatedly rectified over chloride of calcium. 
100 pts. of bran yield by this process 2°6 pts. of furfurol in all, part of 
which is held in solution in the watery distillate, but may be precipitated 
by ammonia in the form of furfuramide. (Cahours.)— 6. To save the 
repeated rectifications, the first bran distillate may be immediately satu- 
rated with ammonia; the mixture set aside for 24 hours in a cool place, 
and shaken occasionally; the furfuramide which separates distilled with 
dilute hydrochloric acid not im excess, and the distillate rectified over 
chloride of calcium. (Débereiner.) — {. 7. According to Stenhouse, the 
most advantageous process for preparing furfurol is to distil bran with 
more than half its weight of sulphuric acid previously diluted with 2 pts. 
of water. Hydrochloric acid may also be used, but it has the disadvan- 
tage of distilling over with the oil, To obtain furfurol in large quantity, 
Stenhouse mixes 32 pounds of wheat-bran with 20 pounds of sulphuric acid, 
diluted as just mentioned, in a capacious three-necked glazed earthenware 
Woulfe’s bottle (such as are used in the preparation of nitric and hydro- 
chloric acid on the large scale); distils by passing steam into the mixture; 
neutralises the strongly acid distillate with chalk; rectifies the distillate 
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repeatedly; and separates the oil by saturating the liquid with common 
salt and redistilling: this process yields from 12 to 18 ounces of crude 
furfurol, containing a considerable quantity of acetone. 

Bran and chloride of zine (in the proportion of 8 to 2}: 1), in the 
state of solution strong enough to form a damp mass cohering in lumps, 
are distilled together, whereupon water passes over first, then furfurol, 
then hydrochloric acid, and lastly a solid fatty mass consisting of margaric 
acid, with a small quantity of a hydrocarbon. The distillate is st:ained 
through linen, neutralised with potash, saturated with common salt, and 
rectified; and the furfurol, after being separated from the water which 
passes over with it, 1s dried over chloride of calcium and again rectified. 
The watery portion of the distillate still contains a little furfurol, which 
may be converted into furfuramide as in (6). Six pounds of bran thus 
treated yielded from 1 to 2 oz., and sometimes more of furfurol; bran 
containing a larger proportion of starch yielded less. (Babo, dnn. Pharm. 
85, 100.) 

Crude furfurol obtained from any of the preceding sources is always 
contaminated with another aromatic oil, Metafurfurol, which has a higher 
boiling point; oxidises very readily; is for the most part converted daring 
the distillation into a brown resin; and when mixed with a few drops of 
strong sulphuric, hydrochloric, or nitric acid, immediately exhibits a 
purple colour, a reaction, formerly indicated by Stenhouse and Fownes as 
characteristic of furfurol, erroneously, however, for pure furfurol does not 
exhibit it. Furfurol may be freed from metafurfurol by repeated rectifi- 
cation; the latter being less volatile, and much more oxidable, remains 
behind. The purity of the product may be tested by boiling an aqueous 
solution of the furfurol for a few minutes with caustic potash, and treating 
the dark yellow liquid with excess of sulphuric or hydrochloric acid; if 
metafurfurol is present, a deep red colour is produced; if not, the colour 
remains unchanged. (Stenhouse.) 1. 


Properties. Colourless oil. (Stenhouse, Débereiner.) Colourless when 
recently prepared, but soon turns yellow, even in the dark, and brown 
when exposed to light; under water these changes take place more 
slowly. (Fownes.)  Refracts light stongly. (Débereiner.) Sp. gr. 
1:1006 at 16° (Stenhouse); 1°168 at 16°. (Fownes.) Boils steadily at 
161-7° (Fownes); at 162° (Cahours); at 168°. (Stenhouse.) [Z/ater deter- 
minations: Sp. gr. 1:1648 at 15°6°. (Fownes.) Boils at 162°8° to 163°3°, 
in metallic vessels, bar. 29:9 inches (Fownes); at 66°. (Stenhouse.) The 
lower boiling points found by Cahours and Fownes appear to be due to 
the presence of acetone. (Stenhouse.)| Volatilises unchanged. Vapour- 
density = 3°344 (Cahours); 3°49. (Fownes.) Smells like a mixture of 
the oils of cinnamon and bitter almonds (Dobereiner, Fownes), and has 
an aromatic taste like that of cinnamon-oil. 
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10 Gaps GO} Wa 662:50 Waste G23 42eRRN6 2°33 ew 62335 
AAT aun lice Ait, bt ide rte see PET Vere were rey rmi\ ee eer 
AAD Sas cpt. CP ae mS Ee ee eee 33 2Oi oe eedd oom al aoio 
es ClO te Bl S6°PUe. “TOU00 Mace L0C00 Mar 100s 00210000 
Vol. Density. 
Ce Va pours stele. ae ncen 108 4670471600 
Hiioaeret ora. wee ode Peg 02772 
Oigasy amahes beau di Aah Ree 2 hae 222186 
Furfural-vapour......5..06.... 2 4a ~6°G598 


iS sot oa, 


FURFUROL. jhe 


Decompositions. 1. Furfurol is very inflammable, and burns with a 
yellow, very smoky flame. (Stenhonse.) — 2. When kept under water, it 
merely turns yellow, but by itself it turns brown in a few hours, and is 
converted in the course of years into a brown tar, which when distilled 
with water, gives off the undecomposed portion of the furfurol, together 
with a small quantity of formic acid, and leaves a pitchy residue, inso- 
luble in water, but soluble in potash, and precipitated therefrom by acids. 
(Fownes.) — 3. With Chlorime it merely forms black resinous products. 
(Cahours.) — 4. Hot Nitric acid (even when dilute, according to Cahours), 
converts it, with violent evolution of nitrous fumes, into oxalic acid. 
(Fownes. ) — Metafurfurol is converted by nitric acid into oxypicric or some similar 
acid. (Stenhouse.)— 5, By sulphuric acid with Peroxide of Manganese. 
or by Chromic acid, it is quickly converted into a brown substance. 
(Cahours.) —6. The solution of furfnrol in cold Ow of Vitriol decom- 
poses when heated, with formution of sulphurous acid and charcoal. 
(Fownes.) — 7. Cold Hydrochloric acid imparts to it a fine red, hot hydro- 
chloric acid, a dark brown colour. (Stenhouse.) It behaves with strong 
hydrochloric acid in the same manner as with oil of vitriol. (Fownes.) 
[Pure furfurol is converted by strong hydrochloric or sulphuric acid into 
a black-brown resin, without previous red colouring; metafurfurol is 
coloured purple by those acids, and also by nitric acid. (Stenhouse, Ann. 
Pharm. 74, 282.)|—8. It dissolves slowly in cold, more quickly in hot 
potash-ley, and is precipitated therefrom by acids, in the form of a resin. 
(Fownes.) Itis not decomposed by aqueous or alcoholic potash, but when 
heated with solid hydrate of potash it is converted into a resin. (Sten- 
house.) — 9. Potassixwm decomposes it with evolution of gas. (Stenhouse.) 
— Potassium acts but slowly upon it in the cold, but when heated with 
it, produces fiery explosion and separation of charcoal. (Iownes.) — 
10. With Ammonia, furfurol forms furfuramide. (Fownes, p. 376.) — 
€, Other products, not of basic character, are likewise formed. When fur- 
furol purified by distillation over lime, was treated with ammonia, and the 
mother-liquor separated from the furfuramide evaporated, it deposited 
long crystalline needles of a black-brown deliquescent substance, which 
exhibited an acid reaction when dissolved in water, and gave off ammonia 
on being heated with potash or with lime. In the latter case, a neutral, 
deliquescent, erystallisable lime-salt was formed, containing an acid not yet 
examined. (Svanberg & Bergstrand, J. pr. Chem. 66, 230.) Y.—11. With 
Sulphide of Ammonium, furfuro] forms thiofurfol. (Cahours, p. 374.) — 


{Metafurfurol does not form any crystalline amide with ammonia, but is converted 
by that body into a brown resinous mass. (Stenhouse.)] 


Combinations. Furfurol dissolves pretty abundantly in Water, im- 
parting its odour, (Dobereiner & Stenhouse.) — Metafurfurol is less soluble. 
(Stenhouse.) — Furfurol dissolves in 12 pts. of water at 15-6°; (Fownes,) 
in 11 pts. at 13° (Stenhouse). 

Furfurol dissolves in cold Ow of Vitriol with splendid purple-red colour, 
[without colour when free from metafurfurol (Stenhouse),] and is sepa- 
rated from the solution by water. (I°ownes. ) 

It dissolves Zodine abundantly, without violent action. (Stenhouse.) 

It dissolves in 9 pts. of strong aqueous ammonia at 13°5°. (Sten- 
house.) 

It dissolves very readily in Alcohol. (Stenhouse, Fownes.) 


€. Fucuson. — Obtained by treating sea-weed, e.g. Fucus nodosus, 
F. vesiculatus, F. serratus, &c. with dilute sulphuric acid, in the same 
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manner as bran is treated for the preparation of furfurol (p. 371, 7). 
The oil thus obtained contains a large quantity of acetone, which may 
be removed by washing with water, redistillng at a lower temperature, 
and rejecting the first portion which passes over. It also contains meta- 
furfurol, or a similar impurity, from which it may be separated by 
repeated rectification with water, as in the purification of furfurol. 
Lastly, it is dried over chloride of calcium and redistilled. The quantity 
of fucusol thus obtained from sea-weed, is only about a fourth of that 
of the furfurol obtained from bran. (Stenhouse, Ann. Pharm. 74, 284.) 

Fucusol resembles furfurol in most of its properties. When recently 
prepared, it is colourless, but turns yellow and brown in afew days, 
especially when it contains metafurfurol. In the pure state, it may be 
kept unaltered for a long time in hermetically sealed tubes. Sp. gr. 1:150. 
Boiling point between 171° and 172°. (Stenhouse.) 


Stenhouse. 
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Tsomeric with furfurol; Stenhouse gives the formula C’H®O®; he does not appear 
to have determined the vapour- density. 


Fucusol is much less stable than furfurol. Sulphuric acid colours it 
yellowish brown, hydrochloric acid green, and nitric acid light yellow; if 
however it contains metafurfurol, all these acids colour it purple-red. 
Potash-ley colours it yellow at first, but the colour afterwards changes to 
dark-red. It imparts a deep yellow colour to the skin, and on moistening 
the yellow spots with aniline, a rose-colour is produced (the same reac- 
tion is exhibited by furfurol). — With ammonia fucusol forms fucusamide 
isomeric with furfuramide, and with sulphide of ammonium it forms thio- 
fucusol isomeric with thiofurfol. (Stenhouse.) 

Fucusol dissolves in 14 pts. of water at 13°, and in 12 pts. of strong 
aqueous ammonia at 13°5°. (Stenhouse.) 

Moss (Sphagnum) and various species of lichen, Cetraria islandica, Usnea, Rama- 
lina, &c., distilled as above with dilute sulphuric acid, yielded an oil which appeared to 
be identical with fucusol, inasmuch as it formed with ammonia an amide, which, when 
treated with boiling potash-ley, formed a difficultly crystallisable base whose platinum- 
salt crystallised in the same form as that of fucusine (p. 383). Fern (Pteris aquilina) 
yielded an oil which appeared to be intermediate in its properties between furfurol and 
fucusol, the base formed by treating its amide with potash crystallising with facility and 
in the same form as furfurine, while the platinum-salt resembled that of fucusine. 
(Stenhouse.) 


Thiofurfol. 
CHH!G?S44#=— Cres)? S*. 
Canours (1848). WV. Ann. Chim. Phys. 24, 281; also Ann. Pharm. 
69, 85; also J. pr. Chem. 46, 45. 


Formation. By the action of sulphide of ammonium on furfurol; or 
of sulpburetted hydrogen on furfuramide. 
ClH4O4 + 2NH‘S = C’H‘078? + 2HO + 2NH'; 
and 
CON?HYO$ + 6HS = 3C!H‘O%S? + 2NH?. 


TUIOFURFOL. 375 


Preparation. Sulphuretted hydrogen is slowly passed through a 
solution of furfuramide in a large quantity of alcohol, and the preci- 
pitated powder washed with alcohol. (Cahours.) — Fucusamide similarly 
treated yields thiofucusol, isomeric with, and similar in every respect to, 
thiofurfol. (Stenhouse.) 


Properties. Yellowish crystalline powder. If the sulphuretted hydro- 
gen be passed quickly through a warm concentrated alcoholic solution of 
furfuramide, the thiofurfol separates in the form of a resin, but with the 
same composition. (Cahours.) 


Cahours. Stenhouse. 
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Stenhouse’s thiofucusol was precipitated from a cold alcoholic solution of fucu- 
samide. 


Decompositions. 1. Thiofurfol melts when heated, and yields a sub- 
limate of C'8H'*O* (vid. inf.). [Probably thus: 


2CHi028? = CSH8O4 + 2C82.] 


2. When heated in contact with the air, it diffuses a strong repulsive 
odour, and burns with a bluish flame, somewhat smoky, and with the 
odour of sulphurous acid. (Cahours.) 

The compound, C'*H%O*, purified by two crystallisations from alcohol, 
appears in colourless or yellowish, iridescent, long, hard, easily friable 
needles. 

It is violently attacked by nitric. acid, and converted into oxalic 
acid. 

It is insoluble in cold water, but dissolves sparingly in hot water, 
whence it crystallises on cooling; tolerably well in ether; and also in 
alcohol, especially when warm, forming a solution which slowly turns 
brown on exposure to the air. (Cahours.) 


Cahours. 
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[Doubtless belonging to the ketones (vii, 214) = C!H‘O! + C8H*.] Stenhouse 
obtained a similar compound from thiofucusol, but not in sufficient quantity for analysis, 
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Conjugated Compounds of Furfurol. 


Furfuramide. 
C’N?H"0°= 0A PH90° 


Fownes (1845). Phil. Trans. 1845, 253; also Ann. Pharm. 54, 52. 


Formation and Preparation. Furfurol set aside with five times its 
volume of aqueous ammonia, is converted partially in a few hours, and 
completely after a longer time, into a yellowish white, bulky, crystalline 
mass of furfuramide. A mixture of aqueous furfurol and ammonia yields 
the same compound in a few days, purer and whiter (Fownes) : 


3C!°H40* + 2NH? = C®N?HZO + 6HO. 


Properties. The yellowish white crystalline mass, dissolved in hot 
alcohol, crystallises on cooling in short needles united in tufts. Fusible. 
Nearly inodorous when dry. (Fownes.) 

€. Stenhouse obtained fucusamide from fucusol, in a similar manner 
to the above; but as fucusol is much less soluble in ammonia than fur- 
furol, a larger quantity of ammonia must be used in the preparation, 
and the two liquids mixed by frequent agitation. Fucusamide thus 
obtained resembles furfuramide in appearance and properties, and erys- 
tallises from hot alcohol in groups of long needles. {. 


Stenhouse 
Fownes. (mean) 
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Decompositions. 1. Furfuramide burns with a smoky flame, and 
leaves a small quantity of charcoal. — 2, When exposed to damp air, or 
heated with water or alcohol, it is slowly resolved into ammonia and 
furfurol; acids produce this decomposition instantly. (Fownes.) Fucusa- 
mide is much less stable than furfuramide. (Stenhouse.) —8. Furfura- 
mide boiled with dilute potash-ley, is converted, without the slightest 
evolution of ammonia, into furfurine. (Fownes.) Similarly, fucusamide 
into fucusine. (Stenhouse.) —4. Furfuramide treated with sulphuretted 
hydrogen yields thiofurfol (Cahours); and fucusamide yields thiofucusol. 
(Stenhouse.) 


Combinations. Furfuramide is insoluble in cold water, but dissolves 
readily in alcohol and ether. (Fownes.) 


e 
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Furfurine. 
C°N2H?08 — CAN tH POH: 
Fownes. (1845.) Phil. Trans. 1845, 253; also Ann. Pharm. 54, 52. 
STENHOUSE. Ann. Pharm. 74, 289. 
SVANBERG & BERGSTRAND. — Oefversigt af Akad. Forhandlingar, 1854, 
309; J. pr. Chem. 66, 239. 


Formation and Preparation. 1. Dried furfuramide is added to a 
large quantity of dilute boiling potash-ley; the liquid left to cool slowly 
after 10 to 15 minutes, whereupon the furfurine which has separated in 
the form of a yellowish oil solidifies, and the portion remaining in solu- 
tion crystallises out; the whole of the furfurine collected on a filter, 
washed with cold water, and dissolved in excess of boiling aqueous 
oxalic acid, from which impure acid oxalate of furfurine crystallises on 
cooling; this impure oxalate washed on the filter with cold water, and 
dissolved in boiling water; the solution boiled for a few minutes with 
animal charcoal previously purified by hydrochloric acid, then filtered at the 
boiling heat; the pure white salt which separates on cooling dissolved in 
boiling water; the solution supersaturated with ammonia, and filtered hot; 
and the crystals of furfurine which form on cooling washed with cold water. 
(Fownes.) — J. The crude base may also be purified by repeated solution 
in alcohol and precipitation with water. (Svanberg & Bergstrand.) — 
2. Furfuramide is also readily converted into furfurine by heating it for 
half an hour to 110°—120°. The resulting brown mass dissolved in 
alcohol, and treated with excess of oxalic acid, yields acid oxalate of 
furfurine, from which the base may be obtained as above. By this means 
furfurine may be prepared directly from furfurol, viz., by passing dry 
ammoniacal gas into furfurol, heated to 110°—120°. ‘The furfurol then 
turns brown, and in the course of half an hour to an hour, is converted 
into furfurine. (C. Bertagnini, Ann. Pharm. 88, 128.) 4. 


Properties. White soft, silky needles, resembling those of coffeine. 
Melts considerably below 100°, to a nearly colourless oil, which, on 
cooling, solidifies to a soft resin, and afterwards to a resinous crystalline 
mass. Permanent in the air. (Fownes.) When perfectly dry, it remains 
unaltered on exposure to the air; but when moist, it quickly turns 
greyish green, yellowish brown, and often red. (Svanberg & Bergstrand.) 
Inodorous; has bat little taste. Has an alkaline reaction, which is 
particularly strong in the hot aqueous or alcoholic solution. (Fownes.) 
7. When a tolerably strong solution of neutral sulphate of furfurine is 
heated, the precipitated brown powder (p. 379) separated by filtration, 
and the filtrate treated with ammonia, furfurine is precipitated, not in the 
pulverulent or crystalline state, but in the form of a tough coherent mass, 
which, after a little kneading, becomes brittle and as hard as stone; the 
recently precipitated mass, when examined by the microscope, exhibits 
here and there crystalline groups like snow-flakes. Furfurine appears 
then when heated to pass, like quinine, into another modification. 
(Svanberg & Bergstrand.) 4. 
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Crystals dried in vacuo over oil of vitriol. Fownes. 
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Therefore metameric with furfuramide. 


Decompositions. 1. Furfurine, when heated in the air, burns with a 
red smoky flame, and leaves a trace of charcoal. (Fownes.) — 2. Aqueous 
periodic acid decomposes it, with separation of iodine. (Bédeker, Ann. 
Pharm. 71, 64.) 


Combinations. Furfurine dissolves in 187 pts. of boiling water, and 
separates out almost completely on cooling. (Fownes.) 


Furfurine-salts, — Furfurine dissolves very readily in dilute acids and 
neutralises them completely. It expels ammonia from sal-ammoniac at a 
boiling heat, but at ordinary temperatures is itself precipitated from its 
combinations with acids, by ammonia, potash, or soda. The salts of 
furfurine have an extremely bitter taste. They are precipitated white 
by corrosive sublimate, yellow by bichloride of platinum, but give no 
precipitate with tincture of galls. (Fownes.) 

Furfurine is capable of combining with carbonic acid. (Dobereiner.) 


7. Phosphate of Furfurine. —a. Basie. — A solution of the salt c, 
mixed with a large excess of the alcoholic solution of furfurine, deposits 
this salt on cooling, in long, oblique, four-sided prisms, which are white 
and destitute of lustre; anhydrous; permanent in the air; may be 
heated to 120°—125° without decomposition, but at higher temperatures, 
behave like the two following salts. They dissolve readily in water and 
alcohol, but very sparingly in ether. The solutions have an alkaline 
reaction. (Svanberg & Bergstrand.) 


Crystals. Svan. & Bergs. 
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b. Neutral. — Obtained by adding 1 At. furfurine dissolved in alcohol 
to a solution of 1 At. of the salt c, and heating the mixture. The filtrate 
on cooling deposits white shining, oblique four-sided, anhydrous prisms, 
which in the dry state are permanent in the air. They may be heated 
to 130°—135° without decomposition, but at higher temperatures behave 
like the salt c. Dissolves readily in boiling water or alcohol, but is 
nearly insoluble in ether. (Svanberg & Bergstrand.) 


Crystals. Svanb. & Bergs. 
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large excess of ordinary phosphoric acid, deposits crystals on cooling, 
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which gradually assume a brownish yellow colour, if left in the mother- 
liquor; but if quickly taken out and pressed between paper, retain their 
silvery lustre on subsequent exposure to the air.— Right four-sided 
prisms, so short that they appear like thin laminw. The crystals do not 
diminish in weight or decompose at 150°; but when more strongly 
heated, they assume a blackish grey colour, and between 200° and 215°, 
melt into a black vitreous mass, which dissolves completely in warm 
alcohol, and then no longer exhibits the reactions of ordinary phosphoric 
acid. The salt dissolves sparingly in cold, readily in hot water and 
alcohol, but appears to be insoluble in ether. (Svanberg & Bergstrand.) 


Crystals. Svanb. & Bergs. 
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Pyrophosphate of Furfurine.— An alcoholic solution of furfurine, 
neutralised with pyrophosphoric acid and evaporated in the drying 
chamber, ultimately yields a glassy crystalline crust, which dissolves 
readily in water and alcohol, and has a neutral reaction. Gives off 1°5 
-p.c. water at ordinary temperatures, and 2°14 p. c. more at 100°. Hence 
if the 1°5 p. c. be regarded as hygroscopic, the salt may be supposed to 
contain 2 At. water. Between 115° and 120°, it assumes a greyish 
aspect, apparently from incipient decomposition, (Svanberg & Berg- 
strand.) 


Anhydrous. Svanb. & Bergs. 
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Metaphosphate of Furfurine ?— When strongly ignited phosphate of 
soda and ammonia was dissolved in water, the solution precipitated by 
chloride of barium, and the washed metaphosphate of baryta digested for 
24 hours with neutra! sulphate of furfurine, a filtrate was obtained which 
had a neutral reaction, but did not yield any crystallisable compound. 
When evaporated, it left a gummy mass, which became black and glassy 
when heated. (Svanberg & Bergstrand.) 


Sulphate of Furfurime — a. Neutral, — Sulpburic acid saturated with furfurine 
deposits when evaporated, either by heat or under the exsiccator, a black-brown powder. 
When hydrochlorate of furfurine is decomposed with sulphate of silver, crystals are 
deposited from the coloured and acid mother-liquor; but they contain only 0°3 p. c. 
sulphuric acid, and therefore cannot consist of sulphate of furfurine. 


b. Acid. — When furfurine is dissolved in somewhat dilute sulphuric 
acid, and a slight excess of the acid added after the solution has been 
warmed, short four-sided prisms are soon deposited, which dissolve readily 
in water, less readily in alcohol or ether, and least of all in water acidu- 
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lated with sulphuric acid. The solution has a sour and bitter taste, and 
is coloured red by strong sulphuric acid. The salt effloresces readily at 
ordinary temperatures, giving off all its water of crystallisation, amount- 
ing to 21°62 p. c. (7 At.) Between 80° and 90°, it loses + of its weight, 
and appears to decompose; at a higher temperature, it cakes together, 
and then melts into a black mass, which no longer dissolves completely in 
water. (Svanberg & Bergstrand.) 
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Hydrochlorate of Furfurine.— Dilute hydrochloric acid, saturated . 
with the base, yields delicate, silky, neutral needles united in tufts; 
they retain their lustre when dried in vacuo over oi of vitriol, and 
dissolve readily in water, less easily in hydrochtoric acid. (Fowunes.) 


Crystals driedin vacuo over oil of vitriol. Fownes. 
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Perchlorate of Furfurine. —Furfurine dissolved in warm very dilute 
perchloric acid, yields very long, thin, brittle prisms, having a glassy 
lustre and a disagreeable, saline, bitter taste; they effloresce at 60°, melt 
at 150° to 160°, solidifying on cooling to a glassy brittle mass, and 
explode at a higher temperature. They dissolve readily in water and 
alcohol. (Bédeker, Ann. Pharm. 71, 63.) — The crystals belong to the 
right prismatic system. Right rhombic prisms, having the angles of the 
lateral edges = 72° 83’ and 107° 27’, the obtuse lateral edges truncated, 
the acute bevelled; cleavage from one obtuse lateral edge to the other. 
(Dauber, Ann. Pharm. 71, 67.) 


Crystals. Bodeker. 
CUNFH MO! FO) ee Aen ceicd coneeete 277-0 71 6920 72°26 
CIOS. et Pe eee OPA Sern 'G5 MP ee 23°69 
oe ERC Peal. Sok. FS. a ear 18°0 AGO, 208 4°05 
C®N?H?O6,HO,C1O/ + 2Aq. _.........00 S804) 6 LOO UU Saas 100°00 


Nitrate of Furfurine. — Transparent, colourless, highly lustrous, 
hard crystals, which effloresce in vacuo over oil of vitriol, and dissolve 
readily in water, slowly in nitric acid. (Fownes.) — 9. Crystallises from 


FURFURINE. 381 


the aqueous solution in long, irregular, acuminated crystals, but from the 
alcoholic solution, in very regularly developed rhombic prisms, of con- 
siderable size and peculiar lustre; if, however, very strong alcohol be 
used, the crystals, which are at first perfectly transparent, soon become 
opaque, whereas those obtained from weak alcohol retain their lustre 
and transparency. (Stenhouse.) . 


Dried in vacuo. Fownes. Stenhouse. 
Ei Caen ee en tern te: ok aN CA LSU eee toe SS Bbc. ay Bey A a ae as 
SINE: Sana A tate Ces BGR Ieee. - ARMS teh OR emo LUE, 
| er a es ae ONG Fee Socks SLU Ome 3°96... 4°16 
i A een ee eke ee Leet ne 96 .... 29°00 
CAN2HYO%, HO.NO? 2. 331 .... 100°00 


Stenhouse’s salt was crystallised from alcohol ; Fownes’s had effloresced. 


Hydrochlorate of furfurine added to aqueous mercuric chloride, 
throws down a white double salt. (Fownes.) 

It also forms crystalline double salts with the chlorides of gold, palla- 
dium, and iridium. (Débereiner, J. pr. Chem. 46, 169.) 


Platinum-salt.— Hydrochlorate of furfurine forms with excess of 
bichloride of platinum, a light yellow precipitate, which, when heated 
after drying, blackens, melts, and froths up strongly, giving off ammo- 
nia, and leaving a difficultly combustible charcoal. (Fownes.) — When 
bicbloride of platinum is poured into a hot solution of hydrochlorate of 
furfurine in weak alcohol, the double salt separates on cooling, in long 
light yellow needles resembling picrate of potash. (Stenhouse.) 


Fownes. Stenhouse. 
1d Cle. ee a eee eter 180°0 D159 OM dercnons 38°06 
SND nee oe eee 28°0 5°90 
ES He eS ee 13:0 DT Ae aCe 3°00 
6 Obey Fea ae 48:0 10°12 
Bien ee Cane ie O90 seme BS. cect 2045) gee a0 
bs eC) Dre nor tea nasa OS te 106°2 22°40 


CON HBO uCLPtCe... 474:°2 100-00 


Acetate of Furfurine. — Unerystallisable or very difficult to crystal- 
lise; very soluble in water. (Fownes.) 


Oxalate of Furfurine.—a. Neutral.— Bundles of needles, very 
easily soluble in water. (Fownes.) 


6. Acid. — Thin transparent tables, which retain their lustre in a dry 
vacuum, redden litmus strongly, and dissolve very sparingly in cold, 
more readily in warm water. (Fownes.) 


Crystals. Fownes. 
5 UL Dae pc tae tes ie Aaa rte 204 ORIG aera 57°01 
DOIN DE PNR rence tics iinra2he 28 Lhe haere eer: 7:74 
AS FE ee ee Aaa 14 re a ee 4°06 
Te CE eee eth A Nihon id he2 Sls2 9 boas 31°19 
CAH Oe Clr AO ae. D0 0g 0 O0 ene = 100-00 


q. Mellitate of Furfurine. — When aqueous mellitic acid is neutralised 
with furfurine, this salt separates after a while in nodular groups of 
crystals, which by crystallisation are obtained in beautiful prisms, belong- 
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ing to the monoclinoedric system. The salt gives off 5-7 p.c. water 
between 100° and 125°, and begins to turn yellow at 130°. (Karmrodt, 
Ann. Pharm. 81, 171.) 


Acid Tartrate of Lurfurine crystallises from a rather acid solution 
of furfurine in tartaric aeid, in oblique four-sided prisms, which are 
permanent in the air, and do not give off water at 150°. They give off 
ammonia when heated with potash. Ammonia added to their solution 
does not precipitate furfurine. (Svanberg & Bergstrand.) 4. 


Furfurine dissolves readily in cold alcohol or ether, and erystallises 
when the solvent is evaporated. (Fownes.) 


{. Fucusine. C*N?H”0*. 
SrEennouse. Ann. Pharm. 74, 289. 


Formation and Preparation. When pure fucusamide (p. 876) is 
boiled for 20 minutes, with moderately concentrated potash or soda-ley, 
it melts, and is converted, without evolution of ammonia, into a slightly 
brown oil, whieh solidifies on cooling in the form of a yellowish resin. 
This substance contains fucusine, but does not yield that base in the 
crystalline form, even by solution in alcohol or ether. The best mode of 
obtaining the fucusine from it, is to digest the mass at a temperature a 
little above its melting point, with nitric acid; eool the liquid till the 
resin solidifies; decant the solution, and leave it to itself till the nitrate 
of fucusine crystallises out; purify this salt by recrystallisation from 
water; and decompose its pure aqueous solution with a slight excess of 
ammonia. The fucusine then slowly separates in small lamine united in 
stellate groups. This form of crystallisation distinguishes fucasine from 
furfurine. 


Stenhouse. 
LUNG Seen Uae a erenssie ea ced td 188 Giike eee 67°30 
SE UM atte ccd ctcuatiita ec Aneerre 28 ‘Tie be tee 10°3 
j 1) 24 § GRAND Ne ia oe i TO heer De 12 2 Bey Soma ian # 4°58 
Gt ee ree. teeter ason 48 27 Es ae 17°82 
CPONFA OF ci diccosesvcdnnes 26Gn 2 300 DUN 160°00 


Therefore isomeric with furfurine. 


Hydrochlorate of Fucusine. Very soluble; separates from highly 
concentrated solutions in short flexible needles. 


Nitrate of Fucusine. —Preparation (vid. sup.). Crystallises from the hot 
aqueous solution in long prismatic needles united in stellate groups. 
When crystallised from alcohol, however, it forms large rhombic prisms 
of great regularity and peculiar lustre. (For details of the crystalline forms of 
the nitrates of fucusine and furfurine, as determined by Miller, vid. Ann. Pharm. 74, 293.) 
— The crystals obtained from strong alcohol become opaque after a 
while, but those which separate from a weak alcoholic solution retain 
their transparency. The salt when heated to 100° quickly becomes 
coloured, and decomposes. 
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Dried in vacuo. Stenhouse. 
MO PRA SS AC CORN “SSNS Ue TOF a4 oe a: 54°30 
Sit An a Re TR iid OI ee itt lle 42 12°69 
PGRN Ror vc vik erate eens 13 BAC i ill a Aes 4°26 
OO et is Chae eer, eRe Ree bees 96 29:00 
COUN Ae. EO IN Oa os sade eaeaeen 231 100°00 


Platinum-salt. —When bichloride of platinum is added to a cold 
aqueous solution of hydrochlorate of fucusine, the double salt separates 
in the form of a yellow crystalline precipitate; but if the solutions are 
mixed hot, and especially if a little alcohol is added, broad four-sided 
prisms are obtained, having two wide and two narrow faces, and differing 
altogether from the long needle-shaped crystals of the corresponding 
furfurine-salt (p. 381). 


Dried in vacuo. Stenhouse. 

AA GHERRLEETS Samat oY a Sen olga et 180°0 SU On" sscumas 37°84 
SERINE ie ect PoS eel ee 28°0 ST aes Net 6°18 
125 0 Naneatln ah al ul or ee in a ON 13°0 5d dale tea 3°21 
iO @ Wie ey eae sd ai Sain Rn eae 48°0 NOs) Zameen 9:70 
PU Ee Es ch cae 99-0 24S Ne ae bee 20°67 

che Cel meee eet ue, Seis eae ey Rr ese e 106°2 DD Bier nesses 22°40 
CPN MOSH Cl Picea cu 474°2 100-00 =. 100°00 


Oxalate of Fucusine.—a. Neutral. — Resembles the following salt in 
external appearance, but is much more soluble. 

b. Acid. — When crude fucusine (p. 382) is digested with excess of 
oxalic acid, and the solution filtered hot, the acid oxalate is deposited in 
small needle-shaped crystals, which are generally coloured at first, but 
by repeated crystallisation and the use of animal charcoal, may be 
obtained in colourless silky needles. Not very soluble in cold water, 
but dissolves readily in boiling water and in alcohol. The solutions 
have a distinct acid reaction. (Stenhouse.) 


Dried in vacuo, Stenhouse. 
A Nr Ol yer Rt te 204 Tig “Bb°98 rs ine 57°08 
ag TS sohes ire ce ee 28 7a0 ate ae 7°82 
| I es 9 aeateate ee saat Rebs anal ae ieee 14 oO ee as AnD? 
Les eal ise et at sO ll ous peel he 112 DBO, ce 30°88 
CN? O85, C#H?O8 ........ 358 DU OU tecscccae 169°00 q 


Pyromucic Acid. 
CYH408 _— Cr OO 


Hovton LapituapieRe. Ann. Chim. Phys. 9,865; also WV. Tr. 8, 2, 884. 
Boussinecautt. Ann. Chim. Phys. 58, 106; also Fogg. 36, 78; also 
Ann. Pharm. 15, 184. 


Brenzschleimsaure, brenzliche Schleimsaure, Acide pyromucique. — First observed 
by Scheele (Opuse. 2, 114); pronounced by Trommsdortf (A. Tr. 17, 1, 59) to be a 
mixture of succinic and pyrotartaric acid; recognised as a peculiar acid by Houton 
Labillardiére. 
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Preparation. Mucid acid is subjected to dry distillation; the result- 
ing sublimate and distillate mixed with a fourfold quantity of water; 
the liquid filtered from the oil thereby separated; the filtrate evaporated 
— whereupon acetic acid is likewise given off — and cooled till it erystal- 
lises; the decanted mother-liquor repeatedly evaporated to the erystal- 
lising point; and the entire crop of still yellowish erystals purified by 
several crystallisations from water, and subsequent distillation at 130°, 
after which the acid still exhibits a. yellow tint, but may be obtained 
perfectly white by reerystallisation from water. (Houton.) 100 pts. of 
mucic acid thus treated yield from 5 to 7 pts. of pyromucic acid. 
(Houton.) —%. According to Arppe (Ann. Pharm. 87, 238), the acid 
is most conveniently obtained by evaporating the tarry liquid obtained 
by the distillation of mucie acid to dryness over the water-bath, and 
subliming the residue in a porcelain basin covered with a paper cone, as 
in the ordinary mode of subliming benzoic acid. In the course of a few 
hours, the pyromucic acid condenses in the cone in the form of elongated 
crystalline laminz of dazzling whiteness. 4. 


Properties. Crystallised from water: Long white lamine (Houton); 
with a pearly lustre (Boussingault) ; — sublimed: long needles; or, if it 
first passes over as an oil and then crystallises on further cocling: white 
crystalline mass (Houton), exhibiting the granular fracture of Joaf-sugar. 
(Boussingault.) The acid melts to an oil at 130° and volatilises at a 
somewhat stronger heat (above 135°, according to Boussingault), in 
white fumes having a pungent odour. (Houton.) It is inodorous, tastes 
very sour, and reddens litmus strongly. (Houton.) 


Houton. Boussingault. Malaguti. 

a a b Cc. 
LORGM, .cRidiecccrsaths COMET DS75 TAREE ow H2a2) vce) 0420" sano 54°10 
AGL Ge. BS cise. Abbot WistSlte.: ces: Cael. 509 Titec url easctel a soe 
O10 Ba ereeaiee- 48 A 230 Wee: 45°77 VAN eae pr | 42°02 
CRO re ca ch Lae LOU OU Mea scccns 100°00 >.) L100'0. 72. 210070) Loo 


a was crystallised from water, and J sublimed; the acid ¢ analysed by Malaguti 
(Ann. Chim. Phys. 60, 200) was obtained by dry distillation of paramucic acid, and 
sublimed. 


Decompositions. The acid burns with flame. (Scheele.)—It is not 
decomposed by being three times evaporated in contact with nitric-acid. 
(Houton.) —2. The potash-salt dissolved in water and gradually mixed 
with bromine, is violently attacked, with separation of a heavy red oil, 
and emission of a penetrating odour, like that produced under similar 
circumstances by citraconate of potash. (Cahours, V. Ann. Chim. Phys. 
19, 506; also J. pr. Chem. 41, 78.) — 3. The acid reduces oxide of silver 
to a black powder, with evolution of gas. (Stenhouse, J. pr. Chem. 
32, 262.) 


Combinations. With Water.— The acid does not become moist on 
exposure to the air; it dissolves in 28 pts. of water at 15° (Houton); in 
4 pts. of boiling water, whence it crystallises on cooling. (Trommsdorf.) 


The Pyromucates = CH? MO®. 


Pyromucate of Ammonia. — The nentral compound gives off part of 
its ammonia when evaporated, and crystallises readily. (Houton.) 
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Pyromucate of Potash. — Crystallises with difficulty; solidifies in the 
granular form from a concentrated aqueous solution on cooling; becomes 
moist in the air; dissolves readily in water and alcohol. 


Pyromucate of Soda. — Crystallises with difficulty; becomes slightly 
moist on exposure to the air; less soluble in alcohol than the potash-salt. 


(Houton.) 


Pyromucates of Baryta, Strontia, and Lime. — Small crystals, which 
are permanent in the air, dissolve somewhat more readily in hot than in 
cold water, but are insoluble in alcohol. (Houton.) 


Dry Houton 
BaO Gren ttle ees 76°6 42°65 42°2 
CEO aoaeee Mice ees oe 103°0 HVE Fane 
CHE BaQ?: aeeaee. a 179°6 100°00 


The alkaline pyromucates do not precipitate the salts of magnesia, alumina, 
manganese or cobalt (Houton). According to Trommsdorff, they form a white preci- 
pitate with nitrate of daryta, crystalline after awhile with acetate of lime, white with 
manganous sulphate, and peach-blossom-coloured with cobaltous sulphate. 


Pyromucate of Zinc. — The solution of zine in warm pyromucic acid, 
the formation of which is attended with evolution of hydrogen, solidifies 
in a mass when evaporated. (Houton.) 


Pyromucate of Tin. — Nitrate of tin yields a white precipitate with 
pyromucate of potash. (Houton.) 


Pyromucate of Lead. — The free acid and its compounds with alkalis 
precipitate basic but not neutral acetate of lead (according to Tromms- 
dorff, the soda-salt precipitates nitrate of lead). The hot aqueous acid 
forms with carbonate of lead a neutral solution, on the surface of which 
brown, transparent, oily drops form during evaporation, till the entire 
solution is converted into this oily mass, which consists of undecomposed 
pyromucate of lead, and on cooling first becomes viscid like pitch, then 
white, opaque, and hard. (Houton.) 


Ferrous Pyromucate.— Iron dissolves in pyromucic acid with eyolu- 
_ tion of hydrogen, forming an easily soluble salt. (Iouton.) 


Ferric Pyromucate. — Alkaline pyromucates form with ferric salts a 
lemon-yellow precipitate (Houton); dingy brown-red (Trommsdorff); 
greenish black, loose granules (John, Mag. Pharm. 9, 292). 


Pyromucate of Nickel.— The soda-salt forms an apple-green preci- 
pitate with nitrate of nickel. (Trommsdorff.) 


Cupric Pyromucate. — Small greenish blue crystals sparingly soluble 
in water. (Houton.) 


Mercurous Pyromucate.— The alkaline pyromucates form a white 
precipitate with mercurous nitrate. (Houton.) 


Pyromucate of Silver.— The solution of silver-oxide in the aqueous 
acid turns brown when evaporated, and yields white scales of the salt. 
(Houton.) An aqueous mixture of the lime-salt with neutral nitrate of 
silver, deposits the salt after a few days; it must then be pressed between 
paper. (Boussingault.) 

VOL. X. 2 oO 
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Dried at 125°. Boussingault. 
LN 2 Wee pen ew ACG ae Acer rrr 60:{ 26s°:271400%54.5 29°91 
gs Eee ee ee mee» 3 1 ee 1°58 
HWS Seine, Aete Ls IES 108 ey ae 49°05 
BO) ied tare ea ate heated 48 2102 ae 19°46 
CREA OO ne eee 219 LOU00 100°00 


Pyromucic acid dissolves in alcohol more readily than in water. 
(Houton.) 


Conjugated Compound of Pyromucic Acid. 


Pyromucate of Ethyl. 
C14#H 805 — CalieO. Cr)": 


Mauacurti (1837). WV. Ann. Chim. Phys. 64, 279; also Ann. Pharm. 
hye 216; salso.<d apr .Chems 11.5227. 


Pyromucic ether, Bresnzchleimsaures Aethyloryd, Ether pyromucique. 


Preparation. A mixture of 1 pt. hydrochloric acid, 2 pts. pyromucic 
acid and 4 pts. alcohol of sp. gr. 0°814, is distilled four or five times, 
being each time cohobated to one-half, and the last time till the distillate 
begins to pass over coloured; the distillate then mixed with water, 
which throws down an oil, solidifiying in a few minutes in lamine; and 
these laminz washed on the filter with cold water, pressed between paper, 
and distilled several times, removing each time the moisture which col- 
lects in the neck of the retort at the beginning of the distillation, till the 
whole distils without leaving any residue in the retort. 


Properties. Transparent, colourless, 4-, 6-, and 8-sided lamina, 
derived from a rhombic prism; of sp. gr. 1:297 at 20°; unctuous to the 
touch. The ether melts at 34°, boils between 208° and 210°, under a 
pressure of 0°756 met. and volatilizes undecomposed and without residue. 
Vapour density = 4859. Has a powerful odour resembling that of 
benzoate of methyl] and also that of naphthalin; tastes cooling at first, 
then transiently bitter and pungent, afterwards agreeably like anise and 
camphor. Neutral to vegetable colours. 


Malaguti. 
UA oie SR een ear i i oy 4 <7.. 6 (OOPUO a, ON2G 
AE Sheela apie Pees sent e 3 Boe | Of ee 
ORS beeen cm rie ORR RS ST 3% 48. aaee a9 6 Ras 8S 
(BE Bc a nshe: Ve Coen $40 voce od 00°00. ©... 100-00 
Vol Density 
Cav OTM iat, ares atyauutes oy ete 14 . 5°8240 
| cs ¢: | WR ees tor een re ae ce 8... 0°5546 
O asinine Sake 3 3°3279 
FECIOP VAPOURS bots cekitss doenthonatorsoneretie 2 9.7065 
1 4°8532 


Decompositions. The ether is not set on fire by the flame of a candle. 
—1. In a stream of dry chlorine gas, the dry ether melts, with great 
rise of temperature, turns yellow, and is converted into chloropyromucic 
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ether of more than double the original weight. No hydrochloric acid is 
evolved, unless moisture is present. — 2. In cold nitric acid, the ether 
first liquefies and then dissolves with decomposition. — 8. Its solution in 
cold oil of vitriol or hydrochloric acid decomposes when heated. — 4. The 
ether is decomposed by aqueous potash or soda, like other compound 
ethers of the third class. Baryta, strontia, or lime-water forms with the 
alcoholic solution, a precipitate which dissolves in a small quantity of 
water.— 5. After keeping for some time, the ether becomes slightly 
coloured, and then leaves a residue when distilled. 


Combinations. Pyromucic ether dissolves very sparingly in water, 
easily and without decomposition in cold ot of vitriol or hydrochloric 
acid, and in all proportions in alcohol and common ether. (Malaguti.) 


Appendix. 


Chloropyromucate of Ethyl. 
CECH Oo CAO Ce Cli O® 


Mawuaautr (1887). Ann. Chim. Phys. 64, 282; also Ann. Pharm. 
25, 279; also J. pr. Chem. 11, 229.— Ann. Chim. Phys. 70, 871; 
also Ann. Pharm. 32, 41; also J. pr. Chem. 18, 53. 


Chloropyromucic ether, Chlor-brenzschleimvinester, Ether chloropyromucique. 


Preparation. Chlorine gas is passed at ordinary temperatures over 
dry pyromucic ether, as long as heat is evolved, and the resulting liquid 
freed from the excess of chlorine, which colours it yellow, by a current 
of dry air, and preserved in vacuo, or in well-closed bottles completely 
filled with it. 


Properties. Transparent, colourless syrup, of sp. gr. 1°496 at 19°. 
Not volatile without decomposition. Has a strong and agreeable odour, 
like that of calycanthus; excites slowly a persistent, strongly bitter taste; 
neutral, 


Malaguti. 
TA Coico tah cn ccendimnta dante 84:0 PALE nee ee 30°11 
7 WIL) I ile ae ee 141°6 OS exes 49°83 
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The acid which may be supposed to exist in this ether, but which has not been 
obtained in the separate, viz., chloropyromucic acid, would be C!’Cl4H‘0®% [Conse- 
uently a valerianic acid in whose nucleus part of the H is replaced by Cl and O, 
= CCi4H407,0+. — Or might it be a hydrochlorate of chloropyromucic ether 
= C¥CPH°O,2HCl?] Other views are given by Berzelius (J. pr. Chem. 14. 356.) 


Decompositions. The ether when heated evolves a large quantity of 
hydrochloric acid, yields but little distillate, and thickens with deposi- 
tion of charcoal. — 2. It is not affected by chlorine gas at ordinary tem- 
peratures, but when heated with it, gives off hydrochloric acid and 
other products, while the residue becomes continually poorer in chlorine. 
— 3. When exposed to moist air (or when water is added to it), it be- 
comes milky, with formation of hydrochloric acid, but recovers its trans- 

pt 6 heey 
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parency in a dry vacuum. — 4. The ether mixed with hot strong potash- 
ley becomes coloured, and forms a white coagulated mass, which, when 
mixed with water and boiled, gives off alcohol and disappears, with 
formation of a dark-red liquid. From this liquid, sulphuric acid, after a 
considerable time, throws down yellowish grains, together with a black 
substance, soluble in potash, but nearly soluble in alcohol; but neither 
pyromucic nor pyroracemic acid can be afterwards detected in the liquid. 
— 5. When dry ammoniacal gas is passed through the alcoholic solution 
of the ether, the liquid becomes heated, sal-ammoniac is formed, together 
with a small quantity of hydrocyanate of ammonia and a large quantity 
of charcoal, but no gas is evolved, 


Combinations. Chloropyromucic ether dissolves readily in alcohol and 
common ether. (Malaguti.) 


b. Oxygen-nucleus. C”H?*O*. 


Croconic Acid. 
C!°H2010 — C2 EeOn?; 


L. GMetin (1825). Pogg. Ann. 4, 37.— Ann. Pharm. 87, 58. 

Lirepic, Pogg. 33, 90; also Ann. Pharm. 11, 182. 

Hetter, J. pr. Chem. 12, 230; and in the memoirs cited in connection 
with Rhodizoni¢ acid (p. 398). 


Krokonstiure, Acide eroconique. 


Formation. When carboxide of potassium is dissolved in water, the 
chief product formed is rhodizonate of potash, which, by exposure to the 
air and evaporation, is converted into croconate of potash, and possibly 
also into oxalate, the reddish yellow colour of the solution changing at the 
same time to pale yellow. 


1. Preparation of Neutral Croconate of Potash. — Carboxide of 
potassium more or less pure, as it is deposited, in the preparation of 
potassium by Brunner & Wohler’s method (iii. 5, 6.), partly in the 
copper receiver, partly in the tubes and bottles therewith connected, is 
dissolved in water, carefully, however, because an explosion may take 
place; the liquid filtered; the carbonaceous mass washed with warm 
water as long as the water acquires a reddish yellow colour, and rhodi- 
zonate of potash appears mixed with the charcoal, in the form of a red 
powder; and the filtrate evaporated over the water-bath, till it yields on 
cooling yellow needles of croconate of potash, which are collected on a 
filter. — The brown mother-liquor, evaporated and cooled as often as 
yellow needles are produced from it. becomes at length thick and dark 
brown, and yields by further evaporation crystals of oxalate and bicar- 
bonate of potash; and the still darker mother-liquor obtained therefrom, 
yields, when supersaturated with dilute sulphuric acid, a copious, dark 
brown, flocculent precipitate, of a substance resembling humic acid, but 
dissolving with tolerable facility in hot water. The liquid containing 
sulphuric acid, filtered from this precipitate, yields by distillation, small 
quantities of hydrocyanic, formic, and acetic acids (vii, 41). — The yellow 
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needles obtained as above are purified by pressure between paper, and 
repeated crystallisation from hot water (Gm.), this treatment being con- 
tinued till the pulverised salt no longer imparts a brownish yellow colour 
to strong alcohol. (Heller.) 


2. Preparation of Croconic acid. — Pulverised croconate of potash is 
digested and boiled for several hours, and with frequent agitation, with 
absolute alcohol, (or with spirit of 85 p.c. at last with addition of absolute 
alcohol,) and a very small quantity of oil of vitriol, till the turbidity, 
which a filtered sample produces with dilute chloride of barium, disap- 
pears completely on heating with dilute hydrochloric acid, after which 
the filtrate is evaporated. (Gm.) 

[The acid obtained by boiling finely pounded acid croconate of pot- 
ash with 85 p. ¢. spirit, is not quite free from potash. | 

The acid cannot be obtained from croconate of lead by the action of 
dilute sulphuric acid, the decomposition thereby obtained being very far 
from complete. — When croconate of lead diffused in water is decom- 
posed by sulphuretted hydrogen,—a reaction which takes place very 
slowly,—a brownish yellow filtrate is obtained containing sulphur. This 
filtrate assumes a deeper brown colour when exposed to the air or evapo- 
rated; continues to deposit sulphur even after all the sulphuretted hydro- 
gen has evaporated; and ultimately dries up in the air toa brown extract 
containing combined sulphur, and yielding only a very few needles. 
The extract redissolves completely in water. The dark brown, litmus- 
reddening solution, forms with potash a similarly coloured mixture, 
which, when evaporated, yields needles of croconate of potash, and a 
dark brown mother-liquor. The above-mentioned solution precipitates 
baryta and lime-water in dark brown flakes, which dissolve in hydro- 
chloric acid; from protochloride of tin, neutral acetate of lead, mercurous 
nitrate, and silver nitrate, it likewise throws down dark brown flakes; 
but from alum, corrosive sublimate and terchloride of gold, flakes of a 
lighter brown colour. — Croconate of copper yields similar results when 
treated with sulphuretted hydrogen. (Gm.) 


Properties. When the aqueous solution is abandoned to spontaneous 
evaporation, the acid remains in transparent, orange-yellow (sometimes 
brown) prisms and granules, which undergo no alteration at 100°. When 
the solution is evaporated over the water-bath, the acid remains in the 
form of a lemon-yellow opaque film. It is inodorous, tastes very acid 
and rough, and reddens litmus strongly. (Gm.) 


Calculation according to the analysis of croconate of potash. 
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Decomposition.. The acid, when heated, gives off first white, and 
then yellow fumes, which smell like bitumen and excite coughing, and 
leaves a small quantity of charcoal, which burns away easily and com-~ 
pletely (without leaving potash). (Gm.) 


Combinations. In Water, the acid dissolves readily, forming a lemon- 
yellow liquid which becomes decolorised by time. (Gm.) 
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The Croconates are all coloured, generally lemon-yellow or orange- 
yellow; some of the crystallised croconates of the heavy metals transmit 
light of a brownish yellow colour, but reflect it from their crystalline 
faces with a violet-blue colour. They decompose below a red heat, with 
glowing and sparkling, yielding carbonic acid and carbonic oxide gases, 
and a mixture of charcoal and metallic carbonate or oxide, or of charcoal 
and metal. They withstand the action of air and light, even their 
aqueous solutions not being altered by exposure to the air. The cro- 
conates of the soluble alkalis in particular, are soluble in water; but all 
croconates dissolve in nitric acid, with decomposition of the croconic 
acid. (Gm.) Some of the croconates of the heavy metals likewise 
dissolve in alcohol and ether. (Heller.) 


Croconate of Ammonia. — Obtained by spontaneous evaporation of 
the alcoholic solution of the acid saturated with ammonia. — Dee 
reddish yellow, transparent tables, soluble in water and alcohol. (Heiler.) 


Croconate of Potash. — a. Neutral. — Preparation (p. 388). The salt 
dehydrated at 100° is lemon-yellow and opaque. The hydrated crystals 
are six- or eight-sided needles of an orange-yellow colour, strongly lustrous, 
and translucent. The author sometimes obtained in the six-sided needles, 
two angles of the lateral edges = 106° and four = 127°; sometimes two 
of the angles were = 144°, and four = 109°. All however mere rough 
approximations. Heller obtained rhombic prisms with lateral edges of 
126° and 54°.— The crystals taste somewhat like nitre, are inodorous 
and neutral. They give off their water at a temperature considerably 
below 100°; and the lemon-yellow residue, when moistened with a little 
water, immediately recovers its orange-yellow tint, but is again turned 
lemon-yellow by oil of vitriol, which abstracts the water; the crystals 
are likewise dehydrated by strong alcohol. 


Dried at 100°. Gm. Liebig. 
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The author formerly believed, on theoretical grounds, that the salt dried at 100° 
must contain 1 H more, although experiment indicated the contrary; but he retracted 
this view as early as 1826, in accordance with further investigations (Schw. 17, 262; 
Mag. Pharm. 15, 141; Pogy. 7, 525.) 

The crystals when heated give off water and turn lemon-yellow; at 
a stronger heat, they again assume their orange-yellow colour without 
change of form; and at a temperature below redness, even out of contact 
of air, suddenly exhibit a glimmering light extending through the entire 
mass, rapidly giving off at the same time about 2 vol. carbonic acid gas 
to 1 vol. carbonic oxide, and leaving 66°90 p. ¢. of a mixture of 53°81 p. ¢. 
carbonate of potash and 13:09 charcoal. —The salt dissolves without 
effervescence in hot oil of vitriol, forming a yellow liquid, which on 
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cooling yields large, pale yellow transparent crystals, and at a higher 
temperature gives off sulphurous acid, becomes black-brown, swells up 
strongly, and finally, at a heat near redness, becomes decolorised and is 
converted into sulphate of potash. —Nitric acid instantly decolorises the 
aqueous solution of croconate of potash, with slight evolution of nitric 
oxide; it dissolves the crystallised salt, with brisk evolution of nitric 
oxide, but without separation of carbonic acid, forming a colourless 
liquid, which when evaporated yields neither nitrate nor oxalate of 
potash, but a yellowish white, indistinctly crystalline, saline mass, which 
at a stronger heat turns brown and detonates with moderate force. The 
colourless aqueous solution of this mass acquires when mixed with 
potash, a yellow colour disappearing on exposure to the air; precipitates 
an abundance of pale yellow flakes from baryta-water, lime-water, and 
neutral acetate of lead; and produces a rather strong white turbidity in 
a solution of mercurous nitrate, weaker in nitrate of silver. — Chlorine 
immediately decolorises the aqueous solution of the salt, which then 
precipitates baryta-water and neutral acetate of lead in pale yellow 
flakes, and leaves a pale yellow mass when evaporated. (This mass is 
very acid, and its aqueous solution heated with mercuric oxide reduces 
the mercury to the metallic state.) On the other hand, chlorine gas 
exerts no action on the heated crystallised salt. — From terchloride of 
gold, croconate of potash slowly precipitates metallic gold, especially 
with the aid of heat; from corrosive sublimate, it throws down, after 
some time, a white powder, probably consisting of calomel. 

Croconate of potash dissolves in moderate quantity and with pale 
yellow colour in cold water, and in much larger quantity in hot water, 
so that the solution solidifies on cooling. If the quantity of boiling 
water is not sufficient to dissolve the whole quantity, the undissolved 
portion becomes lemon-yellow from loss of water. The cold aqueous 
solution mixed with potash-ley deposits needles of the salt; it dissolves 
iodine without further alteration. Aqueous alcohol dissolves a very 
small quantity of the salt; absolute alcohol none. (Gm.) 


b. Acid. — When 10 pts. oil of vitriol are added to the pale yellow 
solution of 26 pts. of the neutral salt in the smallest possible quantity 
of boiling water, the liquid acquires a deep brownish yellow colour, and 
deposits immediately, or as it cools, crystals which nearly convert the 
mixture into a solid mass, and may be freed from bisulphate of potash 
by draining, washing with cold water, and repeated crystallisation. 
The acid salt is not obtained by treating the neutral salt with acetic acid. — The 
prisms in which this salt crystallises appear thicker than those of the 
neutral salt, do not form such delicate needles, and have a darker colour, 
more inclining to hyacinth-red. They redden litmus slightly. They 
retain their colour at 100°, and when more strongly heated leave a 
black mixture of charcoal and carbonate of potash, exhibiting incan- 


descence. (Gm.) 


Air-dried crystals. Gm, 
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As only one analysis was made and with a very small quantity of salt, there may 
possibly be an error. 
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The brown-yellow aqueous solution of this salt slowly turns pale 
yellow on exposure to the air, and yields very pale yellow crystals when 
evaporated. The aqueous solution of these crystals forms, with neutral 
acetate of lead, an orange-yellow precipitate which becomes pasty during 
washing; and this precipitate decomposed by sulphuretted hydrogen not 
in excess, yields a colourless filtrate which leaves thin colourless prisms 
when evaporated. These prisms are likewise obtained by heating the 
aqueous solution of neutral croconate of potash with a quantity of nitric 
acid just sufficient to decolorise it, and treating the lead-salt as above. 
If the sulphuretted hydrogen be used in excess, the filtrate acquires a 
yellow colour and yields a brown extract besides the colourless prisms. 
These colourless crystals are quietly carbonised by heat and yield a 
white, strongly acid sublimate. Their aqueous solution reddens litmus 
strongly, and no longer precipitates neutral acetate of lead. (Gm.) 


Croconate of Soda. — By saturating the acid with carbonate of soda. 
Rhombic prisms, having a lighter orange-yellow colour than the potash- 
salt, giving off water of crystallisation when heated, disso] ving readily in 
water, sparingly in alcohol. (Heller.) 


Croconate of Lithia. — Pale yellow, amorphous, soluble in water and 
alcohol. (Heller.) 


Croconate of Baryta. — The acid and the potash-salt form with baryta- 
water or chloride of barium, a thick, pale yellow, pulverulent precipitate, 
which coagulates by boiling into a deep, lemon-yellow, curdy mass, 
insoluble in a large quantity of hot water, and dissolving but sparingly 
in hot hydrochloric acid. (Gm.) It is not soluble in water, alcohol, or 
ether. (Heller.) 


Croconate of Strontia. — The acid forms with chloride of strontium a 
yellow crystalline precipitate, which erystallises from the solution in 
alcohol by spontaneous evaporation. The potash-salt forms with chloride 
of strontium, transparent crystalline lamine. Lasily soluble in water 
and alcohol. (Heller.) 


Croconate of Lime. —Croconate of potash forms with lime-water or 
chloride of calcium, after a few hours, a large quantity of lemon-yellow 
crystals, which dissolve in water very sparingly and with very pale 
yellow colour. (Gm.) The free acid forms with chloride of calcium 
yellow, translucent, flat prisms, bevelled at the ends, sparingly soluble 
in water and alcohol. (Heller.) 


Croconate of Magnesia. — The clear aqueous mixture of croconate of 
potash and sulphate of magnesia, yields, by spontaneous evaporation, dark 
brown prisms acuminated at the ends. (Heller.) 


Ceric Croconate. —Croconate of potash forms a copious precipitate 
with hydrochlorate of ceric oxide and ammonia, and a scanty precipitate 
with acid hydrochlorate of ceric oxide. (Heller.) 


Oroconate of Yttria,— Yellowish brown, micaceous, crystalline scales, 
easily soluble in water. (Berlin, Pogg. 48, 116.) 


Oroconate of Glucina.— The mixture of the alcoholic solution of 
croconic acid with acetate of glucina, forms yellow crystals, easily soluble 
in water and alcohol. (Heller.) 
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Croconate of Alumina. — The alcoholic solution of the acid, evaporated 


with acetate of alumina, leaves yellow crystals, easily soluble in water 
and alcohol. (Heller.) 


Croconate of Zirconia. — Prepared like the alumina-salt. Yellow, 
transparent crystals, soluble in water and alcohol. 


Uranic Croconate. — The hyacinth-red aqueous mixture of the acid or 
the potash-salt with uranic nitrate, yields, by spontaneous evaporation, 
yellowish red, transparent crystals, easily soluble in water and alcohol. 


(Heller.) 


Manganous Croconate.— By evaporating the acid with manganous 
acetate, or leaving the potash-salt for some time in contact with man- 
ganous sulphate, dingy yellow crystals are obtained, having a faint blue 
reflex. (Heller.) 


Croconate of Antimony. — The potash-salt forms, with hydrochlorate 
of chloride of antimony, a thick lemon-yellow precipitate, soluble in 
excess of the chloride of antimony. (Gm.) 


Croconate of Bismuth. — The thick lemon-yellow precipitate formed 
by the potash-salt in a solution of bismuth-nitrate, dissolves in an excess 
of the bismuth-solution. (Gm.) It contains 55°68 p.c. bismuth-oxide, 
and is not soluble either in water or in alcohol. (Heller.) 


Croconate of Zine. — The alcoholic solution of the acid forms, with 
acetate of zinc, on evaporation, and the potash-salt forms, with acetate or 
sulphate of zinc, when set aside for several hours, yellow crystals and 
crystalline grains, soluble in water and alcohol. 


Croconate of Cadmium. — The potash-salt added to sulphate of cad- 
mium, throws down a large quantity of powder, having a fine yellow 
colour, and soluble in water and alcohol. (Heller.) 


Stannous Croconate. — The potash-salt throws down from proto- 
chloride of tin, a large quantity of an orange-yellow powder (Gm.), which 
decomposes with violence when heated, and is sparingly soluble in water. 


(Heller.) 
Bichloride of tin is*not precipitated by the potash-salt. (Heller.) 


Croconate of Lead.— The free acid and its potash-salt precipitate 
neutral acetate of lead abundantly in lemon-yellow flakes, which dissolve 
with decomposition in nitric acid, forming a colourless liquid, and when 
digested for some time with water and a small quantity of sulphuric acid, 
still leave a portion of free sulphuric acid in the liquid, which turns 
yellow. (Gm.) The precipitate, when dry, is a powder of a fine yellow 
colour, containing 64:06 p. c. oxide of lead, [therefore = C’Pb*O"], dis- 
solving without colour in nitric acid, but insoluble in water and alcohol. 


(Heller.) 


Ferrous Oroconate. — The potash-salt imparts a dark yellowish brown 
colour to ferrovs sulphate, and afterwards forms brown flakes, which 
change over night to dark brown crystals. These crystals exhibit a blue 
reflex on the crystalline faces, like the copper-salt, which they also 
resemble in form, and are soluble in water and alcohol. (Heller.) 


Ferric Croconate.— The potash-salt forms with aqueous sesquichloride 
of iron, a clear black mixture, exhibiting a garnet-red colour in thin 
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layers (Gm.); and depositing indistinct, very dark-coloured crystals, 
which are soluble in water and alcohol. (Heller.) 


Croconate of Cobalt.— The brown-red, slightly turbid mixture of the 
potash-salt with an aqueous cobalt-salt, yields, after a few hours, dark 
brown transparent crystals with beautiful violet reflex, soluble in water 
and alcohol. (Heller.) 


Croconate of Nickel.— By evaporating croconic acid with sulphate 
of nickel, light brown grains are obtained, soluble in water and alcohol. 


(Heller.) 


Cupric Croconate— The clear bluish green mixture of warm aqueous 
crocouate of potash with cupric sulphate or hydrochlorate, deposits 
crystals on cooling, which must be washed with water and dried between 
paper. Crystals belonging to the right prismatic system. Right rhombic 
prisms (fig. 61) w: u= 108° and 72°; the. obtuse lateral edges and 
summits replaced by the faces m and y; the acute summits bevelled with 
two faces in the direction of the terminal edges; cleavage parallel to w. 
(Blum.) ‘The crystals transmit light with brownish orange-yellow colour, 
but reflect it from their faces with dark blue colour and brilliant metallic 
lustre. Masses of small crystals appear violet-red; the powder is lemon- 
yellow, brighter in proportion to its fineness, and imparts the same 
colour to a large quantity of cupric oxide when triturated therewith. 
The crystals heated in the water-bath for several days, give off 13:5] 
p. c. water, then a small additional quantity at 162°, in all 13°81 p.c. 
(4 At. while 2 At. water are obstinately retained), and appear but 
little altered, only more brownish and duller. When the crystals are 
heated in a small retort, water escapes at first, and then, at a temperature 
below redness, one crystal after another suddenly decomposes without 
appearance of light, and with percussive evolution of gas and projection 
of single particles, which burn with emission of sparks, on coming in 
contact with the air. The gas thereby evolved consists of carbonic acid 
and carbonic oxide, at first in the volume-ratio of 1 :1°2, at last of 1: 1:8. 
A very small quantity of distillate is obtained, having the odour of 
wood-vinegar, the first portions being pale yellow, and reddening litmus 
slightly; the latter portions brownish yellow and strongly acid, and after 
neutralisation with ammonia, imparting a darker cofour to dilute sesqui- 
chloride of iron, and forming an immediate black precipitate with nitrate 
of silver. The residue of copper and charcoal which remains after 
heating the crystals, amounts to 30°8 per cent. if the crystals have been 
heated in a retort containing air; to 32°8 per cent. if carbonic acid has 
been passed through the apparatus before and during the heating; and to 
36°8 p. c. if hydrogen has been passed through it. It is a brown-black, 
dull, somewhat fibrous powder. Heated in the air to a temperature 
somewhat below redness, it burns away with a glimmering light and slight 
emission of sparks, leaving first a red powder of metallic copper and 
afterwards cupric oxide. Fuming nitric acid sets it on fire, with vivid 
sparkling. The crystals heated in the air decompose one after another 
with a slight hissing noise, appearance of fire, sparkling and projection 
of individual particles, and throw out slender threads of dull red metallic 
copper, which is then quickly converted, with a glowing light, into oxide. 
In oxygen gas, the sparkling and projection of the particles are very 
violent. (Gm. 

The salt dissolves very sparingly in cold water; somewhat more 
abundantly and with lemon-yellow colour, in boiling water, but separates 
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out again for the most part on cooling, the liquid then assuming a pale 
yellow tint. The solution, mixed with potash (even out of contact of 
air), forms croconate of potash, and a blue precipitate soluble in excess 
of potash. Similarly with ammonia, which also dissolves the crystals 
with blue colour, whereas potash-ley acts but feebly on the crystals. 
The aqueous solution exhibits, with sulphuretted hydrogen, ferrocyanide 
of potassium, sulphocyanide of potassium, ferrous sulphate, and also with 
hydrocyanic acid and tincture of guaiacum, the same reactions as other 
cupric salts (v. 413). It coppers iron but slightly, unless hydrochloric 
acid be added. (Gm.) 


Crystals. Gm. 
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Mercurous Croconate.— The free acid and its potash-salt form, with 
mercurous nitrate, copious lemon-yellow flakes, which dissolve in nitric 
acid, forming a colourless liquid. (Gm.) The flakes are reddish yellow 
at first; buat the colour quickly changes to yellow. (Heller.) 


Mercuric Croconate. — Mercuric nitrate also forms, with the potash- 
salt, a precipitate of a fine yellow colour. (Heller.) 


Croconate of Silver.— The free acid and the potash-salt precipitate 
from nitrate of silver, an abundance of aurora-red flakes, which still con- 
tain potash (perhaps C’KAgO"?), are quickly and completely resolved 
by hydrochloric acid into chloride of silver and croconic acid containing 
potash, and dissolve in nitric acid to a colourless liquid, with slight 
evolution of gas. (Gm.) The precipitate turns brown on exposure to 
light, throws out sparks with violence when heated, and dissolves 
sparingly in water. (Heller.) 


Croconic acid is soluble in alcohol. 


Appendia to Croconie Acid. 


1. Carboxide of Potassium. 


L. Gmewin. Pogg. 4, 35. 
Liesie. Pogg. 33, 90. 
HevLer. Ann. Pharm. 34, 232. 


Kohlenoxyd-Kalium. — First observed by Wohler and Berzelius. (Pogg. 
4, 81 to 34.) 

Charcoal at a white heat decomposes potash into carbonic oxide and 
potassium; but at a dull red heat, the potassium again decomposes the 
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carbonic oxide gas into charcoal and potash; and at a still lower heat, the 
potassium and carbonic oxide unite into a grey flocculent mass, which 
may provisionally be regarded as a compound of carbonic oxide and 
potassium, and designated as carboxide of potassium. 

The following observations are recorded: 

When potassium is prepared by Brunner and Wéhler’s method (iii. 7), 
in which the mixture of carbonic oxide gas and potassium-vapour is passed 
from the white-hot iron bottle through an iron tube into a copper receiver, 
and thence through a long tube, the half-ignited iron tube becomes 
filled with a hard black mass, which behaves like a mixture of charcoal, 
potash, and potassium. But the gas which escapes from the copper 
receiver is accompanied by grey vapours. If this cloudy gas is not too 
much cooled, it burns slowly in the air with a dull red light, but on the 
approach of a flaming body, or in many instances spontaneously, takes fire 
and burns rapidly with a bright reddish white flame and white fumes. 
When, on the other hand, the gas is passed though tubes and vessels in 
which it cools, the cloud condenses in these vessels, in grey flakes of 
carboxide of potassium. These flakes are likewise found in the copper 
receiver, mixed, however, with charcoal, potash, and potassium. The 
formation of carboxide of potassium is equally abundant when the potas- 
sium is prepared from a mixture of charcoal and carbonate of potash 
instead of burnt tartar, and no rock-oil is put into the receiver. Conse- 
quently, the cooling of the carbonic oxide gas, mixed with potassium- 
vapour stops the separation of charcoal, and induces the formation of 
carboxide of potassium. (Gm.) 

When Gay-Lussac & Thénard (Recherch. 1, 250, and 267,) heated 
potassium in carbonic oxide gas over a spirit-lainp, the gas, at a certain 
temperature [probably near redness,| was almost instantly absorbed, with 
ignition of the potassium, separation of charcoal and formation of pot- 
ash; sodium heated nearly to dull redness, acted nearly in the same 
manner, but without appearance of fire. 

On the other hand, when Liebig passe! dry carbonic oxide gas over 
potassium, heated just to its melting point in a wide iron tube, the 
potassium absorbed the gas without appearance of fire, becoming green 
at first, spreading itself out on the side of the tube, and being finally 
converted into a black mass, which was easily separated when cold, and 
exhibited the characters of the carboxide of potassium obtained in the 
preparation of potassium. Heller obtained the same mass, but found 
that the crust which formed above the potassium, prevented the com- 
plete penetration of the carbonic oxide. 


Preparation. The preparation of potassium is conducted with a 
larger quantity of charcoal than usual, whereby the yield of potassium 
is diminished, but that of the carboxide is increased; and the gaseous 
mixture is made to pass from the copper receiver, which contains a little 
rock-oil, through tubes into three bottles successively, the first two of 
which contain rock-oil, and the third water. The black mass which con- 
denses in the copper receiver, contains, besides carboxide of potassium, a 
large quantity of charcoal, potash, and potassium, together with a resin- 
ous matter, and a brown substance soluble in water, and serves for the 
preparation of rhodizonate and croconate of potash. The product in the 
first bottle consists of porous lumps, often as big as hazlenuts, and con- 
tains small quantities of potassium and charcoal (perceptible on dis- 
solving the mass in water); that in the second is free from charcoal; that 
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in the third serves for the preparation of croconate of potash. The loose 
carboxide of potassium in the second bottle is separated from the 
admixed potassium (which remains in a more coherent state) by trituration 
and levigation with rock-oil; collected on a filter; strongly pressed 
between paper; and preserved in well closed bottles. The compound 
thus obtained is not however pure; alcohol and ether extract potassium 
from it in the form of potash, besides rock-oil and a resinous substance, 
which may be precipitated from the water by alcohol; and the residue 
forms with water, not only rhodizonate of potash, but also a brown sub- 
stance [resembling humate of potash] which dissolves in the water. 
(Heller.) 

Also, when the gas which issues from the copper receiver is passed 
through a tube of tinned iron, an inch wide and three feet long, into a 
wide open iron bottle, the greater part of the carboxide of potassium is 
deposited tolerably pure in the tube and bottle. Bottles and tubes of 
glass are dangerous; because the carboxide of potassium contained in 
them may explode, after the air has acted upon it for a short time, and 
shatter the glass, especially on dissolving the mass in water. (Gin.) 


Properties. Carboxide of potassium is a grey or black, loose pul- 
verulent mass. (Berzelius, Gm., Heller.) Under the microscope, it some- 
times exhibits four-sided prisms with truncated summits. (Edm. Davy.) 


Decompositions. The mass distilled at a red heat gives off potassium, 
and leaves charcoal. (Hdm. Davy.) — The carboxide of potassium 
obtained by heating potassium in carbonic oxide gas, if exposed to 
the air while still warm, takes fire with detonation. (Liebig.) — The 
carboxide obtained in the preparation of potassium takes fire in the air, 
and burns like a pyrophorus. (Berzelius.) —The product condensed in the 
copper receiver without rock-oil, takes fire in the air with emission of 
sparks, projection of the mass, and dangerous explosion, especially if 
rubbed. (Heller.) — The grey loose mass which condenses in the glass 
or tinned iron tube connected with the copper receiver, becomes soft and 
pasty on exposure to the air, and rises almost to a red heat, which 
gradually extends throughout the mass, the reddish grey colour changing 
at the same time to grey. (Gm.) — The greenish grey powder, shaken out 
of the tube into a porcelain dish, after the tube has been closed air-tight 
for 10 days, immediately reddens, and, after a few seconds, takes fire 
with tremendous detonation and shatters the basin. (Wohler, Ann. Pharm. 
49, 361.) Moistening with rock-oil prevents it from taking fire. — 
Carboxide of potassium takes fire when thrown on water, [from the 
presence of free potassium?| and acquires a vermillion colour when 
brought in contact with water under rock-oil. (Berzelius.) — Exposed to 
the air, after complete cooling, it sometimes turns green here and there, 
and afterwards yellow, with formation of croconate of potash, some- 
times red. (Gm. Liebig.) It acquires a fine red colour, from formation of 
rhodizonate of potash. (Heller.) ——- When recently prepared, it dissolves 
quietly in water, with slight evolation of combustible gas, and forms a 
brownish yellow liquid, containing croconate (or rather rhodizonate, 
according to Heller), and neutral carbonate of potash. If the quantity 
of water present is not very large, a cochineal-coloured powder (rhodi- 
zonate of potash, according to Heller), remains undissolved. Carboxide 
of potassium which has been exposed to the air till it has turned yellow 
and red, likewise dissolves quietly in water; but that which has been 
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exposed to the air for a few hours only, is set on fire by water, with 
violent detonation, and shattering of the glass vessels. (Gm. iii. 8.) — 
The combustible gas eliminated by water is C‘H®%, (Edm. Davy, Ann. 
Pharm. 23, 144; see viii. 150.) —Carboxide of potassium, placed in 
contact with water over mercury, so as to exclude the air, dissolves 
quietly, giving off first olefiant gas, then carbonic oxide. (Heller.) — 
When the quantity of water is large, the whole dissolves with deep 
reddish yellow colour; when less water is used, part of the rhodizonate 
of potash produced remains undissolved, in the form of a red powder; 
and with a still smaller quantity of water, a pale yellow solution is 
obtained, because the strong caustic alkali contained in it, converts the 
rhodizonate of potash into croconate. (Heller.) — The black compound 
produced by heating potassium in carbonic oxide gas, dissolves in water, 
with the exception of a few black flakes, and gives off a gas, part of 
which takes fire spontaneously; the gas evolved out of contact with the 
air, burns when set on fire, with the bright flame of olefiant gas. The 
solution obtained with a small quantity of water is pale yellow; that 
obtained with a large quantity of water, reddish yellow and alkaline; 
when evaporated, it turns pale yellow, and yields, first croconate of 
potash, then about an equal quantity of oxalate. (Liebig.) 


2. Rhodizonic Acid. 


Heiter. J. pr. Chem. 12, 193; abstr. Ann. Pharm. 24, 1.— Zettschr. 
Phys. v. W. 6, 54; abstr. Ann. Pharm. 34, 282. 
A. WERNER. J. pr. Chem. 18, 404. 


Berzelius and Wohler noticed the red substance produced by the 
action of water on carboxide of potassium. Gm. found that the aqueous 
solution of this substance yields croconate of potash when evaporated in 
contact with the air, and supposed it to contain an acid different from 
croconic acid. Heller, in 1837, ascertained the properties of this acid 
more distinctly, and gave it the name of Rhodizonic acid. 


Preparation of Rhodizonate of Potash. —Carboxide of potassium, 
collected in the copper receiver under rock-oil, freed from the greater 
part of the charcoal and potassium by levigation with rock-oil, then 
collected on a filter and pressed, is repeatedly shaken up with alcohol,— 
which extracts potash, rock-oil, and a resinous substance precipitable by 
water,—till the alcohol no longer becomes strongly coloured; the black 
viscid mass which remains after pouring off the alcohol, agitated with one- 
third of its bulk of water, and then with a sufficient quantity of alcohol 
to produce separation; the aqueous alcoholic liquid containing potash 
and a dark brown substance precipitable by water, decanted; the residual 
mass repeatedly treated in the same manner with water and alcohol, till 
the water is no longer coloured brown but light yellow, from the presence 
of a small quantity of rhodizonate of potash; the substance which remains 
after decanting the liquid, exposed to the air, under which circumstances 
it turns red, the more quickly as it has been more completely freed from 
potash; the mass, which has the consistence of honey, diluted with a 
little water, then treated with successive small portions of a mixture of 
1 pt. oil of vitriol and 15 pts. water, which eliminates carbonic acid, 
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and mixed with alcohol till a precipitate is formed; the yellowish brown 
strongly alkaline liquid decanted; and the mass repeatedly treated in 
this manner with water containing sulphuric acid and with alcohol, till 
the decanted liquid is no longer alkaline, —a sign that the mass is com- 
pletely converted into rhodizonate of potash; it must then be thrown on 
a filter with the aid of alcohol, and dried. If too much sulphuric acid 
has been used, and the mass has consequently acquired the power of 
reddening litmus, from separation of rhodizonic acid, it must be neutralised 
with carbonate of potash. An admixture of sulphate of potash renders 
the dark red colour of the rhodizonate paler. 


Preparation of Rhodizonic acid. —1. The potash-salt is suspended in 
alcohol of sp. gr. 0°81 to 0°82; a mixture of alcohol with sufficient oil of 
vitriol to saturate the potash then added; the whole digested at a gentle 
heat; the filtrate, if it still contains sulphuric acid, cautiously digested 
with baryta-water, till a pale red precipitate of rhodizonate of baryta 
just begins to form; the filtrate evaporated at a gentle heat to a small 
bulk; the acid left to crystallise; and the crystals freed by washing 
with alcohol from the dark brown mother-liquor, which has an offensive 
odour of rock-oil. (Heller.) — When the potash-salt is decomposed by 
alcohol containing a small quantity of sulphuric acid, a deep purple-red 
filtrate is obtained, containing no sulphuric acid, and leaving on evapo- 
ration, blue-black needles united in tufts. (Werner.) — 2. The acid 
obtained by (1) is dissolved in alcohol and precipitated by carbonate of 
potash in the form of rhodizonate of potash; the aqueous solution of this 
salt precipitated by neutral acetate of lead acidulated with acetic acid; 
the dark violet lead-salt washed on the filter with water, and decomposed 
by sulphuretted hydrogen after suspension in water or alcohol; and the 
dark hyacinth red filtrate evaporated to a small bulk and left to erys- 
tallise. — The mother-liquor then remaining, which contains scarcely 
any more rhodizonic acid, is very dark coloured. (Heller.) — The lead- 
salt suspended in water may be easily and completely decomposed by 
sulphuretted hydrogen, and yields a pale yellow filtrate, which exhibits 
the reactions of rhodizonic acid, and becomes continually darker by 
evaporation, ultimately acquiring a deep red colour and yielding brown- 
black dodecahedrons. (Werner.) 


Properties. Prepared by (1): Short slender needles of a pale orange- 
yellow colour; by (2): Very dark coloured needles having a bluish green 
metallic lustre. This dark colour arises from enclosed mother-liquor. 
(Heller. ) — (Heller has withdrawn his former statement that the acid is colourless ; 
but respecting the colour of its aqueous, alcoholic, or ethereal solution, which was 
likewise stated to be colourless, nothing is said in his second memoir. Liebig regards 
these colourless crystals formerly obtained by Heller, as sulphovinate of potash.) 
Werner obtained: by (1), needles; by (2) dodecahedrons of brown-black 
colour, which reflected the sun’s rays with brilliant, deep purple-red 
metallic lustre. —Inodorous, with slightly acid and astringent taste, 
reddening litmus permanently. (Heller, Werner )— The crystals do not 
decompose, even by long keeping; but if exposed to the air, especially in 
vessels which are frequently opened, they turn red, and when rubbed 
between the fingers, exhibit a blood-red colour, with green metallic lustre, 
in consequence of the great affinity of the acid for organic substances. 
(Heller.) [Or from taking up ammonia?|.— The aqueous solution 
colours the skin yellowish-red (Heller); deep brown-red. ( Werner.) 

From the contradictory analyses of the rhodizonates of potash and 
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lead, it is impossible to establish with certainty the formula of rhodizonic 
acid; we can only indeed deduce from these analyses that all the 
hydrogen which can be supposed to exist in the acid, together with 
C and O is (as in croconic and oxalic acid) replaceable by a metal. 
Liebig (Ann. Pharm. 24, 16), starting from the fact that rhodizonate of 
potash acid dissolved in water, splits up into croconate and oxalate, 
suggests for rhodizonate of potash the formula 3KO,7CO, which, when 
doubled and written in a different form, becomes C!K°O”; such a com- 
pound may yield C'’K’Q" (croconate of potash), C*K?O® (oxalate of 
potash), and 2KO. This view is corroborated, on the one hand, by 
Thaulow’s observation, that the solution of rhodizonate of potash, when 
thus decomposed, becomes alkaline, and on the other hand, approximately, 
by Heller’s analysis of the potash-salt, in which he found 62 p. c. potash, 
the formula C“K°O” requiring 59 p. ce. According to this view, the 
formula of rhodizonic acid would be C*H*O”. It is not yet, however, 
satisfactorily explained why rhodizonate of potash immediately splits up 
into croconate and oxalate when free potash is added to it, whereas, 
without this addition, the change does not take place unless the air has 
access to the liquid. 


Decompositions. The crystallised acid heated considerably above 
100°, turns greenish black and volatilises in the decomposed state without 
residue. (Heller.) When heated, it gives off water, then a yellowish-red 
vapour which forms a sublimate of the same colour and appears to 
consist of undecomposed acid;—it then turns black and yields a grey, 
and afterwards a yellow vapour smelling of empyreumatic organic matter, 
and burns away in the air leaving ouly a trace of alkaline ash. (Werner.) 
— 2. It is quickly decomposed by concentrated mineral acids (Heller); 
even in the state of aqueous solution. (Werner.)— 3. The alcoholic 
solution of the acid and the aqueous solution of the potash-salt reduce 
the metal from a solution of gold. (Heller.)— The acid dissolved in 
water and exposed to the air for several weeks, is resolved into croconic 
and oxalic acid. (Werner.) 


Combinations. The acid dissolves readily in water. (Heller.) The 
concentrated solution is red, the dilute solution yellow. (Werner.) 


Rhodizonates. — The potash-salt is the only one which crystallises. 
The colour of the salts passes from light rose-red through carmine and 
blood-red to dark chocolate-brown, and is lighter the more finely the 
salts are divided. Many exhibit a green metallic lustre. They are not 
decomposed by exposure to the air, but merely acquire a darker colour. 
They decompose at a temperature considerably below redness, without 
any or with only a faint glow, and leave a mixture of charcoal with 
metal, oxide, or carbonate. Most of them dissolve in water with orange- 
yellow, or in case of greater concentration, with red-brown colour. Some 
of these solutions become pale yellow on exposure to the air, the rhodi- 
zonate being then resolved into croconate and oxalate. 


Rhodizonate of Ammonia. — Precipitated as a dark yellowish powder, 
on mixing the alcoholic solution of the acid with a small quantity of 
ammonia, and as a violet powder on mixing the aqueous potash-salt with 
hydrosulphate of ammonia. It dissolves readily in water, sparingly in 
alcohol, and in the state of aqueous solution splits up into croconate and 
oxalate of ammonia. (Heller.) 


& 
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Rhodizonate of Potash. — Preparation (p. 398). Small and apparently 
oblique rhombic prisms, whose faces exhibit a bluish green metallic 
lustre; the velvety, bright red powder, rubbed on paper with the polishing 
stone immediately acquires a blue-green metallic lustre. Inodorous, 
tasteless, permanent in the air. Contains 61:96 p.c. potash. Becomes 
greyish black when heated, and ultimately leaves carbonate of potash. 
Insoluble in alcohol and ether, but dissolves readily in water. The 
deep red aqueous solution, when left to stand [in contact with the air] 
turns pale yellow in a few hours (immediately on the addition of potash 
or ammonia) from formation of croconate and oxalate of potash, and 
with liberation of potash; it is also decolorised and decomposed by sul- 
phuric, hydrochloric, and nitric acid. (Heller.) — The alcoholic solution 
of the acid, yields, when alcoholic potash is dropped into it, a cherry-red 
precipitate, with greenish metallic lustre, which, after being collected on 
a filter and dried between paper, becomes brown-red, and exhibits the 
green metallic lustre in a fainter degree. It dissolves sparingly in cold, 
not much more readily in hot water, and is not altered by remaining for 
many weeks under water in contact with the air. (Werner. 

[From the author’s notes of former experiments (Pogg. 4, 59) with 
impure rhodizonate of potash, as obtained in the form of a cochineal- 
coloured powder by the action of water on carboxide of potassium which 
has been exposed to the air, the following passage is extracted : It burns 
with resinous flame and white smoke. Its reddish yellow aqueous 
solution is immediately decolorised by nitric acid, and reduces gold from 
the solution of the chloride. With aqueous ammonia it forms a reddish 
yellow solution, which again leaves a red residue when evaporated, but 
forms with potash a yellow solution of croconate of potash; its aqueous 
solution also immediately turns reddish on addition of a small quantity 
of potash, and then deposits needles of croconate of potash. The reddish- 
yellow aqueous solution, if kept from contact with the air, retains its 
colour, even in sunshine, and again leaves a red mass when evaporated; 
- but the solution, when exposed to the air, becomes pale yellow in a few 
hours, and then leaves on evaporation needles of croconate of potash. 
The reddish yellow aqueous solution throws down from baryta-water, 
brown-red flakes which turn yellow on exposure to the air; from lime- 
water, pale red flakes; from protochloride of tin or neutral acetate of 
lead, dark red; from mercurous nitrate, carmine-coloured; and from 
nitrate of silver, reddish black flakes. | 


Rhodizonate of Soda. — Obtained by adding a concentrated solution 
of carbonate of soda to the solution of the acid in strong alcohol, and 
washing the dark carmine-coloured powder thereby precipitated, on the 
filter with alcohol, to remove the excess of alkali. The dried salt is 
brown. Its reddish yellow aqueous solution decomposes like the potash- 
salt on exposure to the air or on addition of soda. (Heller.) 


Rhodizonate of Lithia. — The dark crimson-red salt, which is prepared 
like the soda-salt, forms with water a reddish yellow solution, which 
becomes very pale on exposure to the air, depositing a light violet 
powder and forming croconate and oxalate of lithia. (Heller.) 


Rhodizonate of Baryta.—1. The alcoholic acid forms with baryta- 
water, a light carmine-coloured precipitate, and with a small quantity 
of aqueous chloride of barium, after a while, an extremely beautiful 
carmine-coloured precipitate, which transmits light of the same colour, 
but, under different circumstances, reflects it with yellowish green colour. 

VOL. X. 2D 
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— 2. The aqueous solution of the potash-salt forms a carmine-coloured 
precipitate with baryta-water, and an immediate cherry-red precipitate 
with chloride of barium. The salt is insoluble in water, alcohol, and 
ether; it is not altered by immersion in water, but in baryta-water it 
turns yellow, with formation of croconate of baryta. (Heller.) The 
aqueous acid likewise precipitates hydrochlorate and acetate of baryta; 
the latter is the best test for rhodizonic acid, and forms with dilute 
solutions a rose-coloured, with concentrated solutions a deep purple-red 
precipitate. (Heller.) — The salt, after, drying, is yellowish red, with 
greenish iridescence. Dilute sulphuric acid decomposes it only in the 
recently precipitated state. When finely divided and suspended in 
water, it is coloured carmine-red by a few drops of hydrochloric acid, 
and exhibits after washing the characters of the unaltered salt; the 
yellow liquid filtered therefrom contains hydrochlorate of baryta, as well 
as rhodizonate (precipitable by a small quantity of potash). Rhodizo- 
nate of baryta suspended in water is coloured light-red by a small 
quantity of nitric acid, yellowish-red by phosphoric acid. When the 
salt suspended in water is heated with phosphoric, hydrochloric, or nitric 
acid, the liquid acqnires a yellow colour from formation of croconic acid, 
but is decolorised by boiling, in consequence of the further decomposition 
of the croconic acid. Rhodizonate of baryta likewise dissolves sparingly 
in strong acetic acid, but is insoluble in water. (Werner.) 


Rhodizonate of Strontia. — The alcoholic acid forms, with chloride of 
strontium, a splendid violet-carmine-red precipitate, and the potash-salt 
a cherry-red precipitate, with yellowish green metallic lustre, sparingly 
soluble in water, insoluble in alcohol. (Heller.) The aqueous acid like- 
wise precipitates chloride of strontium. (Werner.) 


Rhodizonate of Lime. —The alcoholic acid forms with lime-water a 
garnet-brown, and with acetate of lime a light blood-red precipitate; the 
aqueous potash-salt forms with lime-water a deep carmiue-red, and with 
acetate of lime a dark red precipitate, but does not precipitate chloride 
of calcium. The precipitate turns yellow under lime-water; it dissolves 
in water, but not in alcohol. (Heller.) 


Rhodizonate of Magnesia. — Obtained by precipitating acetate of 
magnesia with the alcoholic solution of the acid. Has a fine garnet-red 
colour; dissolves easily in water and alcohol. (Heller.) 


Ceric Rhodizonate. — By dissolving ceric oxide in the alcoholic acid, 
and evaporating, a purple-red amorphous mass is obtained, easily soluble 
in water and alcohol. (Heller.) 


Rhodizonate of Glucina. — By evaporating the alcoholic acid with 
acetate of glucina, a garnet-red powder is obtained, which dissolves very 
readily in water and alcohol, (Heller.) 


Rhodizonate of Alumina.— Prepared in a similar manner. Red-brown 
powder which dissolves very readily in water and alcohol. (Heller.) 


Rhodizonate of Zirconia. — Obtained by dissolving zirconia in the 
alcoholic acid, and evaporating. The residue has a deep garnet-brown 
colour, and dissolves easily in water and alcohol. (Heller.) 


Rhodizonate of Titanium. — The alcoholic acid colours the oxide red, 
dissolves it, and then leayes a red salt when evaporated. (Heller.) 
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The alcoholic acid forms, with molybdate of ammonia, a yellow 
precipitate not yet further examined. (Heller.) 


Urane Rhodizonate. — The alcoholic acid precipitates from uranic 
nitrate, a light blood-red powder easily soluble in water and alcohol. [1] 


(Heller.) 


Rhodizonate of Manganese. — The alcoholic acid forms, with acetate 
of manganese, a dark red precipitate which increases on boiling, and 
dissolves with yellow colour in water and alcohol. (Heller.) 


Rhodizonate of Tellurium.-—The solution of telluric oxide in the 
alcoholic acid leaves a red salt when evaporated. 


Rhodizonate of Bismuth. — The potash-salt dissolved in a small quan- 
tity of water forms, with nitrate of bismuth, a pale-red precipitate which 
quickly loses colour; the alcoholic acid forms a yellow precipitate which 
contains croconic acid, and, if left in the liquid, gradually turns white. 


(Heller.) 


Rhodizonate of Zinc. — The alcoholic acid colours zinc-oxide red, and 
then dissolves it with yellow colour; with acetate of zinc, it forms a dark 
red precipitate, soluble in water and alcohol. (Heller.) 


Stannous Rhodizonate. — The potash-salt forms, with protochloride of 
tin, a carmine-red precipitate which afterwards becomes darker; it dis- 
solves sparingly in water and is insoluble in alcohol. — The Stannve salt 
is darker, (Heller.) 


Rhodizonate of Lead. — The alcoholic acid forms a deep red-brown 
precipitate with acetate and nitrate of lead. The dark carmine-red pre- 
cipitate obtained on adding the potash-salt to an acidulated solution of 
acetate of lead, assumes, when left for some time in the lquid, a red- 
brown, and afterwards a black-brown colour; it does not dissolve in 
water or alcohol. (Heller.) The aqueous acid forms, with acetate of 
lead, a deep violet precipitate which has a splendid metallic lustre; it is 
easily decomposed by sulphuric acid while moist, and by sulphuretted 
hydrogen, even after drying. (Werner.) ‘The precipitate formed by 
the potash-salt with excess of neutral acetate of lead, is dark red, and 
leaves, when ignited in an open dish, a mixture of lead-oxide and metallic 
lead. (Thaulow, Ann. Pharm. 27, 1.) 


Heller 
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Rhodizonate of Iron.—The alcoholic acid forms, with ferrous sul- 
phate, a red-brown precipitate soluble in water and alcohol, and with 
ferric salts, a brown precipitate, likewise soluble in water, and therefore 
imparting a brown colour to the liquid. (Heller.) ee 
D 
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Rhodizonate of Cobalt. — The alcoholic acid added to nitrate of cobalt, 
precipitates a small portion of the salt, forming a carmine-red precipitate 
soluble in water, while the greater portion remains dissolved with red 
colour in the alcoholic liquid. (Heller.) 


Rhodizonate of Nickel. — Brown, soluble in water and alcohol. 
(Heller.) 


Cupric Rhodizonate. — The alcoholic acid forms, with cupric salts, a 
red-brown precipitate soluble in water; from concentrated aqueous solu- 
tions, the potash-salt throws down the same precipitate. (Heller.) 


Mercurous Rhodizonate. — The alcoholic acid forms, with mercurous 
nitrate, a scarlet precipitate which soon becomes darker in colour; and 
the potash-salt forms, with mercurous nitrate or acetate, a dark carmine- 
red precipitate, which, when immersed in the liquid, soon turns brown, 
and ultimately yellow. The precipitate is insoluble in water and alcohol. 


(Heller.) 


Mercurie Rhodizonate. — The red-brown precipitate which the potash- 
salt forms with mercuric salts is insoluble in water, and soon turns yellow 
when immersed in the liquid. (Heller.) 


Rhodizonate of Silver. — Nitrate of silver forms, with the alcoholic 
acid, a brownish red precipitate which quickly blackens, and after 
drying, exhibits the metallic lustre; and with the potash-salt, a deep 
carmine-red precipitate which dissolves but very sparingly in water, and 
soon assumes a brown colour, changing to black on exposure to the air. 
(Heller.) The aqueous acid likewise precipitates a solution of nitrate of 
silver. (Werner.) 

The alcoholic acid does not precipitate Bichloride of Platinum. 
(Heller.) 

Rhodizonic acid dissolves readily and without colouring in alcohol and 
ether. (Heller.) The concentrated alcoholic solution is red, the dilute 
yellow. (Werner.) 


ce. Nitrochlorine-nucleus C’XClH* 
St. Evre’s Acid. 
CPeNCIH 0 = CPX G1lH4AO4F 
St. Evre. (1849.) V. Ann. Chim. Phys. 25, 493; also J. pr. Chem. 46, 456. 


The solution of chloroniceic acid in fuming nitric acid, deposits on 
cooling, crystals of nitrochloroniceic acid; and the mother-liquid decanted 
therefrom, yields, on evaporation, long white needles of a peculiar acid, 
containing : 
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d. Amidogen-nucleus, CAdH%O?? 


Pyromucamide, 
CN H°O*= C” Ad H30?,0*. 


Matacutt. (1846.) Compt. rend. 22, 856. 


[Malaguti has not described the formation and preparation of this compound; but 
it is probably obtained by the dry distillation of monomucate of ammonia = C?NH30!}6,] 


Properties. Right-angled, four-sided prisms, which melt between 130° 
and 132°, and have a very slightly sweet taste. 


Decompositions. Heated a little above its boiling point, it acquires a 
green colour, changing as the temperature rises, to blue, and afterwards 
to violet, and then yields a brown distillate, which after being decolorised 
by animal charcoal, again exhibits the characters of pyromucamide. 


Combinations. Dissolves in water, alcohol, and ether. (Malaguti.) 


e. Amidogen-nucleus. C’Ad?H?0?, 


Bipyromucamide. 
CANO. CA ai702t 


MALaGuTi. (1846.) Compt. rend, 22, 856. 
Pyromucamide biamidée. 


Formation and Preparation. By the dry distillation of dimucate of 
ammonia or of mucamide: 


2NH?,C2HO! = C!lON2H'O2 + 2CO? + 10HO 
and 
CYN?HZOP = CON?H8O2 + 2CO? + 6HO. 


The sublimate is repeatedly crystallised from water to free it from 
adhering pyromucic acid, which remains in the mother-liquor. 


Properties. Six- and eight-sided laminew, which melt and become 
coloured at 175°, and have a very sweet taste. 


Decompositions. 1. Heated above the melting point, it decomposes; 
and at 250° enters into a kind of ebullition, giving off carbonate of 
ammonia, besides other products. — 2. With potash-ley, it gives off 
ammonia only at the boiling heat. 


Combinations. It dissolves sparingly in cold water, more readily in 
alcohol and ether, 


406 FURFENE: NITROGEN-NUCLEUS CUNHS, 


Ff Nitrogen-nucleus. CNH. 
q. Pyridine) conn, 


Anverson. Hd. Phil. Trans. 20, ii. 247; Phil. Mag. [4], 2, 257; 
Ann. Pharm. 80, 55; Juhresber. 1851, 478. 


Formation. By the destructive distillation of azotised organic sub- 
stances; being found: (a) in bone-oil (Anderson); (6) among the products 
obtained by the dry distillation of the bituminous shale of Dorsetshire 
(C. G. Williams, Phil. Mag. [4] 8, 24); (c) among the volatile bases 
obtained by the destructive distillation of cinchonine. (C. G. Williams, 
Miia TOs. 21ot eo. oD, } 


Preparation. 'The more volatile oily portion of rectified bone-oil is 
set aside for some days with dilute sulphuric acid, and frequently shaken 
up; and the strongly acid liquid separated from the oil, is kept for a long 
time in a state of ebullition in a still, whereupon a series of bases 
resembling Runge’s pyrrol, and called pyrrol-bases, pass over. The acid 
liquid separated from these bases and cooled, is then distilled with excess 
of slaked lime, and the oily bases which pass over separated from the 
aqueous solution by means of solid hydrate of potash, (comp. p. 160) and 
then subjected to fractional distillation. The fraction obtained between 
65° and 100° contains propylamine and butylamine, and perhaps also 
ethylamine, amylamine, and caproamine. The portion which boils above 
115° contains another series of bases, which may be approximately sepa- 
rated by repeated fractional distillation, the receiver being changed at 
every 55°. The portion which distils over at about 115° consists chiefly 


of pyridine. (Anderson.) 


Properties. Transparent, colourless liquid, which does not become 
coloured by exposure to the air. It dissolves in all proportions in water, 
and readily in oils, both fixed and volatile. Acids dissolve it with 
great rise of temperature, and form easily soluble salts. (Anderson.) 


Calculation. 
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Homologous with picoline (C"NH’) and belonging to a series of bases called by 
Anderson Picoline-bases, whose general formula is C-NH™®. 


Platinum-salt. — On mixing the solution of the hydrochlorate with 
bichloride of platinum, the double salt separates in flattened prisms, 
which are easily soluble in boiling water, less soluble in alcohol, and 
quite insoluble m ether. They are decomposed by boiling with water, 
with separation of a yellow salt. (vid. mf.) (Auderson.) 
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Anderson. Williams. 
a. b. C. d. 
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The salt a analysed by Anderson was in the recently precipitated state; 0 had been 
boiled with water till a tolerably large portion remained undissolved. — Williams’s salt 
ec was obtained by saturating with hydrochloric acid the portion of the volatile bases 
from shale-naphtha which boiled below 98°; adding bichloride of platinum; diluting the 
liquid till the precipitate disappeared ; and then evaporating over oil of vitriol, to avoid 
the decomposition which always takes place when the solutions of these platinum-salts 
are heated. The first and second crops of crystals thus obtained consisted of the 
platinum-salt of lutidine (C4NH?®); the third and fourth of the platinum-salt of picoline 
(CYNH’) ; and the fifth and last of the platinum-salt of pyridine. The crystals, before 
ignition, were pulverised and washed with alcohol and ether to remove a resinous 
impurity. — d was obtained in a similar manner from the mixture of volatile bases 
produced by distilling cinchonine with caustic potash. 

He 


PLATINOPYRIDINE. C°NH?Pt = C°N st — When chloroplati- 


nate of pyridine, carefully freed from excess of bichloride of platinum, is 
dissolved in hot water, and the solution boiled for several days, it depo- 
sits a sulphur-yellow crystalline powder, which is the bihydrochlorate of 
platinopyridine : 
CUNH®,HC1,PtC? = CYNH3Pt,2HCl + HCl. 

After five or six days’ boiling, the whole of the chloroplatinate is trans- 
formed into this new compound; but if the yellow powder be separated 
before the decomposition is complete, the mother-liquor deposits on 
cooling another compound, consisting of golden-yellow lamin, resembling 
iodide of lead. (vd. inf.) 

The hydrochlorate of platinopyridine is insoluble in water and in 
acids. It is decomposed by potash, with separation of pyridine. Plati- 
nopyridine cannot, therefore, be obtained in the free state by treating 
the hydrochlorate with alkalis; but on mixing the solution of that salt 
with silver-salts, chloride of silver is precipitated, and salts of platino- 
pyridine are obtained. It is very difficult to prepare these salts in a 
definite state. The chromate is however obtained by adding bichromate 
of potash to sulphate of platinopyridine, in the form of an orange-red 
precipitate, containing C’?N H®Pt,HO,Cr0°. 

The yellow scales obtained by stopping the ebullition of the solution 
of chloroplatinate of pyridine, before the decomposition is complete, 
consist of a compound of chloroplatinate of pyridine with hydrochlorate 
of platinopyridine: C“NH?’,HC1,PtCl? + CYNH*Pt,2HCl. (Anderson, 
NV. Ann. Chim. Phys. 44, 366.) 

4 

PLATOSOPYRIDINE. ON i — When chloroplatinate of pyri- 
dine is boiled with excess of pyridine, the liquid becomes strongly 
coloured; and on evaporating to a syrup and digesting in water, a dark- 
coloured solution is obtained, together with a residue very sparingly 
soluble in water. This residue treated with boiling alcohol yields a solu- 
tion, which, on cooling, deposits small needles of hydrochlorate of 
platosopyridine, C’°NH*Pt,HCl. (Anderson.) 


* pt. = 4 Pt. = 49°5. 
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. Ethylopyridine. 


CuNH? = cuyS Ht 
NH? = C N{ gins} 

Formed by the action of iodide of ethyl on pyridine. On gently 
heating the mixture of the two liquids an action ensues, attended with 
considerable rise of temperature, and hydriodate of ethylopyridine rises 
to the surface in the form of an oily layer, which crystallises on cooling. 
By decomposing this salt dissolved in water with moist oxide of silver, 
the base C'%NH®°O, is obtained, in the form of a colourless, strongly 
alkaline, aqueous solution, which has a caustic taste, absorbs carbonic 
acid from the air, and exhibits, for the most part with metallic salts, 
the same reactions as potash or soda. 


Flydriodate of Ethylopyridine, crystallises in tables having a silvery 
lustre, easily soluble in water, and somewhat deliquescent; they like- 
wise dissolve readily in alcohol and ether. 
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Chloro-aurate. C'™NH*CLAuCl. Yellow tables, sparingly soluble 
-in cold water, and decomposed by boiling with water. 


Chloroplatinate. Obtained by decomposing the hydriodate with 
nitrate of silver; precipitating the excess of silver with hydrochloric 
acid; and mixing the filtrate with a concentrated solution of bichloride of 
platinum. Garnet-red rhombic tables, sparingly soluble in cold water, 
insoluble in a mixture of alcohol and ether. (Anderson.) 
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Stenhouse’s Alkaloid. 
CN H'=O0N HSH"? 


StenpHouse. Ann. Pharm. 70, 200. 


Kidney beans are subjected to dry distillation in an iron cylinder, at 
the lowest possible heat; the distillate supersaturated with hydrochloric 
acid; the watery liquid decanted from the tar, which is then exhausted 
several times with water containing hydrochloric acid; the hydrochloric 
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acid liquids boiled for several hours to volatilise or resinise the wood- 
spirit, acetone and neutral, and acid empyreumatic oil; and the 
liquid filtered through charcoal powder, supersaturated in a large distil- 
ling apparatus with lime or carbonate of soda, and distilled. <A jirst 
watery distillate then passes over, with oily alkaloids floating upon it, 
which increase but then diminish again, so that at last nothing passes 
over but an aqueous solution of thexe oils, which must be collected apart 
as a second distillate. — The oil is removed from the jst distillate, and 
dissolved in hydrochloric acid; the hydrochloric acid solution separated 
from the neutral oil by means of a wet filter; the filtrate distilled in a 
large retort with excess of carbonate of soda; and the oily alkaloid 
which passes over separated with the pipette from the ammoniacal liquid. 
The second distillate, after neutralisation with hydrochloric acid, is then 
concentrated at a gentle heat, (at a boiling temperature a large quantity 
of the alkaloid would be resinised,) distilled with carbonate of soda, 
and the oily alkaloid which is removed from the distillate, rectified 
several times with water, a small quantity of resin then remaining 
behind. The united oily alkaloids from the jist and second distillates 
are repeatedly shaken up with strong potash-solution to remove the 
ammonia, being each time separated from the ammoniacal potash-ley, till 
all the ammonia is expelled, which is not effected without loss; they are 
then freed from water, which amounts to half their bulk, by repeated 
agitation and several days’ standing with hydrate of potash, till that 
substance no longer becomes moist; the clear oil poured off and carefully 
rectified; and the last third, which passes over no longer colourless but 
yellowish, collected apart, repeatedly rectified, till it also becomes colour- 
less, then added to the first two-thirds, and slowly rectified in a retort 
provided with a thermometer. The boiling begins at 108°; a small 
quantity passes over between 108° and 130°; a large quantity between 
150° and 165°; and the last between 165° and 220°. The distillates 
thus obtained are further separated, according to their different degrees 
of volatility, by repeated fractional distillation. 

All these oily alkaloids agree with each other in the following 
respects: They are transparent and colourless, with strong refracting 
power; lighter than water; have a pungent, slightly aromatic odour and 
a burning taste; redden turmeric, and turn reddened litmus blue; and 
produce fumes with hydrochloric acid. In closed vessels they do not 
alter in the dark, but on exposure to light they become yellow and less 
volatile. When boiled, they turn brown, and are resolved into a colour- 
less distillate and a dark-brown resinous residue. When passed through 
a red-hot tube filled with charcoal, they are converted into ammonia. 
They are also decomposed, with evoluticn of ammonia, by boiling with 
potash-ley, or by the continued boiling of their aqueous solutions. By 
nitric acid they are converted into resins of a deep yellow colour, not 
into picric acid, and by aqueous chloride of lime into brown resins 
without exhibiting the reaction of aniline. They dissolve in water with 
tolerable facility, the more volatile more readily than the less. They 
neutralise acids, and their salts are mostly crystallisable; but those of 
the more fixed alkalis are contaminated with a brown resin and crys- 
tallise less readily. ‘They precipitate the salts of iron and copper, but 
the copper-precipitate dissolves with blue colour in excess of the alkalis. 
With mercury, gold, and platinum, they form double salts, which are 
about as soluble as the corresponding double salts of ammonia. 

The alkaloid which boils between 150° and 155° forms crystallisable 


% 
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salts with sulphuric, nitric, and hydrochloric acid. The hydrochiorate 
forms easily soluble, transparent prisms. The gold double salt dissolves 
readily in water, and separates in light yellow needles on cooling. The 
platinum double salt forms four-sided prisms of a deep yellow colour, 
which dissolve in water with tolerable facility; they contain 34°66 p. c. 
platinum. (Stenhouse.) 
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[May not these several volatile oils be merely the same alkaloid in different degrees 
of purity ?] 


The same or similar alkaloids are obtained by dry distillation, at the 
gentlest possible heat, of bones, wheat, linseed-oil cake, coal, peat, and 
the entire plant of Pteris aquilina, whereas wood yields only a trace. 
(Stenhouse. ) 

Kidney-beans or linseed-oil cake distilled with strong soda-ley, like- 
wise evolve, together with ammonia, a tolerably large quantity of a 
similar alkaloid, which may be obtained by rectifying the distillate, 
neutralising with hydrochloric acid, filtering from the neutral oil, &c.; 
ox-liver similarly treated yields but a small quantity. (Stenhouse.) 

Similar alkaloids are likewise obtained by digesting kidney-beans 
with a mixture of 1 pt. oil of vitriol and 3 to 4 pts. water, the process 
being stopped before sulphurous acid begins to escape. (Stenhouse.) 

In the dry distillation of Semen Lycopodw, an oily alkaloid of peculiar 
and very pungent odour passes over first, then an alkaloid resembling that 
obtained from kidney-beans. If, on the other hand, the lycopodium be 
first boiled to dryness with strong soda-ley and then distilled, only the 
former alkaloid is obtained, together with a large quantity of ammonia. 

Lastly, similar alkaloids may be formed by the putrefaction of 
azotised compounds. Horse-flesh which had been repeatedly boiled with 
water for a different purpose, on being left to putrefy, and then exhausted 
with water containing hydrochloric acid, yielded a hydrochlorate of an 
alkaloid and sal-ammoniac. By concentrating the liquid, distilling with 
carbonate of ammonia, and repeatedly rectifying the distillate over 
hydrate of soda, a light, colourless, oily mixture of alkaloids was 
obtained, having a rather agreeable aromatic odour, easily soluble in 
water, and capable of neutralising acids; the quantity was however much 
less than that which had been obtained by dry distillation of the flesh. 
(Stenhouse, Ann. Pharm. 72, 86.) 
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LIKENE-SERIKS. 


Primary Nucleus. CH§, 


The illuminating gas obtained on the large scale by dry distillation 
of resin and a small quantity of fixed oil, deposits under strong pressure 
a brown oily mixture having the odour of phosphuretted hydrogen. 
This oily mixture when distilled, leaves a sooty matter, bituminous tar, 
and a small quantity of naphthalin, and yields a nearly colourless distil- 
late, which, when dehydrated over chloride of calcium and repeatedly 
subjected to fractional distillation, is resolved into six oils of various 
degrees of volatility (boiling from 28° to 140°.) (Couerbe.) After the 
most volatile, which boils at 28° [and is perhaps amylene], follows the 
oil, probably belonging to this place, and called by Couerbe, Pentacarbure 
quadrihydrique. 

It is colourless, of sp. gr. 0°709 at 14°, boils at 50° [calculation, 
according to Gerhardt’s law (vii. 57), gives 45°], and its vapour- 
density is 2°354. (Couerbe, Ann. Chim. Phys. 69, 184; J. pr. Chem. 
18, 165.) 


Couerbe. Vol. Density. 
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Guajacene. 


C°H8O?— CH? G2, 


Devitin. (1843.) Compt. rend. 17, 1148; 19, 184. 
C. Voucken. Ann. Pharm. 89, 345. 


Guajol. (Volckel.) 


The oily mixture of guajacene, pyroguajacic acid, nacreous lamina, 
and certain other empyreumatic products, obtained by dry distillation of 
guajac resin, yields, when it is rectified, and only the most volatile 
portion collected, guajacene, which appears to be formed, with elimi- 
nation of 2 At. carbonic acid, by decomposition of the guajacie acid 
contained in the resin. (Deville.) 

Colourless oil (Deville); yellow, even after repeated distillation. 
(Volckel.) Sp. gr. 0°874 (Deville); 0°871 at 15°. (Volckel.) Boils at 
118° (Deville); from 115° to 120° (Volckel); giving off a vapour whose 
density is 2°92. (Deville.) Smells like bitter almond oil (Deville), 
somewhat also like the yellow oils which pass over in the distillation of 
sugar between 80° and 120°. Its taste is very strong, pungent, and 
burning. 
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Calculation, acc. to Deville. Cale. acc. to Vélckel. Volckel. 
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[If the formula C!°H8O? be correct, guajacene may be regarded as the aldide of 
angelic acid (Gerhardt, Compt. rend. 26, 226.) — Volckel’s formula, which agrees 
better with the analysis, should perhaps be doubled to make the number of carbon-atoms 


even. | 


The oil, when exposed to the air, is converted by oxidation into 
beautiful crystalline laminew. (Deville.) [Of angelic acid ?] — . Each 
time that it is distilled, a small quantity of a yellowish brown substance 
is formed. — Nitric acid dissolves it with violent action, and water added 
to the solution throws down a yellow resinous body. Strong sulphurie 
acid also dissolves it, forming a solution from which water precipitates 
a small quantity of resinous matter. The oil absorbs a small quantity of 
hydrochloric acid gas, and acquires thereby a darker colour. It absorbs 
chlorine, with formation of a heavy yellow oil. When shaken up with 
potash, it is at first decolorised, but quickly passes through successive 
shades of blue, red, and brown, and is ultimately converted into a 
resinous body of yellow, brownish yellow, yellowish brown, or red-brown 
colour, according to the strength of the potash-ley. The red-brown 
substance dissolves in water, forming a solution of the same colour from 
which it is reprecipitated by water. It also dissolves in alcohol. (Vélckel.) 

Guajacene is but sparingly soluble in water, but dissolves in all pro- 
portions in alcohol and ether. (Vélckel.) 


Essential Oil of Roman Camomile (Anthemis nobilis). — This oil is a 
mixture of the aldide of angelic acid C™H*O? [or hydride of angelyl 
C°H702,H] with a hydrocarbon, C”H”, isomeric with oil of turpentine, 
and a small quantity of angelic acid. Jt is greenish, slightly acid, and 
has a pleasant odour. It begins to boil at about 160°; but the boiling 
point gradually rises to 180° and even to 190°, at which temperature 
two-thirds of the oil pass over. Towards the end of the distillation, the 
boiling point rises to 21L0~ bub tunis rise 1s due merely to the presence of 
a resinous impurity and of a less volatile oil; for the first and last por- 
tions of the distillate exhibit the same reactions and very nearly the 
same boiling point. Three portions of the oil collected between 200° 


and 210°, gave by analysis : 
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The oil is not acted upon by aqueous potash; but when gently 
heated with pulverised hydrate of potash, it is entirely converted, without 
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evolution of gas, into a gelatinous mass from which water separates the 
oil in its original state. On continuing the beat, however, a sudden rise 
of temperature takes place, and hydrogen is evolved; and if the external 
heat be then removed, the action goes on spontaneously to the end; the 
hydrocarbon contained in the oil volatilises, and angelate of potash 
remains behind : 

CUHEO4! 4+.,H0, KO, =, CMH KO* i+) 2H: 


If the heating be still further continued, hydrogen is more abundantly 


evolved, and the angelate of potash is converted into acetate and propio- 
nate of potash : 


C!0H8O4 + 4HO = C1H404 + CSH®O* + 2H. 


(Gerhardt, V. Ann. Chim. Phys. 24,96; also Traité de Chimie organique, 
2, 445; Chiozza, V. Ann. Chim. Phys. 39, 435.) 

Oil of camomile does not form any crystalline compound with alkaline 
bisulphites. (Bertagnini.) 4. 


Angelic Acid. 
C9 H&8O4 = OPHe.O.. 


L. A. Bucuner. (1843.) Repert. 76, 161; abstr. Ann. Pharm. 42, 226. 

H. Meyer & D. ZENNER. Ann. Pharm. 55, 307. 

Reinscw. Jahrb. pr. Pharm. 7, 79;—& Hopf. 11, 217;— & Recker, 
16, 12. 


Angelicic acid, Sumbulolsaure, Angeliksdure, Acide angélique. 


Sources and Formation. In the root of Angelica Archangelica 
(Buchner), and more abundantly, as it appears, in the Sumbul or Moschus- 
root, which likewise appears to belong to an umbelliferous plant. 
(Reinsch.) The less volatile portion of the essential oil of Anthemis 
nobilis is converted by boiling with alcoholic potash into angelate and 
valerate of potash. (Gerhardt, V. Ann. Chim. Phys, 24, 96.) — {. The 
supposed valerianic acid obtained by decomposing this potash-salt with sulphuric acid, 
was probably nothing but angelic acid, rendered uncrystallisable by the presence of 
certain products of its decomposition, viz., acetic and propionic acid; in fact, the 
angelates and the valerates exhibit nearly the same composition per cent. (Gerhardt, 
Traité de Chimie organique, 2, 450.) The oil is also converted into angelate 
of potash when gently heated with pulverised hydrate of potash. 
(Chiozza, vid. swp.) —2. Peucedanin treated with alcoholic potash, is con- 
verted into angelic acid and oreosilin (Wagner J. pr. Chem. 62, 275): 


C#HPO® + KO,HO = CMH7KO* + C#H504 q. 


mee! ee OS eee 
Peucedanin Angelate of | Oreoselin 
potash 


Preparation. a. From Angelica-root. 1. The root is exhausted with 
alcohol; the filtrate evaporated to a small bulk; the residual angelica- 
balsam freed from the subjacent layer of extract, which has the consistence 
of honey; then washed with water, and digested with aqueous potash; the 
filtrate evaporated; the mass redissolved in water; the liquid filtered to 
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separate a waxy substance; the filtrate then set aside as long as needles 
of angelicin continue to separate from it; the liquid separated therefrom 
and containing angelate of potash, distilled with dilute sulphuric acid; and 
the distillate, consisting partly of aqueous acid, partly of oily drops of the 
pure acid saturated with potash, evaporated and distilled with strong 
phosphoric acid: pure angelic acid then passes over in the form of an oil. 
(Buchner.) The liquid obtained by boiling the balsam with dilute potash 
may also be supersaturated when cold with dilute sulphuric acid, decanted 
from the precipitated resin, and distilled; and the distillate, which smells 
of valerianic acid, redistilled; the turbid distillate then deposits crystals 
of angelic acid, surmounted by an oily layer of valerianic acid. (Meyer & 
Zenner.) — 2. Fifty pounds of the dry root are boiled with 4 pounds of 
lime and with water; the liquid strained by pressure through linen; the 
brown solution evaporated, and distilled in a copper still with excess of 
dilute sulphuric acid; the turbid and acid distillate, which is covered with 
a neutral oil, and smells like fennel, supersaturated with potash and 
evaporated, whereby the fennel odour, which proceeds from neutral oil, is 
destroyed; the brown residue again distilled with sulphuric acid in the 
copper still, with a condensing tube not kept too cold; the residue 
repeatedly mixed with small quantities of water and redistilled; and the 
turbid distillate, containing a large quantity of oily drops, set aside for 
several days in the cold, as long as angelic acid continues to separate from 
it in needles and prisms, while valerianic and acetic acid remain dissolved 
in the water. The crystals are then washed with a small quantity of 
water, and repeatedly crystallised to free them from the still adhering 
valerianic acid, which remains in the mother-liquor, together with a small 
quantity of angelic acid. 100 pts. of the root thus treated, yield from 
0:25 to 0°38 pt. of pure angelic acid. (Meyer & Zenner.) 


b. From Sumbul-root. —Sumbul-balsam obtained by exhausting the 
root with alcohol and evaporating the filtrate, is boiled with concen- 
trated potash, whereupon a volatile oil evaporates; the brown-red 
alkaline filtrate mixed with sulphuric acid, which separates a dark brown 
oil; and this oil distilled with water, which is added at intervals as the 
distillation goes on, as long as it passes. over turbid, and mixed with 
drops of oil. (Sumbulamic acid remains in the retort). The oily-watery 
distillate set aside in the cold, deposits angelic acid (amounting to 3°5 per 
cent. of the root) in transparent colourless needles, while a small quantity 
of valerianic acid remains in solution. The crystallised acid is purified 
by twice saturating it with carbonate of soda, and distilling with sul- 
phuric acid, then by distilling it per se, and finally, by keeping it for a 
long time ina state of ebullition. (Reinsch.) If the acid has not been 
completely freed by sufficient distillation from the sumbulamic acid like- 
wise occurring in the sumbul-root, the alcoholic solution acquires a fine 
blue colour when mixed with sulphuric acid; whereas, if sumbulamic is 
not present, the solution remains colourless. (Reinsch.)—c. By heating 
the essential oil of Anthemis nobilis with hydrate of potash. (Gerhardt, 
Chiozza, p. 418.) 


Properties. Large, long, transparent, colourless prisms and needles. 
(Meyer & Zenner, Reinsch). Melts at 45° (Meyer & Zenner), between 
43° and 45° (Reinsch), to a transparent oil which floats on water, and at a 
few degrees above 0°, solidifies in a radiated mass of needles. (Buchner.) 
Boils at 190° (191° according to Reinsch), and may be distilled without 
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decomposition. (Meyer & Zenner.) Hasa peculiar aromatic odour (Meyer 
& Zenner); a pungent odour like that of valerianic and glacial acetic acid. 
(Reinsch, Buchner.) Tastes very sour and at the same time burning and 
aromatic (Buchner, Reinsch), and when placed on the tongue, produces a 
white spot which soon disappears. (Reinsch.) Reddens litmus. 


Meyer&  Reinsch & 
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a is the acid from angelica-root; J that from sumbul-root; ¢ that obtained by 
fusing the oil of Roman camomile with hydrate of potash. 


Decompositions. 1. The acid burns, when set on fire, with a bright 
and somewhat smoky flame. — 2. The potash-salt fused with excess of 
potash is resolved into acetate and propionate of potash, with evolution 
of hydrogen (Chiozza, p. 413). 


Combinations. Angelie acid dissolves sparingly in cold, abundantly 
in hot water, whence it separates in needles on cooling. (Meyer & 
Zennet.) 

Angelic acid decomposes the alkaline carbonates. The Angelates give 
off part of their acid when their aqueous solutions are evaporated. 


(Meyer & Zenner.) 


Angelate of Ammonia. — Soluble in water and alcohol (Meyer); the 
solution smells like saffron. (Reinsch.) 


Angelate of Potash. — Soluble in water and alcohol. (Reinsch.) 


Angelate of Soda.—Soluble in water and alcohol. (Meyer.) The 
concentrated solution mixed with alcohol yields deliquescent crystals. 
(Reinsch.) 


Angelate of Lime.—Shining lamine, which dissolve very easily in 
water, and give off 12:1 p. c. water at 100°. (Meyer & Zenner.) 


Crystals. Meyer & Zenner. 
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Angelate of Lead. — Alkaline angelates form, with lead-salts, a white 
precipitate soluble in a large quantity of water. (Buchner.) The pre- 
cipitate likewise dissolves on heating the mixture, and then separates in 
nodules on cooling. (Reinsch.) The solution of lead-oxide in excess of 
the aqueous acid, yields, when evaporated by heat, beautiful crystals of 
the neutral salt. The salt is very much inclined to give up a portion 
of its acid, and pass into the condition of a basic salt, which crystallises 
in lamine. The neutral salt cakes together when heated, and gradually 
melts into a semi-transparent mass, while part of the acid volatilises. 
(Meyer & Zenner.) 
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Neutral crystals dried cold in vacuo. Meyer & Zenner. 
BO. becssbessitenieteag lanai: LL Deeg hitcg Gh OF Li pecs bee 54°95 
LE Cer eae: Pere ee: 60 29°55 29°37 
CED eee derecat erie 7 5 be © eee tii, 3°66 
TSW eel LM) eietie ce con ctinse. 24 je Se an ce 12°02 
CRO) coe teas oceans: ZOD: -su5-oh 00" D0 sees Sees 100-00 


The alkaline angelates form, with Ferric salts, a flesh-coloured pre- 
cipitate insoluble in water (Buchner, Meyer), a yellowish brown pre- 
cipitate (Reinsch); with Cupric salts, a bluish white precipitate, soluble 
in a large quantity of water (Buchner); and with Mercurous nitrate, a 
white precipitate, which soon turns grey (Buchner), and redissolves. 
(Reinsch.) They do not precipitate corrosive sublimate. 


Angelate of Silver.— Alkaline angelates precipitate from silver-solu- 
tion, a white salt (crystalline according to Reinsch), which dissolves in a 
large quantity of water, forming a solution whence silver is deposited, 
after a while, in the form of a black powder. {Buchner.) The somewhat 
acid solution of silver-oxide in the boiling aqueous acid, yields by evapo- 
ration at the gentlest possible heat, small crystals of the neutral salt, 
having usually a greyish white colour, and soluble in water and alcohol— 
or sometimes, if the acid volatilises during the evaporation, laminew of a 
basic salt. (Meyer & Zenner.) 


Neutral crystals, dried cold in vacuo. Meyer & Zenner. 
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Angelic acid dissolves very readily in alcohol and ether. (Meyer & 
Zenner, Reinsch.) 

It dissolyes easily in ov of turpentine and in fixed oils. (Meyer & 
Zenner.) . 


‘ f l0OF702 
§. Anhydrous Angelic Acid. (©*°H’0® or ae 


Cutozza. WN. Ann. Chim. Phys. 89, 210; Compt. rend. 36, 630; Ann. 
Pharm. 86, 260. 


Obtained by the action of oxychloride of phosphorus on angelate of 
potash. The viscid oil thus produced yields, when treated with dilute 
carbonate of soda and then with ether, an ethereal solution, which, when 
evaporated, leaves the anhydrous acid. 

Perfectly neutral, limpid oil, heavier than water; does not crystallise 
even in a mixture of ice and salt; has a peculiar odour differing alto- 
gether from that of the hydrated acid. It is but very slowly rendered 
acid by the action of water; but strong alkaline solutions dissolve it 
readily with the aid of heat. 


Chiozza. 
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When distilled, it begins to boil at 240°; but the temperature soon 
rises to 250°, where it remains neatly stationary. Towards the end of 
the distillation, the liquid emits a penetrating odour, like that of citraconic 
acid; becomes continually darker in colour; and ultimately leaves a 
carbonaceous residue. The distillate contains hydrated angelic acid, 
part of which condenses in needles in the neck of the retort; also a 
neutral oil, having an odour like that of peppermint. The anhydrous 
acid, heated with a small piece of hydrate of potash, becomes strongly 
acid, and gives off vapours of the hydrated acid.— Aqueous ammonia 
first converts it into a buttery mass, and then dissolves it. — In contact 
with aniline, it becomes strongly heated, and, after a while, deposits 
crystals of angelanilide. (Chiozza.) 


Conjugated Compound. 
Angelic Ether. 


When angelate of soda is distilled with a mixture of 1 pt. of oil of 
vitriol and 2 pts. of 94 per cent. alcohol, angelic ether passes over in 
oily strize, which may be separated by water and common salt. 

It is colourless, smells lke sour apples, and when inhaled excites 
coughing and violent head-ache; its taste is sweetish, burning, and 
aromatic. It burns with a bluish flame. (Reinsch & Ricker.) 


SrconpaRy NUCLEI. 
a. Oxygen-nucleus. C'H*%O*, 


Citraconic Acid. 
CH508 — CP HtOzZ OF 


LAssaAIGNE. (1822.) Ann. Chim. Phys. 21, 100; also J. Pharm. 8, 490; 
HleOU SC. 00, 425-9180 2 als 2d dL. 

Dumas. Ann. Chim. Phys. 52, 295; also Schw. 68, 381; also Pogg. 
29° 37; also Ann. Pharm. 8, 17. 

RopiquET. Ann. Chim. Phys. 65, 78. 

Lirpie. Ann. Pharm. 26, 119, and 152. 

Crasso. Ann. Pharm. 34, 68. 

ENGELHARDT. Ann. Pharm. 70, 246. 

Gortiins. Ann. Pharm. 77, 265; abstr. Pharm. Centr. 1851, 3538; 
Compt. chum. 1851, 113; W. J. Pharm. 19, 476; Chem. Gaz. 1851, 
233; Jahresber. 1851, 394. 


Pyrocitric acid, Brenzcitronsaure, Acide pyrocitrique, Ac. citribigue. (Baup.) 


Formation. By the dry distillation of citric acid (Lassaigne), and of 
lactic acid. (Engelhardt.) 


Preparation. Citric acid subjected to dry distillation yields a 
watery acid liquid, and below it an oily liquid [anhydrous citraconic 
VOL. X. tae 


418 LIKENE: OXYGEN-NUCLEUS GlH60¢2. 


acid with a small quantity of empyreumatic oil]. The former is to be 
immediately saturated with lime. The oil is repeatedly shaken up with 
water, which then takes up an additional quantity of citraconic acid, 
and leaves a brown pitchy mass, having a very decided empyreumatic 
odour. The aqueous acid obtained in this manner from the oily liquid, is 
also saturated with lime, and the solution either freed from lime by pre- 
cipitation with oxalic acid, and afterwards filtered and evaporated; or 
the liquid mixed with acetate of lead, whereby citraconate of lead is 
precipitated, and this precipitate decomposed by sulphuretted hydrogen. 
(Lassaigne.) — Dumas dilutes with water the distillate obtained by dry 
distillation of citric acid, neutralises with carbonate of soda, and _ preci- 
pitates with acetate of lead. — Crasso purifies by rectification the oily 
distillate obtained by dry distillation of citric acid [citraconic anhy- 
dride|, and converts it by exposure to moist air into the crystallised acid, 
which may be freed from the excess of water which it has absorbed, by 
pressure between paper and drying at 50°. 

2. To obtain the small quantity of citraconic acid in the liquid 
obtained by dry distillation of lactic acid, and consisting chiefly of 
lactide, lactic acid, and aldehyde, this distillate is freed from aldehyde 
by heating it to 100°; the residue, which solidifies to a crystalline magma 
on cooling, washed with absolute alcohol, which leaves the lactide-crystals 
undissolved; the alcoholic filtrate distilled, whereupon the lactic acid 
remains behind; the portion which distils over at 220°, neutralized with 
carbonate of baryta; and the baryta-salt, which separates from the alco- 
holic liquid as a crystalline magma, purified by recrystallisation from 
hot water. (lingelhardt.) 


Properties. Colourless, four-sided prisms belonging to the right 
prismatic system (Crasso); mass composed of interlacing needles. (Las- 
saigne.) Melts at 80°. (Crasso.) Inodorous; has a sour and slightly 
bitterish taste, and reddens litmus. (Lassaigne.) 


Crystals. ‘ Crasso. _Lassaigne. 
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Decompositions. 1. The acid heated in a retort above its melting 
point, evaporates, and passes over, first as water, afterwards as citraconic 
anhydride, without leaving any residue. (Crasso.) 


CYeHSO? = CeH*Ols2HO: 


2. When bromine is gradually added to the concentrated solution of 
neutral citraconate of potash in water, carbonic acid gas is evolved with 
effervescence, the liquid becomes turbid, and deposits a yellow oil, the 
quantity of which is about equal to that of the decomposed citraconic 
acid. This oil isa mixture of 1 pt. tribromopropylaldide (ix. 428), and 
5 pts. bibromobutyric acid (p 136) (Cahours}: 
2CH4K208 + 2HO + 10Br = 6CO? + C8Br?H'O! + C®BreH3O? + HBr + 4KBr. 

[According to this, however, the quantity of tribromopropylaldide should exceed 
that of the bibromobutyric acid.] —If the solution of the citraconate of pot- 
ash contains excess of potash, the bromine likewise separates an oily 
mixture, with copious evolution of carbonic acid; but the acid extracted 
therefrom by alkalis is bromopropionic acid (ix. 428), and the insoluble 
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heavy oil is richer in bromine than tribromopropylaldide. (Cahours.) 
— ¥. 3. When a dilute solution of citraconic acid is boiled with about 4 pt. 
of dilute nitric acid, a quiet action takes place, attended with slow evolution 
of gas; and the solution left to cool after a quarter to half an houv’s boiling, 
deposits porcelain-like crystalline masses of mesaconic acid (p. 427). 
The mother-liquor yields by evaporation a small additional quantity of 
mesaconic acid, and lastly oxalic acid; there is also formed a yellow 
nitrocompound, which adheres obstinately to the mesaconic acid, and 
colours it yellow, Lut may be removed by repeatedly crystallising the 
acid, or by boiling with animal charcoal. (Gottlieb.) — When a saturated 
solution of citraconic acid is gently heated with nitric acid of sp. gr. 1°47, 
a violent action takes place, attended with the formation of numerous 
products. (Gottlieb.) When citraconie acid is treated with strong nitric 
acid, there is formed, among other products, an oily substance which, on 
cooling, solidifies in a crystalline mass. On boiling this mass with water, 
an odour of mint is evolved, and the liquid acquires a sweet taste. By 
repeatedly boiling the crystalline mass with water, and then treating it 
with hot alcohol of 88 per cent., a solution is obtained which, on cooling, 
deposits two substances of different degrees of solubility, both of which 
are colourless nitrocompounds, without taste or smell. The more soluble 
of these two bodies crystallises from alcohol, in white, striated, silky 
prisms; from ether in small transparent, highly lustrous crystals. It 
dissolves readily in hot alcohol of 88 p. c¢., in 170 parts of the same at 
10°, and in 10,000 pts. of water at 10°. In boiling water, it melts into 
transparent globules, which, on cooling, often remain soft and trans- 
parent, but immediately become hard and opaque on being touched. This 
substance solidifies after fusion to a laminated crystalline mass, provided 
it has not been heated too long; at a higher temperature, it volatilizes 
completely, emitting an odour lke that of amyrin; gives off nitrous 
fumes when heated in a tube; burns with flame when set on fire. Dis- 
solves in warm oil of vitriol, and crystallises out for the most part again 
on cooling. — The less soluble substance crystallises from alcohol in small, 
shining, transparent needles; also from ether in needles. It dissolves at 
10° in 2200 pts. of 88 p. c. alcohol, in 1500 pts. of 97 p. c. alcohol, and 
in 24,000 pts. of water. Does not melt in boiling water, but dissolves 
to a certain extent in that liquid. Solidifies in shining prisms, even after 
long-continued fusion. Sublimes completely in small shining crystals, 
giving off a peculiar odour, like those of cumin and of mint. Dissolves 
also in oil of vitriol. (Baup, Ann. Pharm. 81, 103.) 4. 


Combinations. The acid dissolves in 3 pts. of water at 10° (Las- 
saigne; in 0°42 pt. at 15° (Baup); it deliquesces in the air, and its con- 
centrated solution is viscid (Crasso). 


The neutral Citraconates or Pyrocitrates are = C’°H*M?O®, and the 
acid salts = C°H°MO®, 


CirraconaTrE or Ammonia. — Acid. — Obtained by supersaturating 
ammonia with the aqueous acid. Shining crystalline laminz. (Crasso.) 


Crystals. Crasso. 
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CrtRACONATE OF PotasH —a. Bibasic or Neutral. — Carbonate of 
potash neutralised with the aqueous acid, dries up on evaporation to a 
pulverulent mass, easily soluble in water. — (Crasso.) — 6. d/onobasie or 
Acid. — If twice as much acid be used as is required to neutralise the 
potash, shining lamine are obtained, very easily soluble in water. 
(Crasso.) — Lassaigne describes a  potash-salt which crystallises in 
needles, permanent in the air, and soluble in 4 pts. of water. According 
to Baup (Ann. Pharm. 29, 169), there is also a salt containing 1 At. 
potash with 2 At. acid. 


CItTRACONATE OF Sopa. — The bibasic and monobasic salts cannot be 
obtained in the crystalline form, but dry up to a white powder, which 
dissolves very easily in water. (Crasso.) 


Cirraconate OF Baryta.—a. WNeutral.-- The acid neutralised 
with baryta-water, deposits, after some hours, a crystalline powder, 
soluble in 150 pts. of cold, and 50 pts. of hot water. (Lassaigne.) The 
concentrated acid saturated at a boiling heat with carbonate of baryta, 
deposits on cooling a white crystalline powder, sparingly soluble in cold, 
readily in hot water. (Crasso.) The salt obtained by dry distillation of 
lactic acid (p 418), crystallises on cooling in beautifully nacreous laminee 
which give off 14°62 p. c. (5 At.) water, at 100°, retaining their lustre, 
and are decomposed only at a strong heat. (Hngelhardt.) 


Dried at 100°. Englehardt. Crasso. _Lassaigne. 
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6. Acid. — Crystallises from the aqueous solution in large nodules, 
composed of delicate needles with a silky lustre. They contain 37-01 
p.¢. baryta, do not give off anything at 100°, and swell up before burning. 
(Crasso. ) 


CirRACONATE OF StrRonTIA. —a. Neutral. — Obtained by saturating 
the boiling acid with carbonate of strontia. Does not crystallise dis- 
tinctly, and effloresces strongly when the solution is evaporated. — 6. Mono- 
basic. — Large, colourless, shining crystals, which give off 26:19 p. c, 
water and acid, and become opaque at 100°; emit a distinct odour of acid 
at 120°, and swell up at a stronger heat. (Crasso.) 


Crystals. Crasso. 
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rescent groups, having a sharp taste, soluble in 28 pts. of water, containing 
in the air-dried state 80 per cent. of water, and in the anhydrous state 
66 p.c. lime. (Lessaigne.) The acid saturated with carbonate of lime 
dries up with efflorescence when evaporated, and leaves a white mass, 
very soluble in water. (Crasso.) 
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b. Acid. — Distinct crystals, which at 100° give off 6°64 p. c. (1 At.) 
water, and crumble to a white powder; at 120°, give off in all 15°54 p. ¢. 
(3 At.) water; at 140° give off also a small quantity of acid; afterwards 
turn black, swell np into a brownish mass, and finally burn away. 


(Crasso. ) 


Crystals. Crasso. 
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CirrRaconaTE oF Macnesta.— The solution dries up on evaporation 
to a translucent mass, exhibiting a radiated structure on the fractured 
surface, and very soluble in water. (Crasso.) 


ManGanous CITRACONATE. — Opaque viscid mass, (Crasso.) 


Stannovus CirraconateE. — Alkaline citraconates form a white pre- 
cipitate with protochloride of tin. (Crasso.) 


CirraconatE oF Lrap.—a. Quadribasic.— Obtained by precipi- 
tating subacetate of lead with bibasic or monobasic citraconate of potash. 
White crystalline powder, nearly insoluble in water. (Crasso.) 


Crasso. 
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6. Neutral. — a. Anhydrous. —1. A hot aqueous solution of bibasic 
citraconate of soda is precipitated by an insufficient quantity of nitrate of 
lead; and the sandy precipitate, as it is somewhat soluble, washed with 
not too large a quantity of cold water. (Dumas.) — 2. The aqueous acid, 
mixed with a small quantity of ammonia, is precipitated with neutral 
acetate of lead, and the mixture heated to the boiling point, whereby the 
smaller portion of the bulky precipitate 1s dissolved, and the greater por- 
tion converted into a crystalline powder, which is thrown boiling hot on 
the filter, and washed with boiling water. It gives off nothing at 100°, 
but blackens at a stronger heat, and then burns away quietly. (Crasso.) 


Anhydrous. Dumas. Crasso. _Lassaigne. 
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Dumas dried the salt in vacuo at 180°, 


B. Bi-hydrated. —1. The liquid filtered at a boiling heat from the 
anhydrous salt (vid. sup.), deposits on cooling a bulky white powder, 
which does not exhibit any crystalline structure when dry, swells up 
when heated, and dissolves sparingly in cold, but very readily in hot 
water. (Crasso.) 


y. Tetra-hydrated. — Obtained by precipitating a cold solution of 
neutral acetate of lead with bibasic citracunate of potash. White, trans- 
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lucent, gelatinous mass, which shrinks together in drying, and then 
contains 8 p. c. water. (Lassaigne.) Similarly with a cold solution of 
bibasic citraconate of ammonia. The jelly, when exposed to the air, dries 
up toa pale yellow gum, which at 100° becomes opaque, and gives off 
9°27 p.c. water, and when further heated, burns away with intumescence. 
When the gelatinous precipitate is boiled with the liquid, it dissolves 
completely, but after a few seconds deposits the anhydrous salt, in the 
form of a crystalline powder, which does not redissolve by longer boiling. 


(Crasso.) 


Bihydrated. Crasso. 
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c. Acid. — The solution of the bibasic salt in a large excess of the 
aqueous acid deposits small pale yellow crystals (Dumas); beautiful, 
loosely aggregated crystalline geodes, having a silvery lustre. (Gottlieb.) 


Dried in vacuo at 140°. Dumas. Gottlieb. 
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Gottlieb’s salt was dried at 100°. 


Hydrated Sesguioxide of Iron dissolves very slowly in the aqueous 
acid. 


The bibasic Cobalt-salt is red and ecrystallo-granular. 


The bibasic Vickel-salt is a green gum, and the monobasic salt forms 
green crystalline crusts. (Crasso.) 
The acid forms a precipitate with mercurous nitrate. (Lassaigne.) 


CITRACONATE OF SILVER. — a. Neutral. —The aqueous acid forms, 
with nitrate of silver, on the addition of a small quantity of ammonia, a 
bulky precipitate, which dissolves very readily in hot water, and separates 
out on cooling, in long, slender, shining needles. These crystals give off 
nothing at 100°, and burn with slight detonation at a stronger heat. 
The mother-liquor from which this anhydrous salt has crystallized, 
yields by slow evaporation, transparent, colourless, irregular six-sided 
prisms, which have an adamantine lustre, become opaque at 100°, with 
loss of 4°1 p. ¢. water, and when further heated, burn away with projec- 
tion of silver. (Crasso.) The salt may be set on fire with a glowing slip 
of wood, burns with bright flame, and leaves shining silver. (Liebig.) 
The solution of the silver-salt in ammonia dries up in vacuo over oil 


of vitriol to a transparent, somewhat viscid mass, which dissolves readily 
In water, 
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Anhydrous crystals. Liebig. Crasso. Gottlieb. 
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Hydrated crystals. Crasso. 
Cy Mi Joke Serene mre, Be es SOLOG. fae 63°02 
CO a oe 112... 30°94 
PRL ON Paes ack suena | Mera gate ed Meee te 4°20 
COE AA S2OF S-2AG? wvscce 362 .... 100°00 


. The crystals analysed by Gottlieb were obtained by precipitating the acid 
saturated with ammonia as above with nitrate of silver, dissolving the precipitate in hot 
water, leaving the solution to cool, whereupon it deposited delicate colourless needles, 
and then evaporating the liquid filtered from these crystals; somewhat larger needles 
were thus obtained, which when dried at 106°, yielded 61°98 p.c. silver. Gottlieb 
regards these crystals as the neutral silver-salt contaminated with a small quantity of 
acid salt. 


b. Acird.—1. The mother-liquor of the crystals of the neutral salt yields, 
by spontaneous evaporation, short, shining crystals, united in groups, and 
differing considerably in appearance from the neutral salt. —2. By dis- 
solving the neutral salt in aqueous citraconic acid at a gentle heat, and 
leaving the solution to evaporate, tolerably large crystals are obtained, 
united in tuft-like groups: they contain no water of crystallisation, and 
are much more soluble in water than the neutral salt. (Gottlieb.) 


Gottlieb. 
t ° 

Crystals dried at 100°. (1) (2) 
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Citraconic acid dissolves very readily in alcohol. (Lassaigne.) 


Citraconic Ether. 
C*H™MO8 = 204H°0,CH405, 


Mauacutt. (1837.) Ann. Chim. Phys. 64, 275; also Ann. Pharm. 25, 
7 2calso Sore Chem. lil, 225, 
Crasso. Ann. Pharm. 34, 65 and 71. 


Preparation. By distilling citraconic acid with aleohol and hydro- 
chloric acid, cohobating five times, and washing the distillate with water, 


(Malaguti.) — Crasso proceeded in the same manner both with citraconic and with 
itaconic acid, from each of which he obtained an ether of the same composition. 


Properties. Transparent, colourless liquid of sp. gr. 1:040 at 18-5° 
(Malaguti), 1:05 at 15°. (Crasso.) The boiling point, which is 225°, at 
0-758 met. bar. rises rapidly, in consequence of partial decomposition of 
the ether. (Malaguti.) Boils at 227°. (Crasso.) Smells somewhat like 
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Calamus aromaticus (Malaguti); has an agreeable aromatic odour 
(Crasso); tastes pungently bitter. (Malaguti, Crasso.) Neutral to vege- 
table colours. (Malaguti. ) 


Malaguti. Crasso. 

with citraconic with itaconie 
acid. acid. 
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Decompositions. --1. When the ether is boiled, a small portion of it 
suffers decomposition, while the greater portion passes over unaltered. 
(Malaguti, Crasso.) — 2. Nitric acid does not decompose citraconic ether 
in the cold, and but slowly when heated. (Malaguti.) — 3. Oil of vitriol 
heated with citraconic ether, immediately gives off sulphurous acid and 
separates charcoal. (Malaguti.) — Bromine, iodine, and hydrochloric acid 
exert no decomposing action on the ether; and chlorine (Ann. Chim. 
Phys. 70, 359) acts upon it but slightly. (Malaguti.)— 4. By continued 
contact with water, the ether is resolved into citraconic acid and alcohol. 
(Malaguti.) —5. Potash resolves it into alcohol and citraconate of 
potash. Baryta, strontia, and lime-water, as well as nitrate of silver, 
form with it precipitates soluble in nitric acid. (Malaguti.) — Dry 
ammoniacal gas has no action on the ether. (Malaguiti.) 


Combinations. Citraconic ether dissolves in water to a scarcely per- 
ceptible extent. It dissolves without decomposition in cold ot of vitriol. 
— Mixes in all proportions with alcohol and common ether. (Malaguti.) 


Appendix to Citraconie Acid. 


l. Itaconic Acid. 
CHO = C”H*0?,0*. 


Baup. (18386.) Ann. Chim. Phys. 61, 182; also Ann. Pharm. 19, 29; 
abstr. J. pr. Chem. 8, 418. — Bibl. univ. 1838, Aug.; also Ann. 
Pharm. 29, 166. 

Crasso. Ann. Pharm. 34, 61. 


According to Baup, the liquid obtained by dry distillation of citric 
acid contains, besides the citraconic or pyrocitric acid discovered by 
Lassaigne, and called by Baup, citribic acid, another less soluble azid, 
his citricic acid or wéaconic acid, which appears to be isomeric with 
citraconic acid. Although the separate identity of these two acids is 
likewise admitted by Crasso, it is nevertheless very doubtful. Liebig, 
(Ann. Pharm. 26, 120) was not able to discover two different acids in 
the distillate of citric acid. According to Cahours, itaconate of potash 
is decomposed by bromine in exactly the same manner as citraconate. 
According to Gerhardt (Précis Chim. org. 1, 558, and NV. J. Pharm. 
13, 293) the citraconates and itaconates do not exhibit any points of 
difference. [In his more recent Zraité de Chimie organique, il. 118, 
however, Gerhardt treats itaconic acid as distinct from citraconie. | 
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According to Baup, the distinction between the two acids rests upon 
their different crystalline forms and their different degrees of solubility 
in water, and on the differences exhibited by some of their salts with 
regard to crystalline form and amount of water. But the crystals of 
citraconic acid require to be more exactly determined; their different 
solubility appears doubtful, considering the mode of preparation given 
by Baup; and the salts of the two acids have not yet oeen sufficiently 
investigated to enable us to regard the assigned differences as well 
established. Of greater importance appears to be distinction, that the 
crystals of itaconic acid, as stated by Baup and Crasso, do not melt at 
100°, whereas those of citraconic acid melt at 80°.— According to 
Gottlieb, itaconic acid is monobasic and citraconic acid bibasic. 


Preparation. —1. The watery liquid obtained in the dry distillation 
of citric acid is evaporated and repeatedly cooled till the citraconic acid 
erystallises out; the mother-liquor then yields, by further evaporation, 
needles of itaconic acid, which may be freed from the more soluble 
citraconic acid by repeated solution and crystallisation. (Baup.) [It is 
inconceivable that the citraconic acid should crystallise out first, and 
then the itaconic acid from the mother-liquor of the former, seeing that 
citraconic acid, according to Baup, dissolves in 0°42 pts. cold water, 
while itaconic acid requires 17 pts. of water to dissolve it; and it is 
nowhere stated that the quantity of the itaconic acid bears but an 
extremely small ratio to that of the citraconic.| — 2. Twenty grammes 
of citric acid are heated in a retort capable of holding twice as much 
over a large spirit-lamp, the flame of which acts only on the bottom of 
the retort, while the upper part is protected from the heat, till yellow 
vapours of empyreumatic oil begin to pass over; the oily distillate, which 
soon solidifies, is then dissolved in a six-fold quantity of water; the 
solution crystallised by evaporation, the citraconic acid then remaining 
in the mother-liquor; or the resulting crystals are freed from the empy- 
reumatic oil which colours them, by recrystallisation from alcohol or 
ether, and pressure between paper heated to 100°, and afterwards between 
paper moistened with absolute alcohol. If the oily distillates obtained 
by distilling citric acid, be dissolved in twice its volume of absolute 
alcohol, the itaconic acid separates out after a few hours in crystalline 
crusts, which, by solution in water and slow evaporation, may be con- 
verted into the rhombic octohedrons described by Baup. (Crasso.) — 
According to Gottlieb, citraconic acid heated for some time to 100°, is 
converted into itaconic acid; but to render the change distinct, it is 
necessary to operate with small quantities only. 


Properties. Colourless rhombic octohedrons, (Jig. 41.) a:a” and 
Gian 13672073 Grate 15 ava behind 81245; also’ with.the 
p-, t-, and u-faces of ig. 42; the p-face often predominates to such a 
degree that a bevelled rhombic table is produced; cleavage very distinct 
parallel to ¢; less distinct parallel to m. (Baup; comp. Schabus, Jahresber, 
1854, 403.) The crystals do not give off any thing at 120°; they melt 
at 161°, to a colourless liquid, which erystallises in a laminated form on 
cooling; evaporates, even somewhat below the melting point, in white, 
irritating vapours, having a peculiar odour and often condensing in 
white needles; and leaves no residue when gently heated and in small 
quantities. (Baup.) The acid is inodorous, but has a very sour taste. 


(Baup, Crasso. ) 
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Crystals dried at 100°. Crasso. 
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Decomposition. Itaconic acid heated to the boiling point distils over 
completely in the form of anhydrous citraconic acid, and a supernatant 
layer of water. (Crasso.) 


Combinations. The crystals dissolve in 17 pts. of water at 10°, in 
12 pts. at 20°, and much more abundantly in hot water. (Baup.) 


IrTacoNATE OF AMMontrA. — a. Neutral, — Does not crystallise; gives 
off ammonia when its solution is evaporated. —b. Acid. — Crystallises 
from the concentrated solution at 20°, in transparent tables and prisms 
= NHC’ H°O%, which are permanent in the air and dissolve in 1; pt. 
water at 12°,—-and from a more dilute solution in the cold, in bihy- 
drated needles = NH?*,C”H°O®, + 2Aq, which on exposure to the air 
quickly effloresce from loss of 2 At. water. (Baup.) 


IracoNaATE OF Potasu.—a. Neutral. — Uncrystallisable, deliques- 
cent, insoluble in alcohol. (Baup.) —6. Acid. —Small prisms permanent 
in the air. (Baup.) The air-dried crystals give off 708 p. c. water at 
100°, and the residue contains 28°06 p. ¢. potash. (Crasso.) 


ITAcONATE OF Sopa.—da. Neutral.— Deliquescent. (Baup.)—b. Acid. 
— Opaque, very soluble, fibrous crystals. (Baup.) 


IraAcoNATE OF BarytTa. —a. Neutral. — Crystalline crusts more 
soluble than the lime-salt. (Baup.) The aqueous acid saturated with 
carbonate of baryta yields by evaporation long delicate needles united 
in stellate groups, which do not give off any water at 100°, contain at 
that temperature 54°92 per cent. of baryta (therefore = C’?H*Ba’O%, 2 Aq.) 
and swell up slightly at a stronger heat. (Crasso.) —6. devd. — Small 
rhombic tables, with the obtuse summits rounded; = C”H°’BaO®, Aq,; 
they dissolve easily in water, especially when hot. (Baup.) Indistinct 
crystals. (Crasso.) 


IraconaTE oF Srrontia.-—a. NVeutral.—Crystalline crusts composed 
of needles, soluble in a few parts of water. (Baup.) Delicate needles, 
exactly resembling the baryta-salt, and not giving off water at 100°; 
they contain 45°69 p. c¢. strontia (therefore CH*S1708, 2 Aq.). (Crasso.) 
—b. Acid.—Lamine permanent in the air, easily soluble in water. 
(Baup.) 

IraconaTE oF Lime. —a. Neutral. — Needles growing into one 
another, = C!H‘Ca?0°, 2 Aq., soluble in 45 pts. of water at 18°, not 
more abundantly in hot water, and quite insoluble in alcohol. (Baup.) — 
b. Acid. — Small lamin, permanent in the air, = C’°H°CaO%, 2 Aq. 
Soluble in 13 pts. of water at 12°. (Baup.) 


IraconaTE oF Maanesta. — a. Bibasic.— Gummy. —b. Acid. — 
Very soluble shining laminz. (Baup.) 
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Maneanovus ItTaconate. — Rose-coloured crystalline crusts very 
soluble in water. (Baup.) 


IraconaTE oF Leap. — The free acid precipitates both neutral and 
basic acetate of lead; the alkali-salts precipitate nitrate of lead when 
added in equivalent proportion, but the precipitate disappears if either 
salt is added in excess. White powder = C’H*Pb?0%, 2 Aq. (Baup.) 


Frrric Iraconate.— The free acid imparts a reddish colour to 
ferric salts, and its alkali-salts form a red precipitate therewith. (Baup.) 


IraconateE oF NickeEn. — Pale bluish-green powder, very soluble in 
water, (Baup.) 


Cupric IraconatE. — Very slender, greenish-blue, sparingly soluble 
needles. (Baup.) 


Mercurovus Iraconats. — Alkaline itaconates form a white preci- 
pitate with mercurous nitrate. (Baup.) 


ITaAcoNATE OF Sitver. — Alkaline itaconates form a white crystal- 
line powder with nitrate of silver. (Baup.) The free acid does not 
precipitate the solution of nitrate of silver; the white powder obtained 
on adding a small quantity of ammonia burns with a kind of explosion 
when heated, and throws out vermicular shoots. Dissolves readily in 
ammonia and very sparingly in hot water. (Crasso.) 


Dried at 100°. Baup. Crasso. 
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§. Itaconic acid does not appear to form an acid silver-salt. According to Gott- 
lieb (Ann. Pharm. 77, 268), the neutral salt dissolves but very sparingly when boiled 
with aqueous itaconic acid, and the liquid then deposits a mixture of hydrated itaconic 
acid with a small quantity of the neutral salt. Gottlieb thence concludes that itaconic 
acid is monobasic, and its formula C°H*O*, Gerhardt on the other hand (Compt. chim. 
1851, 120,) does not think that there are sufficient grounds for this opinion. Wurtz 
also (N. J. Pharm. 19, 479,) regards itaconic acid as bibasic. The existence of the 
neutral and acid salts of baryta, strontia, lime, &c., (p. 425) is certainly in favour of 
this view. 9. 


Itaconic acid dissolves in 4 pts. of alcohol and in ether. (Baup.) 


¢. 2. Mesaconic Acid. 
CoO ee OSH? O8: 


GorTtTLieB. 1851. Ann. Pharm. 77, 268. 
PrespaL. Ann. Pharm. 78, 129. 


Baur. WV. Ann. Chim. Phys. 33, 192; Ann. Pharm. 81, 96. 

Citracartic acid. (Baup.) 

Formation and Preparation. By the action of dilute nitric acid 
(Scheidewasser) on aqueous citraconic acid, (vid. p. 419). —In this 
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reaction, the greater portion of the citraconic acid is not decomposed, but merely under- 
goes an isomeric transformation, the only products formed besides mesaconic acid, 
beiug oxalic acid and the yellow nitro-compound already mentioned, both of which 
occur in small quantity only. The nitro-compound appears to be a substitution-pro- 
duct of citraconic acid, inasmuch as a perfectly similar substance is formed by passing 
hyponitric acid into a concentrated solution of citraconic acid, its formation in this 
case not being accompanied by that of mesaconic acid. The formation of mesaconic 
from citraconic acid appears to be analogous to that of elaidic from oleic acid (q. v.) 
Itaconic acid treated with dilute nitric acid, does not yield mesaconic acid. (Gottlicb.) 
— Baup uses nitric acid diluted with four times its weight of water. 


Properties. —Slender crystalline needles, having a faint lustre. 
(Gottlieb.) When crystallised from alcohol, it forms transparent flat- 
tened prisms. (Baup.) Crystallises by slow cooling from a hot saturated 
aqueous solution, in very slender needles, having a silky lustre; an 
alcoholic solution boiled and evaporated to dryness over the water-bath, 
yields the acid in brownish scales, the colour arising probably from a 
superficial decomposition. (Pebal.) Tastes harsh and sour. (Gottlieb.) 
Melts at 208° to a clear liquid, and when heated a few degrees above 
that point, sublimes without decomposition in crystals, (Gottlieb); sub- 
limes before fusion. (Baup.) The fused acid solidifies in a crystalline 
mass on cooling. The vapour is pungent and excites coughing. The 
solutions redden litmus strongly, and decompose carbonates. (Gottlieb. ) 


Dried at 100°. Gottlieb. 
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Pebal. 
Dried at 100°. he b. 
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Isomeric with citraconic and itaconic acids; Pebal’s acid a was crystallised from 
hot water ; 4 was sublimed and dried at 150°. 


Decomposition. Mesaconic acid heated in a platinum spoon and set 
on fire, burns with a blue flame, and without leaving any carbonaceous 
residue. (Baup.) 


Combinations. The acid dissolves sparingly in cold, abundantly in 
hot water (Gottlieb), in 38 pts. water at 14°, and in 29 pts. water at 
22° (Baup), in 14:29 pts. at 182°, and in 0°85 pts. at 100° (Pebal). 

The acid is bibasic, forming neutral salts = C’H*M?*O%, and acid 
palincUe MOS 


MesaconaTE oF Ammonia. — a. Neutral. — Does not crystallise. 
(Baup.) — 6. Acid. — Very small prisms, with triangular summits, 
soluble in 8 pts. of water at 15°. (Baup.) On boiling a solution of the 
acid neutralised with ammonia, an evolution of ammonia takes place; and 
from the concentrated solution, the acid salt separates in crystalline 
geodes, which dissulve very readily in water. (Pebal.) 
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Dried at 100°. Pebal. 
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Baup, by neutralising the acid with ammonia, obtained for the atomic weight of 
this salt, the numbers 146°3 and 145°. 


MESACONATE OF PotasH.— The neutral salt, obtained by saturating 
the acid with carbonate of potash, is very soluble in water, somewhat 
less soluble in alcohol, and crystallises from a highly concentrated aqueous 
solution after standing for some time in delicate needles, having a silky 
lustre. (Pebal.) It is very deliquescent. (Baup.) The acid salt crys- 
tallises in small micaceous lamine, dissolves readily in water, less readily 
in alcohol. (Baunp.) 


Mrsaconate oF Sopa.— The neutral salt, prepared like the potash- 
salt, is also very soluble in water, and crystallises in small very short 
prisms, with truncated summits. (Pebal.) Baup did not obtain it in the 
crystalline form. The acid salt crystallises in small rhombic prisms, 
which do not alter by exposure to the air. (Baup.) 


MEsAconaTE OF Baryta.—a. Neutral. — Obtained by saturating a 
boiling solution of the acid with carbonate of baryta. Separates from 
concentrated solutions by spontaneous evaporation, in crystals belonging 
to the oblique prismatic system, having a vitreous and somewhat fatty 
lustre. (Pebal.) Forms transparent, compressed, four-sided prisms, or 
tables, which do not alter by exposure to the air, or only effloresce in 
very dry air, or when they are slightly warmed; they then recover their 
water of crystallisation on exposure to the air. At a higher tempera- 
ture, the salt decomposes, swelling up to five times its original bulk. 
(Baup.) The crystals give off the greater part of their water at 100°, 
becoming partially opaque, and the whole at 130°. (Pebal.) 


Anhydrous, dried at 130°. Pebal. 
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b. Acid. — By saturating one-half of an aqueous solution of the acid 
with carbonate of baryta, then adding the other half, decolorising with 
animal charcoal, and concentrating the liquid, the acid salt is obtained, 
either in crystalline nodules or in nacreous six-sided tables, sometimes, 
however, assuming the prismatic form by elongation in one direction. 
The purification of this salt is attended with considerable difficulty, as a 
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portion of the free acid adheres obstinately to the crystals, and cannot 
be completely removed by recrystallisation, Alcohol, either cold or 
boiling, decomposes the salt into the neutral salt and free acid. (Pebal.) 
Small crystals permanent in the air. (Baup.) The crystals give off their 
water, amounting to 6°35 p. c. (13 At.), at 140°. (Pebal.) 


Tabular crystals, dried at 140°. ; Pebal. 
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Baup found the crystals of the acid salt to contain 36°71 p. c. baryta, 
whence he deduces the formula C!H®BaO*®+2Aq. which requires 37:07 
BaO. 


MesaconaTE OF Lime. — Very small needle-shaped crystals, aggre- 
gated in white fibrous crusts. Give off their water at a somewhat elevated 
temperature, and recover it on exposure to the air. Swell up when 
decomposed by heat, but not so much as the baryta-salt. Soluble in 
163 pts. of water at 20°; insoluble in alcohol. (Baup.) 


Crystals. Pebal. 
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MeEsAconaTE oF Leap. — a. Basic. — 4PbO,C’H*0® + 6 Aq?— 
2PbO,C’H*Pb?0® + 6Aq?— Tribasic acetate of lead added to a solution 
of a neutral mesaconate, forms a flocculent or pulverulent precipitate, 
which diminishes in bulk considerably after a while, gives off 6 p. ¢. 
water when heated, and then turns yellow. Gives by analysis 72°35 p. ¢. 
PbO, the above formula requiring 72°96. (Baup.) 


b. Neutral. — A solution of a neutral mesaconate forms, with neutral 
acetate of lead, a curdy precipitate, which gradually changes to small 
crystals; when the solutions used are very dilute, the neutral salt sepa- 
rates slowly in small transparent prisms. (Baup.). — Neutral mesaconate 
of ammonia or bar; ta forms, with lead-salts at ordinary temperatures, a 
white crystalline precipitate, and at a boiling heat a resinous viscid mass, 
which becomes hard and brittle on cooling; from the supernatant 
liquid the neutral salt crystallises in short needles. ‘The precipitate (a) 
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obtained from cold solutions, and dried in the air at ordinary tempera- 
tures, gives off 7:24 to 786 p.c. (3 At.) water at 130°; after washing 
with hot water, it gives off at the same temperature only 5:63 to 6:12 
p. c. (2 At.) water. (Pebal.) 


Dried at 130°. Pebal. 
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Baup found the crystals to give off 7°9 to 8°2 p.c. water in drying; a quantity 
somewhat too great for the terhydrated salt (a), the excess being probably due to 
efflorescence. 


c. Acid. —Crystallises in small colourless needles from a solution of 
the neutral salt in boiling aqueous mesaconic acid, an excess of which 
must be avoided. (Pebal.) It is also obtained by adding acetate of lead 
to a solution of mesaconic acid: it then separates, more or less quickly, 
according to the strength of the solution, in small prismatic crystals, 
acuminated at the ends. (Baup.) Gives off a mere trace of water at 
100°. (Pebal.) Swells up and decomposes when more strongly heated. 


(Baup.) 


Dried at 100°. Pebal. 
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From a solution of sesguichloride of iron, mesaconic acid throws down red flakes. 


(Baup.) 


Cupric MrsaconatE. — A mixture of cupric acetate and mesaconic 
acid yields, more or less quickly, according to the degree of concentration, 
very small granular crystals of a deep sky-blue colour. (Baup.) 
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Air- dried. Baup. 
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On mixing the solution of a neutral mesaconate with cupric sulphate or acetate, 
there is obtained, besides the neutral salt just described, a basic salt, which effloresces 
rapidly on exposure to the air. (Baup.) 


Mercurous nitrate forms a white precipitate with aqueous mesaconic acid. (Baup.) 


Mercuric chloride forms a precipitate with soluble mesaconates. (Baup.) 


MESACONATE OF Sinver. —a. Neutral. —a. Anhydrous. — Obtained 
by adding nitrate of silver to a solution of mesaconic acid exactly 
neutralised with ammonia (Gottlieb, Pebal); or by mixing a dilute 
solution of baryta with nitrate of silver. (Pebal.) Heavy, white crys- 
talline precipitate, which is not altered by exposure to light, or by 
heating to 100°. (Gottlieb.) Curdy precipitate, which soon subsides in 
the form of a granular powder consisting of microscopic crystals. 
Sparingly soluble in water, more soluble in the mother-liquor. When 
treated with hot water, especially if exposed to light, it assumes a reddish 
tint. (Pebal.) When somewhat suddenly heated, it is decomposed with 
violence, throwing out vermicular shoots of metallic silver, like the 
itaconate under similar circumstances. (Gottlieb, Pebal.) 


Dried at 100°. Gottlieb. Pebal. 
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B. Hydrated. — CY’ H*A 2°08 + 2Aq.— On adding nitrate of silver to 
neutral mesaconate of soda, filtering from the resulting precipitate of 
anhydrous salt, and mixing the filtrate with alcohol, a very bulky trans- 
lucent precipitate is obtained, which does not subside in the granular 
form, even after long standing, and when separated from the mother- 
liquor, dries up to an amorphous mass. This salt washed with alcohol, 
pressed between bibulous paper, and dried over oil of vitriol, gave by 
ignition, 60°23 p. c. silver, agreeing nearly with the above formula, which 
requires 59°70 p.c. (Pebal.) 


6. Acid. — Obtained by dissolving the neutral silver-salt in boiling 
aqueous mesaconic acid, avoiding an excess of the acid, as it would 
adhere to the crystals which separate from the cooling solution. The 
salt does not become coloured by exposure to light; when heated, it 
behaves like the neutral salt. Dissolves pretty easily in hot water. 
Gives off but a trace of water at 100°. (Pebal.) 


Dried at 100°. Pebal. 
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Conjugated Compound of Mesaconic Acid. 


Mesaconic Ether. 
C8H¥O§ — 2C*HFO CeHtOs 


Pesat. Ann. Pharm. 78, 145. 


Formation and Preparation. 1. By distilling mesaconie acid with 
sulphuric acid and alcohol of 90 per cent., the quantities of the two latter 
being twice as great as should be required, according to calculation, to 
convert the whole of the mesaconic acid into mesaconic ether, and the dis- 
tillation being continued till the residue begins to blacken. The distillate 
thus obtained consists of common ether mixed with mesaconic ether the 
proportion of the latter being, however, but small. A fresh quantity of 
alcohol is therefore added to the liquid in the retort, the mixture again 
distilled, and these operations repeated as long as mesaconic ether con- 
tinues to form. The crude product thus obtained is purified by heating 
it in the water-bath to expel the vinic ether, distilling the residue with 
water, treating the new distillate with carbonate of soda to remove free 
acid, then washing with water, and drying with chloride of calcium. — 
2. By passing hydrochloric acid gas into an alcoholic solution of mesa- 
conic acid; a portion of the latter always, however, remains unacted 
upon. 


Properties. Colourless mobile liquid, having an agreeable fruit 
odour and bitter taste. Sp. gr. 1:043 at 20°. Boils constantly at 220°, 
from platinum, at 737 mm. bar., and distils without decomposition. Does 
not redden litmus. 


Pebal 
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Decomposition. Mesaconic ether is decomposed by baryta-water, 
with formation of mesaconate of baryta. Ammoniacal gas has no action 
upon it. 


Combinations. The ether dissolves sparingly in cold, somewhat more 
readily in hot water, from which it separates on cooling, rendering the 
liquid milky. Mixes in all proportions with alcohol and vinic ether. 


(Pebal.) 


An attempt to prepare mesaconovinie acid wag not successful. 4j. 


VoL. kh. 2K 
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3. Lipic Acid. 
C'H5O8 oa CH°0?,0°. 


LAURENT. (1837.) Ann. Chim. Phys. 66, 169. — Leevue Scientif. 10, 125; 
also J. pr. Chem. 27, 316. . 


Preparation. 1 pt. of oleic acid is boiled with 1 pt. of concentrated 
nitric acid for 12 hours, with cohobation; the watery liquid in the retort 
separated from the oily portion; the latter again boiled with fresh nitric 
acid, as above; the acid liquid again separated from the oil, &c., so that, 
after 12 hours’ boiling of the oily liquid with nitric acid, the operation 
has been repeated seven times, and 7 pts. in all of nitric acid have been 
used. The watery acid liquids separated after the several boilings are 
then united; the whole evaporated down to one-fourth, and cooled till the 
suberic acid solidifies, mixed with azelaic acid and a peculiar oil; the 
solidified matter separated from the acid mother-liquor, and washed with 
cold water; and these liquids further evaporated and frequently cooled 
to separate more suberic acid; they then yield, by still further evapo- 
ration and three days’ cooling, a crystalline mass of pimelve acid, rougher 
to the touch, and consisting of harder grains, which product is freed from 
the acid mother-liquor and washed with cold water. This last mother- 
liquor is evaporated ata very gentle heat (so that no decomposition or 
blackening may occur) to expel the greater part of the nitric acid; set 
aside. for two or three days after each evaporation; separated from the 
resulting brownish crystalline mixture of lipic and adipic acid; and, 
together with the cold wash-water of the latter, carefully evaporated and 
set aside in the cold, as long as it deposits crystals. (An acid not yet 
examined remains in solution.) These brownish crystals are dried, and 
dissolved in ether; the solution filtered from a brown substance, left to 
evaporate to one-half, and decanted from the resulting crystals of adipic acid, 
which may be purified by two or three crystallisations from hot alcohol 
and then separate in warty granules; and the ethereal mother-liquor left 
to evaporate: it then yields crystals of pie acid, which, when purified 
in a similar manner by recrystallisation from alcohol, is obtained in 
somewhat elongated lamina. (Laurent.) — Caprylic alcohol is converted, 
by the continued action of nitric acid, into butyric, succinic, pimelic, and 
lipic acid. (Bouis, Compt. rend. 33, 141.) | 


Properties. The acid crystallised from alcohol, and still retaining 
2 At. water, forms longish lamin, terminated by two lines inclined to 
one another at an obtuse angle. When the acid is heated on glass till it 
partly fuses, it solidifies in a fibrous mass on cooling. By rapid heating, 
it may be distilled without alteration, or sublimed in beautiful six-sided 
needles. But when slowly heated, it gives off water, and distils over as 
anhydrous acid, which does not melt below 140° to 145°. The vapours 
of the acid strongly excite coughing. 


Dehydrated by slow distillation. Laurent. 
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Crystals. Laurent, 
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Isomeric, therefore, with citraconic, itaconic, and mesaconic acid. 


Combinations. The acid dissolves in cold water more readily than 
adipic or pimelic acid. 

The anhydrous ZLipates yield, when heated with oil of vitriol, an 
acicular sublimate of lipic acid. 


The Ammonia-salt erystallises in long needles. 


Its aqueous solution forms after a while with chloride of barium, 
square prisms of the Baryta-salt, which change to octohedrons and 
continue to increase for 24 hours. — With chloride of strontium, it forms 
crystalline groups resembling crowns; and with chloride of calcium, after 
a while, small square prisms. It precipitates the salts of ion, copper, 
and silver, but not those of magnesium or manganese, 


Baryta-salt dried in vacuo at 140°. Laurent. 
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Silver -salt. Laurent. 
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Lipic acid dissolves in alcohol and ether,. (Laurent.) 
Compare Bromeis. (Ann. Pharm. 35, 108.) 
‘ 


b. Oxygen-nucteus, C”H‘O*. 


Citraconic Anhydride. 
C%H408 — C2 O., 0O?? 


Roziquet. Ann. Chim. Phys. 65, 78. 
Crasso. Ann. Pharm. 34, 68. 


Anhydrous Citraconic acid, wasserfreie Citraconsiure, Acide pyrocitrique anhydre. 


Formation and Preparation. 1. In the dry distillation of citric acid, 
an aqueous solution of citraconic acid first passes over, then the impure 
anhydride, in the form of a heavy yellow or greenish-yellow oily liquid, 
which, if the distillate has been carried too far, 1s Tae with a 

FE 
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small quantity of empyreumatic oil, and in that case has an odour 
like that of rock-oil. (Lassaigne, Robiquet.) When the crude oil is 
distilled in the water-bath, the pure anhydride gradually distils over. 
(Robiquet.) There then remains a brown oil mixed with crystals of the 
acid; and this oil, distilled for several days in the water-bath, yields a 
distillate [probably water mixed with the anhydride] which changes after 
a while to colourless crystals; and in the retort there remains an oil 
[probably impure anhydride] which solidifies below 0° in a laminated 
mass, melts above 0°, has a burning taste, and is converted by 
exposure to the air into the crystallised acid. (Robiquet.) The crude 
oil is resolved by heat into a watery and an oily layer; and the latter, 
when rectified per se, yields first water, then at 200° a milky distillate, 
and when the receiver is changed, the clear oily anhydride. (Crasso.) — 
2. Crystallised citraconic acid may be completely converted by heat 
into water and the cily anhydride, which pass over one after the other. 


(Crasso.) 


Propertics. Thin colourless oil (pale yellow, according to Robiquet), 
of sp. gr. 1:241 at 14°. (Crasso.) The crude oil has a density of 1:30. 
(Robiquet.) Remains liquid even in vacuo over oil of vitriol. Boils at 
150° (Robiquet), at 212° (Crasso), but volatilises even at 90°. (Crasso.) 
It is ncarly inodorons, and has a very sour and burning taste, like that 
of a volatile oil (Robiquet); it is inodorous and has a caustic, sour, 
and rough taste (Crasso); scarcely reddens thoroughly dried litmus paper, 
but reddens the moistened paper strongly. (Robiquet.) 


Robiquet. Crasso. 
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Decompositions. 1. The anhydride leaves a black residue when too 
rapidly distilled. (Crasso.) —2. When shaken up with water, it distils 
slowly in the form of citraconic acid, which crystallises on evaporation; 
the unaltered portion settles down in oily drops every time the vessel is 
shaken, but after repeated treatmént with water, finally disappears 
altogether. On exposure to moist air also, the anhydride is gradually 
converted into the crystallised acid, which then deliquesces. (Robiquet, 
Crasso.) The anhydride, in passing to the state of the crystallised acid, 
increases by 18:21 p.c. (Robiquet.) [100 :113:21 = 112 (1 At. anhy- 
dride) :126°8 (1 At. citraconic acid weighs 130). | 


Citraconamide, C”NH*0O?,0? + 2Aq.? 


Citraconic anhydride heated in a stream of dry ammoniacal gas 
becomes heated; absorbs a large quantity of the gas; becomes covered at 
first with a coriaceous skin; then solidifics entirely in the form of a 
yellowish solid body; and is finally converted, with further absorption 
of ammonia, into a yellow viscid mass, which becomes brittle and glassy 
on cooling. This mass deliquesces in moist air, dissolves very abundantly 
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in water and readily in alcohol. The aqueous solution yields by evapo- 
ration crystals of acid citraconate of ammonia. (Crasso.) 


Crasso 
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7. Citraconimide. C’NH50*. 


Formed by the action of heat on acid citraconate of ammonia : 
Cl He(NH4)08 — 4HO = CYNHIO#. 

When citraconic acid is mixed with excess of ammonia and evapo- 
rated to dryness in the water-bath, there remains a mixture of neutral 
and acid citraconate of ammonia, which is better adapted for preparing 
the imide than the pure acid salt. When this mixture is gradually 
heated in a retort, ammoniacal water passes over at first; and, as soon as 
the temperature approaches 180°, the liquid, which has become yellow, 
swells up considerably, the evolution of water ceases, and the whole 
solidifies to a tamefied, amber-colored mass of citraconimide, which at a 
higher temperature turns black, melts, and decomposes. 

Citraconimide has a conchoidal fracture; it is tough and difficult to 
pulverize; the powder is white and highly hygroscopic, and does not 
part with the absorbed water till heated to 180°, at which temperature 
it bakes together without fusion; under water it melts at 100°. 


Powder dried at 180°. Gottlieb. 
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Citraconimide is insoluble in cold water, but is dissolved by boiling 
water, the excess melting toa viscid liquid, while the greater portion 
separates, as the liquid cools, in small drops which afterwards solidify. 
It likewise dissolves to a certain extent in alcohol, aod with similar 
phenomena. (Gottlieb, dan. Pharm. 77, 274.) 


Citraconamic acid. — CN H'0°, — Citraconimide aissolves in boiling 
aqueous ammonia and does not separate out on cooling. The solution 
doubtless contains citraconamic acid in combination with ammonia; the 
process does not however yield the acid in a state of purity, ay its salts do 
not crystallise, and the conversion of the citraconimide into tae ammonia- 
salt does not appear to be complete. — The baryta-salt of citraconamic 
acid is soluble in water, and is precipitated from the aqueous solution in 
yellow flakes by alcohol. While moist, it fuses readily at a gentle heat, 
but in the dry state it remains solid at 100°. — The lead and silver salts 
have the consistence of plaster while moist, and likewise melt when 
hot, but in the dry state they are as infusible as the baryta-salt. All 
these three salts have a yellow colour. (Gottlicb.) 
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Itaconic acid does not appear to form a compound analogous to citraconimide. 
When itaconate of ammonia is heated to 170°, a brownish mass is obtained resembling 
caramel in appearance, having a sour and bitter taste, more soluble in water than- 
citraconimide, and forming a very soluble salt with ammonia. This compound is 
probably itaconamic acid; but its salts are extremely difficult to purify. (Gottlieb.) 


*. Chloropyrocitryl. ©H'0%,Cr. 


Obtained by the action of pentachloride of phosphorus on anhydrous 
citraconic acid : 
ClH407,02 + PCE = CH‘0%,C2 + PCO?. 


When the rectified liquid product of the dry distillation of citric acid is 
poured upon pentachloride of phosphorus, a brisk effervescence is pro- 
duced; and the mixture, when distilled, yields, first oxychloride of phos- 
phorus, then at about 175°, chloropyrocitryl, mixed, however, with 
anhydrous citraconic acid, which raises its boiling point. It may be purified 
by distilling it two or three times with pentachloride of phosphorus, 
collecting only the portion which passes over between 175° and 190°, and 
rectifying the product thus obtained. 

Trasparent, colourless, strongly refracting, mobile liquid, which fumes 
in the air, and has an odour like that of damp straw. Sp. gr. about 
14 at 15°, Boils at 175°, with slight decomposition. (Gerhardt & 
Chiozza.) 


Calculation. 
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When exposed to a moist atmosphere, it is converted into hydro- 
chloric and hydrated citraconic acid. — Becomes strongly heated by 
contact with absolute alcohol; and water added to the mixture, separates 
a heavy liquid, having a fruity odour, and exhibiting the characters of 
citraconic ether. — It also becomes heated by contact with aniline, 
yielding micaceous laminz of itaconanilide. (Gerhardt & Chiozza, Compt, _ 
vend. 36, 1050; Ann. Pharm. 87, 294.) 4. 


Pyromeconic Acid. 
C408 — CY HO}, O? q 


SERTURNER. Gulb. 57, 153. 

RopiquEeT. Ann. Chim. Phys. 5, 282; also Gilb. 57, 173. — Ann. Chim. 
Phys. 51, 286; also J. Pharm. 19, 61; also Schw. 67, 382; also 
Ann. Pharm. 5, 90. 

CHouLANT. Gilb. 56, 349. 

Joun. Berl. Jahrb. 1819, 156. 

StennouseE. Phil. Mag. J. 24, 128; also Mem. Chem, Soc. 2, 1; also 
Ann, Pharm. 49, 18; also J. pr. Chem. 32, 257. 
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J. F. Brown. Phil. Mag. J. [4], 4,161; Ann. Pharm. 84, 32; abstr. 
Chem. Soc. Qu. J. 6, 78; J. pr. Chem. 58, 230; Pharm. Centr. 1852, 
945; N. Ann. Chim. Phys. 38,115; JSahresber. 1852, 489. — Further: 
id. Phil. Trans. 21, 1, 49; Phil. Mag. J. [4], 8, 201; Ann. Pharm. 
92, 321; J. pr. Chem. 63, 8370; Pharm. centr. 1854, 797; Jahresber. 
1854, 424. 


Discovered by Sertiirner in 1817, but regarded as dentical with 
meconic acid, till Robiquet, in 1833, pointed ont the difference. 


Formation. Given off as vapour, when meconic acid (Sertiirner) or 
comenic acid (Robiquet) is heated to 265°—288° (Stenhouse), or when 
acid meconate ‘of copper is heated per se (Stenhouse), or when meconate 
of baryta is heated with excess of vitrified boracic acid. (Choulant.) 


Preparation. By distilling any of the above-mentioned substances. 
The acid partly sublimes, partly distils over as an oil, which solidifies on 
cooling; towards the end of the distillation, parameconic acid passes 
over, (Stenhouse.) — The meconic acid must be thoroughly dried before 
sublimation, because the watery vapours carry over a large quantity of 
pyromeconic acid; and it must not be heated sufliciently to produce 
empyreumatic oil. (Robiquet.) — The sublimed and distilled pyromeconic 
acid must be freed from empyreumatic oil and acetic acid, by a second 
sublimation at the lowest possible temperature, pressure between paper, 
and repeated crystallisation from hot water or alcohol (Robiquet, Sten- 
house), after which the crystals must be quickly dried, because while 
moist they turn red on exposure to the air. (Stenhouse.) Choulant sub- 
limes a finely divided mixture of impure meconate of baryta and an 
equal quantity of vitrified boracic acid. Brown prepared the acid by 
distilling impure meconic acid (obtained by twice treating crude meconate 
of lime with hydrochloric acid) at 260° to 315°, and purified the resulting 
oily semifluid sublimate by pressure between paper and sublimation at a 
comparatively low temperature, in a glass cylinder provided with trans- 

erse partitions of filtering paper. 


Properties. As obtained by sublimation: Leng slender, transparent 
colourless needles (Sertiirner), and four-sided laminee, or ramifications 
made up of elongated octohedrons (Robiquet); large transparent tables. 
(Brown.) Crystallised from alcohol: large colourless crystals (Sten- 
house); tolerably large four-sided prisms, which are also obtained from 
the aqueous solution. (Brown.) The acid melts at 120° to 125°, forming 
an oil, and by careful heating (at a temperature but little above the 
melting point, according to Wackenroder, V. Br. Arch. 25, 170), may be 
volatilised without residue, and sublimes in crystals aggregated together 
by incipient fusion. (Robiquet.) Volatilizes gradually but completely at 
100°, provided it is free from parameconic acid. Tastes sour (Sertiirner, 
John, Choulant), then disagreeably bitter. (Choulant.) Reddens litmus 
(Robiquet), pretty strongly (Wackenroder), almost imperceptibly, so that 
a very small quantity of potash gives it an alkaline reaction. (Stenhouse.) 
Has a slight acid reaction, even after being thrice recrystallised from 


water. (Brown.) 


Crystals. Robiquet. Brown. 
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Isomeric with pyromucic acid. [The difference may perhaps be explained, if, as 
has here been done, we regard pyromucic acid as a monobasic acid, C!?H‘0?,04, and pyro- 
meconic acid as an aldide C’H'O',O?, This view is supported by the fact that pyro- 
meconic acid scarcely reddens litmus and does not combine with ammonia or potash, 
whereas pyromucic acid behaves like a strong acid. ] — The crystals analysed by Brown 
were once sublimed and dried in vacuo. 


Decompositions. 1. Pyromeconate of potash behaves with broimine 
like pyromucate of potash. (Vahours, p. 384.) %. Bromine-water is 
quickly absorbed by an excess of the strong aqueous solution of pyro- 
meconic acid, and the resulting solution yields, after a while, crystals of 
bromopyromeconic acid, C’°H*BrO*® If the bromine-water is in excess, 
this acid is not formed, and the liquid, when evaporated, turns black, and 
is found to contain oxalic acid. (Brown.) —2. CAlorine does not form 
any substitution-product with pyromeconic acid, but decomposes it com- 
pletely, with formation of oxalic acid and other products. — 3. The acid 
is not acted upon by tincture of Jodine; but with protobromide or proto- 
chloride of iodine, it yields codopyromeconic acid (p. 448): 


CMHI0® + ICL = CH3IIO® + HCl. 


It appears that the iodine, though capable of taking the place of an atom 
of hydrogen in the acid, has not a sufficiently powerful affinity for the 
hydrogen to abstract it in the form of hydriodic acid; but by combining 
the iodine with bromine or chlorine, whose affinity for hydrogen is stronger, 
the removal of an atom of hydrogen is effected, and the iodine takes its 
place. — With excess of chloride of iodine, pyromeconic acid forms 
wodomecone C°H*I®O* (Brown.): 


C°H40% + 8ICl + 8HO = C°H*I8O® + 4CO? + 8HCL. 


4. Crystallised pyromeconic acid, moistened with strong Nitric acid, 
becomes white and gelatinous, with evolution of nitrous fumes; and on 
gently heating the mixture, a brisk action takes place, with formation of 
oxalic and hydrocyanic acid. (Brown.) 4. 


Combinations. The acid dissolves readily in water. 

Sulphuric acid has no action upon it in the cold, but dissolves it when 
gently heated, forming a solution from which the pyromeconic acid 
crystallises out unaltered on cooling. (Brown.) 

Pyromeconic acid does not combine with ammonia, potash, or soda. 
The pale yellow mixture which it forms with excess of ammonia, yields, 
when evaporated in vacuo, crystals of the unaltered acid, free from 
ammonia. A solution of the acid in hot alcoho] assumes a pale yellow 
colour when mixed with alcoholic potash, and on cooling deposits crystals 
of the acid, which contain but very little potash, and may be freed even 
from this, all but a trace, by repeated crystallisation. (Stenhouse.) The 
acid requires very little potash to neutralise it, and crystallises from 
the mixture nearly pure. (Robiquet.) A hot aqueous solution of pyro- 
meconic acid, mixed with excess of strong potash-solution, deposits, after 
a while, crystals of the unaltered acid; and similarly with ammonia; in 
both cases the liquid turns black. (Brown.) On the other hand, Choulant and 
John describe crystallisable pyromeconates of ammonia, potash, and soda. 

The acid does not precipitate the salts of baryta, strontia, or lime. 
(Stenhouse.) It forms no precipitate with chloride of barium, chloride 
of calcium, chloride of manganese, or sulphate of magnesia, even on 
addition of a small quantity of ammonia. (Brown.) 


PYROMECONIC ACID. 4{1 


7. Pyromeconate of Baryta. — A warm ammoniacal solution of pyro- 
meconic acid, mixed with acetate of baryta, soon deposits pyromeco- 
nate of baryta in small, colourless, silky needles. In dilute solutions, 
these crystals do not appear till after some time, but increase rapidly 
when they have once begun to form. When the solution is evaporated 
in vacuo, the salt is deposited in short prisms of a yellowish colour. It 
is strongly alkaline, like all the pyromeconates, and exhibits, with sesqui- 
chloride of iron, a faint red colour, which becomes more distinct on using 
the crystals instead of the solution. The salt sustains a temperature of 
100° without loss of weight, but burns at a higher temperature, with a 
slight appearance of fire, and without previous fusion. Dissolves in 
40 pts. of water at 15°5°, and is the most soluble of all the earthy salts of 
pyromeconic acid. Slightly soluble in alcohol. (Brown.) 


Washed with alcohol and dried at 100°. Brown. 
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Pyrocomenate of Strontia.— When an alcoholic solution of nitrate 
of strontia is mixed with an alcoholic and ammoniacal solution of pyro- 
meconic acid, a precipitate is immediately formed, consisting of small 
silky needles, which, by solution in water, are obtained in stellate groups 
having a yellowish colour. The salt obtained by precipitation is colour- 
less, slightly soluble in water and alcohol in the cold, more easily at 
higher temperatures, and has a strong alkaline reaction. TDissolves in 
76°9 pts. of water at 20°. Does not lose weight at 100°: does not melt 
at higher temperatures, but burns with a slight explosion. (Brown.) 


Dried at 100°. Brown. 
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Pyromeconate of Lime. — The solution of hydrate of lime in the 


warm aqueous acid, deposits the lime-salt as it cools in white hard crys- 
tals. (Stenhouse.)—- The salt is obtained in small, colourless, silky 
needles, by adding an excess of a solution of acetate of lime to an 
ammoniacal solution of pyromeconic acid. Sparingly soluble in boiling 
alcohol, somewhat more readily in water, from which it separates on 
cooling in crystals of considerable size. Dissolves in 322°6 pts. of water 
at 15°5°. (Brown.) 


Dried at 100°. Brown. 
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"Pyromeconate of Magnesia. —A warm aqueous solution of pyro- 
meconic acid forms, with acetate of magnesia, a white amorphous preci- 
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pitate insoluble in water and alcohol. Resembles the other pyromeconates, 
(Brown.) 


Dried at 100°. Brown. 
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Pyromeconate of Lead. — The acid does not precipitate neutral 
acetate of lead (Robiquet), or the basic acetate. (Stenhouse). On digest- 
ing the aqueous acid with hydrated oxide of lead, the pyromeconate © 
separates as the liquid becomes saturated. (Robiquet.) A warm con- 
centrated ammoniacal solution of pyromeconic acid, added to neutral - 
acetate of lead, instantly throws down a dense crystalline powder, which 
increases rapidly on stirring the liquid. The salt is colourless when 
first precipitated, but soon turns yellow when exposed to bright daylight. 
Does not diminish in weight at 100°, even in three or four hours. The 
crystals require a rather large quantity of hot water to dissolve them; in 
alcohol, whether warm or cold, they are still less soluble. (Brown.) The 
salt is nearly insoluble in water, but dissolves in pyromeconic and acetic 


acid. (Robiquet.) matics’ OR 
obiquet. rown. 
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Ferric Pyromeconate. — Pyromeconic acid imparts a cherry-red colour 
to ferric salts. (Sertiirner.) The colour is not destroyed by boiling, ° 
and but slowly by chloride of soda. (Wackenroder.) Ferric hydrate, 
boiled with the aqueous acid, combines with it, and forms a brown-red 
powder, which dissolves very sparingly in pure water, but easily in hot 
water slightly acidulated, forming a dark red liquid; which deposits 
small scarlet crystals on cooling. The finest crystals are obtained by 
mixing a boiling and rather dilute solution of pyromeconic’ acid with 
ferric sulphate, and leaving it to cool very slowly. The crystals are 
brittle, yield a scarlet powder, and dissolve very sparingly in water, 
either cold or hot, forming a reddish yellow solution. (Stenhouse.) The 
salt may be also, and perhaps more conveniently, prepared by adding 
sesquichloride of iron to a hot concentrated aqueous solution of the acid; 
vermillion-coloured crystals are then gradually deposited, which adhere | 
closely to the bottom and sides of the vessel. (Brown.) 


Crystals. Stenhouse. Brown. 
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OCupric Pyromeconate.— The aqueous acid boiled for a short time 
with excess of hydrated cupric oxide, yields a pale green filtrate, which, 
an cooling, deposits long, slender, emerald-green, very fragile needles, 
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which do not lose weight at 100°, and dissolve very sparingly in_ boiling: 
water, or in alcohol either hot or cold. (Stenhouse.) — Brown prepared 
the salt by mixing ammonio-cupric sulphate with a warm aqueous solu- 
tion of pyromeconie acid. 


Crystals. Stenhouse. Brown. 
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With mercuric chloride, pyromeconic acid forms, after a while, a 
white, amorphous precipitate, which redissolves on boiling. (Brown.) ° 


Pyromeconate of Silver. — Pyromeconic acid does not precipitate 
nitrate of silver, but reduces part of the metal on boiling. When a 
few drops of ammonia are added to a cold mixture of the acid and the 
silver-solution, a pale yellow gelatinous precipitate is immediately formed, . 
which contains 51°8 p.c. (1 At.) silver-oxide; assumes a dark brown 
colour, even in vacuo; burns faintly when heated; and dissolves to a 
certain extent in cold water and alcohol. — Oxide of silver, immersed in. 
a cold aqueous solution of the acid, combines with it, and forms a heavy 
salt, which dissolves very sparingly in cold water; decomposes with black 
colouring, even in the cold; and when boiled with water, coats the sides 
of the test-tube with silver, without giving off any gas. (Stenhouse.) 

Pyromeconic acid dissolves in alcohol still more readily than in water. 
(Robiquet, Stenhouse.) : 

It dissolves in ether (John), and in 7vock-oil. (Choulant.) 

It does not form a compound ether when heated with alcohol and 
sulphuric acid. (Stenhouse.) . 


@. c. Lodine-nucleus. CtH®I0*. 


Iodopyromeconic Acid. 
Coie Cel il 


iene Brown, £0. PAu. rans, 21, 1, 49: Pil. Mag. J. 8, 20Y° ATK 
Pharm. 92, 921. 


Formation and Preparation. By the action of protobromide or proto- 
chloride of iodine on pyromeconic acid (p. 440). A recently prepared solu- 
tion of protochloride of iodine* is mixed with a solution of pyromeconic 
acid saturated in the cold, whereupon the liquid immediately becomes 
decolorised, and deposits a considerable quantity of iodopyromeconic acid 


in the form of thin plates. — If the solution of pyromeconic acid has been satu~ 
rated while hot, or if the chloride of iodine is in excess, the action goes too far,—. 


* The protochloride of iodine is obtained by the action of chlorine gas on iodine 
suspended in a small quantity of water, the liquid being kept cold and the action being 
stopped before the iodine is completely dissolved. — The protobromide is obtained by 
agitating bromine-water with excess of iodine, and decanting the reddish-brown liquid. 
(Brown.) 
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These crystals are collected after a while on a filter, washed with cold 
water, and then dissolved in boiling alcohol, from which solution the 
acid separates on cooling in colourless shining plates; from boiling water 
it crystallises in long thin needles, haying a slight acid reaction, 


Dried at 100°. Brown, 
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The crystals do not lose weight at 100°, but melt at a higher tempe- 
rature, forming a black liquid, which then suddenly decomposes, giving 
off a large quantity of iodine-vapour. The acid is decomposed by strong 
nitric acid, with separation of iodine. | 

It dissolves sparingly in cold, abundantly in boiling water. Alkalis 
and acids increase its solubility in water, but boiling with strong potash- 
solution decomposes it. The aqueous solution imparts a deep purple 
colour to sesquichloride of iron, and forms with nitrate of silver a yel- 
lowish white precipitate, soluble in ammonia. 


Baryta-salt. — On mixing an alcoholic solution of the acid, rendered 
slightly alkaline by ammonia, with an alcoholic solution of acetate of 
baryta, iodopyromeconate of baryta quickly separates in delicate crystals, 
which have an alkaline reaction, do not lose weight at 100°, and dissolve 
but sparingly in water and alcohol, either hot or cold. 


Crystals dried at 100°. Brown. 
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Lead-salt. — A mixture of the alcoholic solutions of iodopyromeconic 
acid and neutral acetate of lead, yields this salt on addition of a small 
quantity of ammonia, in the form of a colourless amorphous precipitate, 
which may be freed from excess of oxide of lead by digestion in warm 
acetic acid. 


Air-dried. Brown. 
PHO) DG. 3a: cots Li2ates.:| 2382:04.04. 235. 33°03 
TO eee AR secon osiek GO eet bee 5 
pe LS) i eS come SPSS “Aw Je 0°59 
| a Laren cee eS Lo PAGE 37°06 
BG) | coc octeere setae eee 40 11°76 
CUE PRTC cece etcenettere 340 100:00 


Todopyromeconic acid dissolves sparingly in cold, readily in boiling 
alcohol. (Brown.) 
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Appendix to Iodopyromeconte Acid. 


Todomecone. C*°H*I*O% 
J. F. Brown. Ann. Pharm. 92, 324. 


Formed by the action of an excess of chloride of iodine on pyrome- 
conic acid (p. 440), or on meconic or comenic acid, which differ in com- 
position from pyromeconic acid, only by the elements of carbonic acid : 


CH40% + 8ICl + 8HO = C®H‘I80® + 4CO? + 8HCI. 


When pyromeconic acid is acted upon by a quantity of chloride of 
iodine larger than is required to form iodopyromeconic acid, the liquid 
turns yellow and iodomecone is produced; and if, after separation of 
the undecomposed iodopyromeconic acid, potash be gradually added to 
the liquid, a black precipitate is formed which redissolves on agitation; 
on adding more potash, a point is attained, at which the precipitate 
exhibits a lighter colour, no longer redissolves on agitation, and is no 
longer increased by further addition of potash. The precipitate is then 
to be separated from the liquid by filtration, washed with cold water, 
and purified by repeated crystallisation from boiling alcohol. 

Iodomecone crystallises in shining, yellow, six-sided tables; smells like 
saffron; is neutral to vegetable colours; sublimes without decomposition 
considerably below 100°. Altogether, its properties resemble those of 
iodoform. 
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Iodomecone is decomposed with violence by strong nitric acid. Oil 
of vitriol does not act upon it in the cold, but decomposes it when 
heated, with separation of iodine. Caustic potash boiled with it for 
some time extracts a small quantity of iodine. 

It is insoluble in water and in bydrochloric acid, and is not decom- 
posed by the latter, even at a boiling heat. Dissolves in alcohol and 
ether. (Brown.) 


{. d. Bromine-nucleus. CH?BrO*. 


Bromopyromeconic Acid. 
C°H?Br0* = C”H*Br04,0?, 


J.¥. Brown. Ann. Pharm. 84, 41. 


Formed by the action of bromine on pyromeconic acid (p. 440).— 
When bromine-water is added to a strong aqueous solution of pyrome- 
conic acid, the latter being in excess, the bromine is quickly absorbed, 
and there remains a colourless liquid, which, after standing for an hour 
or less, deposits bromopyromeconic acid in beautiful small colourless 
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prisms. If the bromine water is in excess, this acid is not produced. From 
boiling alcohol the acid crystallises in fibrous plates, or if the solution be 
slowly cooled, in short prisms. It reddens litmus slightly. 


Brown 

10 © xara cee eee 60 ee kk ses aha 
BEL tee ee hot eee 3 1 Ey poe meta 2°05 
BEL EE ee pa a 80 5S) 41°34 
OP nae ee eee ae 48 PAT LS Gs ae Ld 24°68 
EOE Oo er ae 191 DAO OD voccocinue 100°00 


The acid, when subjected to dry distillation, melts, blackens, and 
gives off a large quantity of hydrobromic acid; and if the heat be long 
continued, a white crystalline substance begins to collect in the cold 
part of the tube. Nitric acid decomposes bromopyroméconic acid with 
effervescence; sulphuric acid dissolves it without visible decomposition. 

The acid dissolves sparingly in cold, somewhat more readily in hot 
water. — The solution does not precipitate chloride of barium, chloride 
of calcium, or sulphate of magnesia, even in presence of ammonia.— 
With ferric salts it yields a deep purple-red colour, quite different from 
the red tint produced by pyromeconic acid. — With ammonio-cupric 
sulphate it forms no precipitate in the cold, but on heating the liquid, a 
bluish precipitate is formed. — The acid does not form any precipitate 
with nitrate of silver; neither does it reduce the oxide to metallic silver 
at a boiling heat. 


Lead-salt, A warm alcoholic solution of the acid forms with an 
alcoholic solution of acetate of lead, a white precipitate, consisting of 
small, closely aggregated crystalline needles, which quickly settle down 
to the bottom of the vessel. The salt may also be obtained by mixing 
the aqueous solutions of the acid and of acetate of lead, with addition 
of ammonia; but it is then strongly coloured. 


Brown, 
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The salt could not be purified by recrystallisation, on account of its insolubility in 
water and alcohol: it was therefore carefully washed with alcohol. (Brown.) 4. 


ce. Amidogen-nuclet, 


@. a. Amidogen-nucleus. C°AAH". 


Piperidine. 
C°NH" = OC! AdHYH?, 


AnpERSON. Report of the Twentieth Meeting of the Brit. Assoc., 1850, 

Notic. and Abstr. 47; Ann. Pharm. 84, 345; Jahresber. 1852, 545. 
Canours. Ann. Chim. Phys. 38, 76; Chem. Soc. Qu. J. 6,175; abstr. 
Ann. Pharm, 84, 342; Jahresber. 1852, 546. 


PIPERIDINE. 447 


Anderson showed in 1850 that piperine and other organic alkaloids, 
treated first with nitric acid and then with potash, yield volatile bases; 
afterwards, in 1852, he examined more particularly the base obtained 
in this manner from piperine, and determined its composition by the 
analysis of the platinum-salt.— Cahours showed, somewhat later, but 
‘independently of Anderson, that the same base is obtained by heating 
piperine with potash-lime. Rochleder & Wertheim had previously shown that 
piperine yields a volatile oily base when heated with soda-lime; but they found this 
base to possess the properties of picoline, and regarded it as a pseudo-salt containing 
the elements of picoline united with a quaternary group of atoms. 


Preparation. 1. When J pt. of piperine is distilled with 23 to 8 pts. 
of potash-lime in a retort connected with a cooled receiver, a distillate 
is obtained, consisting of water, two distinct volatile bases, and a neutral 
substance having an agreeable aromatic odour. When this crude liquid 
is treated with fragments of caustic potash, a light oily substance sepa- 
rates, having a strong ammoniacal odour, and dissolving in water in all 
proportions. This oil, when distilled, passes over almost wholly between 
105° and 108°; but towards the end of the distillation, the thermometer 
rises quickly to 210°, and there remains stationary. The more volatile 
product, which forms more than 5% of the crude liquid, distils over 
entirely at 106°, when rectified. This liquid is piperidine. (Cahours.) — 
2. Piperine, treated with nitric acid, evolves red fumes, and forms a 
substance having an odour of bitter almond oi], and a brown resin, 
which dissolves with blood-red colour in potash, and when boiled with 
that substance, yields piperidine, in the form of a volatile liquid. 


(Anderson.) 


Properties. Colourless, very limpid liquid, having a strong ammo- 
niacal odour, but recalling also that of pepper, and a very caustic taste 
(Cahours); peculiar aromatic odour. (Anderson.) Blues reddened litmus 
strongly. Boils at 106°. Vapour density 2:958. (Cahours.) 


Cahours. 
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i 
(Cahours regards this compound as an imidogen-base of the formula Nom , 
'20-x FJ 10-y 


in other words, he supposes it to contain‘only 1 At. H. replaceable by an organic radical. 
This view appears to be supported by the action of iodide of methyl on methylopipe- 
ridine (p. 448). 


Decompositions. —1. Nitrous acid acts violently on piperidine, form- 
ing a heavy aromatic liquid, which however was not obtained in sufficient 
quantity for analysis, From the results obtained by the action of 
nitrous acid on aniline (see next yol.), it is probable that the compound 
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CHO? is first formed, and afterwards C°XH°0%,—2. Vapour of 
cyanic acid passed into piperidine forms piperidic urea : 


C°NH! + C°NHO? = C2N?H02, 


Cyanate of methyl and cyanate of ethyl form similar compounds, with 
1 H replaced by 1 At. methyl or ethyl. — 38. Jodide of methyl added to 
piperidine forms the hydriodate of methylopiperidine, C'!’NH1°(C?H!), 
Similar substitution-compounds are formed by the iodides of ethyl and 
amyl; also by chloride of benzoyl, chloride of cumyl; and apparently also 
by chloride of acetyl. (Cahours.) 


Combinations. Piperidine dissolves in all proportions in Water, 
forming a strongly alkaline liquid, which behaves with saline solutions 
like ammonia, excepting that it does not redissolve the oxides of zine 
and copper. 

Piperidine saturates the strongest acids, and forms crystalline salts 
with sulphuric, hydriodic, hydrobromic, hydrochloric, nitric, and oxalic 
acids. (Cahours.) 


Sulphate of Piperidine. C”NH",HO,SO® is obtained by saturating 
piperidine with sulphuric acid. It is erystallisable, deliquescent, and 
very soluble in water. <A solution of 1 At. of this salt, boiled with 
1 At. cyanate of potash, yields sulphate of potash and a compound 
analogous to urea : 


CYNH",HSO? + C?-NKO* = KSO! + C?N?2H?0?2 
a 
Piperidic urea. 


Sulphocarbonate of Piperidine. When bisulphide of carbon is added 
drop by drop to piperidine, a violent action takes place, and the mixture 
becomes very hot; and on dissolving the resulting solid mass (after the 
sulphide of carbon has been added in excess, and the action is terminated) 
in alcohol, and leaving the solution to evaporate, the salt separates, 
sometimes in slender needles, sometimes in symmetrical oblique prisms 
of considerable size. (Cahours.) 


Cahours. 
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Hydriodate of Piperidine. — Crystallises in long needles resembling 
the hydrochlorate. (Cahours.) 


Cahours. 
OOS vase acmanae eens 60 Chae | ee 28°18 
Nv ial: iy aioe ed 14 Gi wipe ace 6°69 
iS Uaet Al eal, ay ME hoe ye RY Es A ecteos sae fp 
D apd. sielwascce tate delet 126 59°43 
CYNE ELD | cdeteutetetive 212 AOU 


Hydrochlorate of Piperidine. — Long colourless needles, easily soluble 
in water and alcohol. From the alcoholic solution the salt separates in 
long prisms (Cahours); in needles an inch long. (Anderson.) The 
crystals volatilise when moderately heated, and are not altered by 
exposure to the air. 
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Cahours 
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Nitrate of Piperidine. — Obtained: by saturating the base with weak 
nitric acid, and evaporating in vacuo. Small crystalline needles. De- 
composes when heated, giving off vapours which have an aromatic odour. 


Very soluble in alcohol. (Cahours.) 
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Chloroplatinate of Piperidine. — Long orange-coloured needles, very 
soluble in water, less soluble in alcohol. (Cahours.) 
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Oxalate of Piperidine. —Formed by saturating piperidine with a 
solution of oxalic acid. Separates by evaporation in delicate needles, 
which may be obtained pure by a second crystallisation. 
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Conjugated Compounds of Piperidine. 


Methylopiperidine. 
CPNH™ = CH?,0°AdH,H? = OPN} cus} 


Canours. WN. Ann. Chim. Phys. 88, 92; Chem. Soc. Qu. J. 6, 179. 


Formed by the action of iodide of methyl on piperidine. The action 
is very violent,. so that it is necessary to add. the iodide of methyl drop 
by- drop, and keep the tube cool; otherwise the contents will be thrown 
out. When the liquids are mixed in equal volumes, hydriodate of 
methylopiperidine is obtained in a beautifully white, crystalline mass, 

OL Xs 2G 
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which is soluble in water, and when treated with potash yields methylo- 
piperidine in the form of an oily liquid, having an ammoniacal odour 
like that of piperidine, but more aromatic. The product is purified by 
digestion with fragments of caustic potash and subsequent rectification. 


Colourless, very mobile liquid, having an ammoniacal and aromatic 
odour. Boils at 118°. Vapour-density = 3°544. 
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Methylopiperidine dissolves in Water, and forms crystallisable com- 
pounds with Acids. 


Hydrochlorate. — Crystallises in beautiful colourless needles. 


Cahours 
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Chloroplatinate. — Hydrochlorate of methylopiperidine forms with 
bichloride of platinum, a double salt, which is soluble in water and still 
more in alcohol, and separates, by spontaneous evaporation of the 
alcoholic solution, sometimes in needles, sometimes in tables of a fine 


orange-colour. 
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C2NH8,HCI,PtCl .... 305°2 .... 100°00 


Methylopiperidine with Iodide of Methyl. — Methylopiperidine mixed 
with iodide of methyl, becomes slightly heated, and on heating the 
mixture in a sealed tube placed in the water-bath, it finally solidifies in 
a crystalline mass. On breaking the tube after a few days, heating to 
expel the excess of iodide of methyl, dissolving the crystals in alcohol, 
and leaving the solution to evaporate, it yields splendid crystals, which 
acquire a high lustre by drying between bibulous paper. © These crystals 
when distilled in a retort, partly volatilise, and are partly resolved into 
methylopiperidine and iodide of methyl. The same decomposition takes 
place when the crystals are distilled with fragments of potash. 


ETHYLOPIPERIDINE. 451 
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As the crystals, when distilled with potash, do not yield any distinct organic base, 
it does not appear possible to replace more than 1 At. H. in piperidine by methyl 
(see p. 447). 


Ethylopiperidine. 
CUNH = CHLCPAGHH? = CN | rad 


(GAHS) 
Canours. WV. Ann. Chim. Phys. 38, 95; Chem. Soc. Qu. J. 6, 179. 


Formation and Preparation. — By the action of iodide of ethyl on 
piperidine. The mixing of the two liquids is attended with considerable 
tise of temperature, though not so great as with iodide of methyl. The 
mixture must however be made with caution, and the vessel kept cool, 
to avoid projection of the liquid. On heating the mixture in sealed 
tubes placed in the water-bath, it solidifies in a mass of beautiful white 
erystals of hydriodate of ethylopiperidine, which, when decomposed by 
potash, yields the base. 


Properties. Colourless, very mobile, oily liquid, lighter than water; 
has an odour like that of piperidine, but less ammoniacal and more 
aromatic. Boils at 128°. Vapour-density = 3:986, 
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PORE 8. een a: 15 | Sige lime ea 13? 19 
ENS eget eeecse oes 113 100-00.23-—-: 99°94 
Vol. Density. 
CRyapourPavewtscoresectserme 140.5 O° S240 
Neen SA Geauterise West sscsevsdeese Ti tage 0'°9706 
ESS PAS corse een shatengnctuntnsroneisets Lov ae 10395 
Vapour of Ethylopiperidine... 2 .... 7°8341 
Dee oO TO 


Ethylopiperidine dissolves in Water, but less abundantly than piperi- 
dine; potash in fragments added to the solution separates the base 
completely. It dissolves readily in Alcohol and Kther. 


Hydrochlorate. C4NH,HCI1,PtC?. — Forms beautiful needles, having 
considerable lustre. 


Chloroplatinate. — A concentrated solution of the hydrochlorate, 
mixcd with a concentrated solution of bichloride of platinum, forms an 
abundant precipitate, which dissolves in a larger quantity of water, 
especially when hot. If this precipitate be redissolved in a mixture of 

2a 2 
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equal parts of water and alcohol, and the solution left to evaporate 
spontaneously; the double salt separates in large orange-coloured prisms 
of great beauty. 


Cahours. 
| SA Cert eke eens eR | eae 7G etm SE) 
Nyce cuanerssy ARs 140 3. 4°30 Prete: 4°28 
1G Te Lee diccsnteeee 16°0 Th 1h tel cheese 5°16 
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SAG 04 Ree RPS ta eee 106°2 Bo 2h 


CYNE HCL PtCe ©. 31992, 3, 100300 


Ethylopiperidine scarcely exhibits any rise of temperature when 
mixed with iodide of ethyl. When placed together with excess of 
iodide of ethyl in sealed tubes, and heated in the water-bath for several 
days, it yields a viscous mass, which floats upon the hydriodie ether. 
Water dissolves this product in all proportions, forming a solution which 
does not crystallise in vacuo. The solution treated with excess of 
recently precipitated oxide of silver, yields a deposit of iodide of silver, 
and a liquid which, when evaporated in vacuo, yields very deliquescent 
crystals, having a bitter taste and a strong alkaline reaction. These 
crystals decompose when strongly heated, yielding ethylopiperidine and 
an inflammable gas. They dissolve with rise of temperature in hydro- 
chloric acid, forming a solution which, when concentrated by heat, or 
better by evaporation in vacuo, yields a slightly deliquescent salt, which 
crystallises in scales. — The solution of this hydrochlorate forms a 
copious precipitate with a concentrated solution of bichloride of platinum; 
but if the liquids be mixed in a state of greater dilution, and at a boiling 
heat, the mixture on cooling deposits the platinum-salt of [biethylo- 
piperidine] in small orange-coloured prisms, bearing a strong resemblance 
to chloroplatinate of potassium. 


Cahours 
Wie ( RD oi crcccccanede aed 108°0 OAL eee 31:01 
WOE Ma ditcescs te ee 14°0 4°03 
DO BG ekescantess oe tered 20°0 57 Ome 5°82 
js Ce A es oe §9°0 285 Cdngecw ce 333 28°26 
"a al oR aowan Neenerrietmn > eel Bm 106°2 30°60 
C!8NH!9,HCI,PtCl?.... 347°2 .....100°00 


The formula of this salt may also, and with greater probability, be 

written in the form C*’NH*CI,PtCl’, representing it as the chloroplati- 
10 

nate of biethylopiperidammonium, CHNH® = ON { rete of which 
the viscous substance obtained by treating the product of the action of 
iodide of ethyl on ethylopiperidcine with oxide of silver, is the hydrated 
oxide = C’¥*NH*O,HO. (Cahours.) The salts of ethylopiperidine, 
methylopiperidine, and piperidine itself may of course be likewise repre- 
sented as analogous to ammonium-salts, e. g. the hydrochlorate of 
piperidine = C°NH™,Cl. It would be interesting to know, whether the 
action of oxide of silver on the iodides of these bases would also give 
rise to the formation of crystallisable hydrates. 4. 
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B. <Amidogen-nucleus. C”Ad?H?0‘, 


Nitrothein. 
CPN ZT IOS — CA d?H20* O22 


SrenHousE (1843). Phil. Mag. J. 23, 426; also Mem. Chem. Soc. 
J, 219, and 239; also Ann. Pharm. 45, 371; 46, 229. 
RocHLEDER, Ann. Pharm. 73, 56. 


Rochleder’s Cholestrophane. 
Formation. By the action of nitric acid or chlorine-water on coffein. 


Preparation. 1. Coffein is boiled for some hours with strong nitric 
acid, till a sample of the liquid leaves, on evaporation, no longer a yellow 
but a white residue; the liquid is then evaporated to a syrup and cooled, 
aud the resulting crystals purified by recrystallisation from water, and 
pressure between paper. 100 pts. of coffein yield from 5 to 6 pts. of 
nitrothein. (Stenhouse.) — 2. Chlorine gas is passed through water in 
which coffein is suspended, till the amelic acid at first produced is decom- 
posed; the solution is then left to crystallise. (Rochleder.) 


Properties. Crystallises from water in large white nacreous lamina; 
from ether by evaporation in very regular octohedrons; and by sublima- 
tion, which takes place readily and without decomposition, in delicate 
shining lamine, like naphthalin. The crystals grate between the teeth, 
have a sweetish taste, and redden litmus very slightly, or not at all. 


(Stenhouse. ) 


Crystals dried at 100°. Stenhouse. Rochleder. 
LU CBr BE eenssusestrs, tae GO rey BA ZO tesinnns 42°). ee 42-00 
ZAIN Geo Sansaraiacend 2 act doe onan 104i eee, 2000 
Ge EU decency a s006me Oo Ries BBS ems -incen A°26. Oks 4°25 
6 Ores, ah at AS ai. eeu OU eta 34°26 3... 33°75 
CHIN SEEOOI DT \tevesavasucve O42 ns 10000) ase LOO OOF F,, 100°00 


Decompositions. 1. Nitrothein is easily set on fire, and burns with a 
bright flame. (Stenhouse.)— 2. When boiled with potash-ley, it gives 
off a large quantity of ammonia (Stenhouse), and perhaps also ethyla- 
mine, and forms carbonate and oxalate of potash. (Rochleder.) If 
ethylamine is produced in this reaction, the equation may perhaps be : 


CON2H°OS + 4KO + 4HO = C*K208 + 2(KO,CO2) + C!NH7 + NHB, 


Combinations. Nitrothein dissolves in 3 pts. of cold, and in a much 
smaller quantity of hot water. The solution produces no reaction with 
acetate of lead, ferrous sulphate, or nitrate of silver. (Stenhouse.) 

Nitrothein dissolves readily in alcohol and ether. (Stenhouse.) 
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Ff. Nitrogen-nucleus. CYN*H4, 


Xanthic Oxide. 
CYN‘H4O! = CYN‘H4,049 


Marcet. In his /ssay on the Chemical History and Medical Treatment 
of Calculous Disorders. Lond. 1819. Translated into German by 
HeEINEKER, Bremen; abstr. Schw. 26, 29. 

Wouter & Liesie. Pogg. 41, 393; also Ann. Pharm. 26, 340. 


Xanthin (which name would be preferable, if it did not also belong to madder- 
yellow.) — Discovered by Marcet in 1819; (first analysed by Wohler & 
Liebig). Very rarely forms human calculi. (Marcet, Wohler & Liebig, 
Laugier, J. Chim méd. 5, 513); occurs in the urine of spiders, (J. Davy, 
N. Hd. Phil. J. 40, 355.) According to Gorup-Besanez, this substance 
contains, not xanthic oxide, but guanine. 


Properties. The calculus consisting of xanthic oxide is brown, 
smooth, hard, of laminar structure, and when dissolved in water reddens 
litmus slightly (Marcet); it is globular, smooth, and of dark brownish 
yellow colour (Laugier); its surface is sometimes light brown, smooth, 
and shining, sometimes whitish and earthy; on the fracture, it exhibits a 
brownish flesh-red colour; it acquires a waxy lustre by friction; consists 
of concentric layers without fibrous or crystalline structure; and has the 
hardness of the denser uric acid calculi. (Wohler & Liebig.) — By dis- 
solving the calculus in potash, precipitating the filtrate with carbonic 
acid, and washing and drying the white pulverulent precipitate, the 
xanthic oxide is obtained in very hard yellowish lumps, which acquire a 
waxy lustre by friction, and are free from potash. (Wohler & Liebig.) 


Dried at 100°. Wohler & Liebig. 
10c0. nda eres SO vans. SpA dec scauasaeg 39°86 
ARIS viens Raw A et siieeeres vols 56 ate! Coa 36°72 
EE RFR coon a erdtoors ae A 4 rAd ss Re 2°60 
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[According to the formula C!™N‘H*,Of, xanthic oxide would be the monobasic acid 
of the nucleus whose bibasic acid is uric acid. | 


Decompositions. 1. The xanthie oxide calculus yields by dry distillation, 
an aqueous solution of carbonate of ammonia which crystallises on 
cooling, and a thick yellow oil (Marcet); it gives off a large quantity of 
hydrocyanic acid, and yields a sublimate of carbonate of ammonia, not 
of urea. (Wohler & Liebig.) — 2. Before the blow-pipe, the calculus flies 
to pieces, blackens, emits a faint, peculiar, empyreumatic, animal odour, 
(different from that of heated uric acid, and more like that of burnt 
horn. W. & L.) and consumes down to a small quantity of ash. (Marcet.) 
— 3. Its solution in nitric acid leaves on evaporation a dry lemon-yellow 
residue, which dissolves partially in water. The solution thus formed is 
yellow; loses its colour when mixed with acids, but is coloured bright 
red by potash; and yields by evaporation, a carmine-coloured mass which 
dissolves with yellow colour in water. (Marcet.) The residue left on 
evaporating the solution in strong nitric acid, forms with water a yellow 
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solution, and when heated with potash-ley, a red solution, which acquires 
a deeper red colour on evaporation, and leaves a red residue soluble with 
yellow colour in water. (Laugier.) Xanthic oxide dissolves in nitric acid 
without evolution of gas, but much less quickly than uric acid, and the 
solution leaves on evaporation a bright lemon-yellow mass, which dis- 
solves in water with light yellow, and in potash-ley with deep reddish 
yellow colour. The latter solution forms a yellow precipitate with sal- 
ammoniac, and, when mixed with chloride of soda, gives off nitrogen gas, 
and becomes dark-coloured at first, but afterwards colourless. (Wohler & 
Liebig.) — As gelatin, chondrin, &c. likewise yield with nitric acid a yellow residue, 
which turns red when treated with potash, this behaviour of xanthic oxide with nitric 
acid is not characteristic. (E. Barruel, J. Chim. méd. 16, 13.) 


Combinations. Xanthic oxide dissolves to a slight extent in boiling 
water, and as the solution cools, a white film forms on the surface, and 
gradually sinks to the bottom. (Marcet.) 

It dissolves in ov of vitriol, and is not precipitated from the solution 
by water. (Wéhler & Liebig.) 

It dissolves very sparingly in dilute acids, perhaps through the 
medium of the water contained in them. (Marcet.) It is insoluble, or 
very sparingly soluble, in hydrochloric acid. (Wohler & Liebig.) 

Tt dissolves in ammonia (Marcet), more readiiy than uric acid, and 
the solution leaves on evaporation a yellowish laminated mass, still con- 
taining a small quantity of ammonia. (Wohler & Liebig.) 

It dissolves very readily in potash-ley, whence it is precipitated by 
acids (Marcet); the solution has a dark greenish brown-yellow colour, 
like bile; immediately deposits the xanthic oxide when carbonic acid is 
passed through it; and when mixed with sal-ammoniac, deposits the 
xanthic oxide on evaporation, and with evolution of ammonia. (Wohler 
& Liebig.) 

Xanthic oxide likewise dissolves in aqueous mono-carbonate of potash, 
but not in bicarbonate of ammonia, potash, or soda. (Marcet.) 

It dissolves sparingly in acetic acid. (Marcet.) 

It is insoluble, or but very sparingly soluble, in owalic acid. (Marcet, 
Wohler & Liebig.) 

It is insoluble in alcoho] and ether. (Marcet.) 


Uric Acid. 
C°N4H40° = CY N‘4H4 0%, 


ScHEELE. Opusc. 2,78; also Crell. V. E'ntdeck, 3, 227. 

BreramMan. Opusc. 4, 387; also Crell. VN. Entdeck, 3, 282. 

Prarson.. Scher. J. 1, 48. 

Fourcroy. Ann. Chim. 16, 116; 27, 225. 

VauqueLin. J. Phys. 88, 456.— Ann. du Mus. 1, 96; 7, 258. 

Wiuiram Henry. Ann. Phil. 2, 57. 

Gay-Lussac. Ann. Chim. 96, 53; also Schw. 16, 84. 

CHEVALLIER & Lassatang, Ann. Chim. Phys. 13, 155; also Schw. 29, 
DASY fe 

Gasp. Brua@NaATELLI. Brugn. Giorn. 11, 88 and 117; 12, 1383; 18, 464. 

Prour. Schw. 28, 182. -— Ann. Chim. Phys. 11, 48. — Ann.. Phil. 
VOT EY 
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Braconnot. Ann. Chim. Phys. 17, 892; abstr. Schw. 33, 263. 

Werzuar. Beitrdge zur Kenntniss des menschlichen Harns. Frankf. 
1821, 69; abstr. Schw. 38, 264. 

Liepie. Pogg. 15, 569.— Ann. Pharm. 5, 288. 

Wouter & Liesia. Ann. Pharm. 26, 241. 

Lipowitz. Ann. Pharm. 88, 348. 

Ava. Benscu. Ann. Pharm. 54, 189. 

Jam. Attan & Ava. Benscu. Ann. Pharm. 65, 181. 

Heintz. Ann. Pharm. 55, 62. 


Lithic acid, Harnstiure, Urinsdéure, Blasensteinstiure, Acide urique, Ac. lithique, 
Pearson’s lithic oxide, or animal oxide. — Discovered by Scheele in 1776.— 
Occurs in the urine of man, of the lion, tiger, leopard, hyaena, dog (Mar- 
chand, J. pr. Chem. 14, 496), of the ox (Bodeker, J. pr. Chem. 25, 254), 
also in the allantoic liquid (Jacobsen, Mechel Archiv. 8, 332; Prevost & 
Le Royer, Bull. d. Sc. méd.'7, 25); in the urine of birds, especially of 
the carnivorous and graminivorous kinds; therefore also in the dung of 
sea-birds, which accumulates in deep layers in the form of guano on the 
islands of South America and Africa; in the urine of serpents, crocodiles, 
lizards, and tortoises; in the urine of the silkworm-butterfly (Brugna- 
telli), and of other butterflies and moths (J. Davy); of several cater- 
pillars, of horse-dung-beetles, grasshoppers, crickets, scolopendra, wasps 
(also, according to Audouin), and of several flies (J. Davy, NV. Hd. 
Phil. J. 40, 231 and 335; 45,17); in cantharides (Robiquet), in many 
species of Meloé (Lavini & Sobrero, V. J. Pharm. 7, 469); in the 
so-called biliary ducts (which, according to Audouin, VY. Ann. Sc. Nat. 
Zoologie, 5, 130, should be regarded as urinary organs, or, according to 
Meckel, as urinary and biliary organs), of the Lucanus Capreolus (Aubé); 
in the urinary organ of several species of Helix (Mylius, J. pr. Chem. 
20, 509), and in the urine of those animals (J. Davy, V. Hd. Phil. J. 45, 
385.) — Very many urinary concretions and deposits of man, fewer of 
the dog, and many of birds, serpents, lizards, and tortoises, consist of uric 
acid or urate of ammonia. 

To determine the quantity of uric acid in a liquid urine, the urine is 
to be mixed with hydrochloric acid (or with acetic or phosphoric acid, if 
albumin is present), and the uric acid which settles down after some 
time collected. (Heintz, Pogg. 70, 122.) Scratching the sides of the 
vessel with a glass rod accelerates the deposition. (Wetzlar.) — Or the 
urine may be evaporated to an extract; this extract exhausted with 
93 per cent. alcohol; the undissolved portion treated with dilute potash; 
the uric acid precipitated from the filtrate by acetic acid with the aid 
of heat (hydrochloric acid would likewise precipitate mucus); and the 
precipitate washed with water containing acetic acid. (Lehmann, J. pr. 
Chem. 25, 13.) —If a urinary calculus contains so small a quantity of 
uric acid, that it merely exhibits the red colouring when evaporated with 
nitric acid, but gives no precipitate with hydrochloric acid when exhausted 
with potash; it may be boiled with water and carbonate of lithia; the 
filtrate treated with hydrochloric acid will then yield a precipitate of uric 
acid, (Lipowitz, dnn Pharm. 38, 352.) ' 


Preparation. a. Prom urinary calculi containing uric acid or urate 
of ammonia,—or from the sediment deposited from human urine, especially 
after addition of hydrochloric acid,—or from the urine of carnivorous and 
graminivorous birds (Praconnot),—or from the urine of the Boa-constrictor, 


URIC ACID. ADT 


which rs less contaminated with brown colouring matter. (Prout.) —1. Hither 
of these materials, which may be previously freed from phosphate of 
lime and a portion of the brown colouring matter, &c., by boiling 
(Kodweiss), or by a day’s maceration (Wohler) with dilute hydrochloric 
acid, is dissolved in warm potash-ley; the uric acid precipitated from the 
filtrate by hydrochloric acid; warm potash-ley saturated with the pre- 
cipitated and washed uric acid; the solution evaporated to a pulp; the pulp 
consisting of granules of acid urate of potash, spread out upon linen, 
washed by stirring it up several times with a small quantity of cold water, 
and then strongly pressed; and the residue dissolved in boiling water. 
The liquid on cooling deposits the salt in white but still rather impure 
erystals; the purest salt is deposited, after a few days, from the mother- 
liquor decanted from the first crystals, this liquid then retaining nothing 
but brown colouring matter and carbonate of potash. This purest salt, 
dissolved in potash-ley, yields, on addition of hydrochloric acid, a white 
precipitate of pure uric acid, gelatinous at first, but afterwards aggre- 
gating in scales. (Braconnot.) — 2. Serpents’ urine, poultry-dung, or a 
urinary calculus, is boiled with a solution of 1 pt. hydrate of potash in 
20 pts. water as long as ammonia is given off; carbonic acid gas passed 
through the filtrate, till the precipitate, which is at first gelatinous, 
becomes heavy and granular, and sinks to the bottom — or, which comes 
to the same thing, till the liquid becomes nearly neutral;— the precipitate 
of acid urate of potash, washed till the wash-water shows turbidity on 
being mixed with the first filtrate; then dissolved in dilute potash and 
the solution poured while hot, into dilute hydrochloric acid. (Bensch.) — 
Delffs heats pulverised serpents’ urine with 1 pt. of caustic potash and 
14 pts. of water to the boiling point; allows the hot solution to run 
directly from the filter into a mixture of 2 pts. oil of vitriol and 8 pts. 
water, stirring all the while; and purifies the uric acid (which settles down 
in a less bulky form, in proportion as the mixture was hotter) by decanta- 
tion and washing. (Pogg. 81, 311.) —3. The substances containing uric 
acid, especially those from which potash would extract a large quantity of 
foreign matters, colouring the liquid and impeding the filtration —the dung 
of birds for example—may also be boiled with a solution of borax in 120 
pts. of water, and the filtrate precipitated by hydrochloric acid (Wetzlar, 
Bottger, V. br. Arch. 9,132; see also Landerer, V. J. Pharm. 19, 439; and 
Arppe, Ann. Pharm, 87, 287).— 4. Serpents’ urine-may also be dissolved 
in warm oil of vitriol; the [decanted ?] solution gradually diluted with 
water (if it be too much diluted, the colouring matter will be precipitated 
as well as the uric acid); and the precipitated uric acid washed on the 
filter with more water. (Fritzsche, J. pr. Chem. 14, 245.) 


Various methods of Purification. —1. The uric acid is dissolved in oil 
of vitriol, and precipitated therefrom by water, (Débereiner.) — 2. It is 
boiled with dilute hydrochloric acid, which removes colouring matter and 
a peculiar flocculent substance. (Gasp. Brugnatelli.) — 3. W. Henry 
endeavours to free the uric acid from mucus by digestion with carbonate 
of ammonia, but converts it thereby into carbonate of ammonia, as 
Wetzlar and Débereiner have shown. — 4. Luigi Brugnatelli (Lrugn. 
Giorn. 12, 155) dissolves the uric acid in lime-water, and reprecipitates 
it therefrom by hydrochloric acid. — 5. O. Henry (/. Pharm. 15, 165) 
boils the precipitate obtained from human urine by basic acetate of lead 
with carbonate of potash, and precipitates the uric acid from the filtrate 
with hydrochloric acid. 
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6. From Guano. — 1. Guano is boiled for several hours with crude 
potash, slaked lime, and water, the solution strained through a conical 
cloth filter, and evaporated to a thick pulp; this mass strongly pressed 
between linen; the residue suspended in water and decomposed with 
hydrochloric acid; the crude uric acid thus separated, washed with water 
and dissolved in weak potash-ley; the solution evaporated till it solidifies 
to a pulp, which is then strongly squeezed in the press-bags; the urate of 
potash thus obtained boiled with a double quantity of water, stirring 
constantly, and the liquid strongly pressed out; and this boiling and 
pressing three or four times repeated, till a sample of the residue treated 
with hydrochloric acid yields perfectly white uric acid. Lastly, the per- 
fectly white urate of potash is dissolved in hot water containing potash; 
and the clear solution poured into excess of hydrochloric acid. The 
mother-liquors obtained in these processes yield, by further treatment, a 
little more uric acid, amounting altogether to 2} per ceut. of the guano. 
(Bensch, Ann. Pharm. 58, 206.) — 2. Guano is exhausted, first with 
water, then with potash-ley; the latter brown solution mixed with 
chloride of calcium to separate a mouldy substance; and pale yellow uric 
acid obtained from the pale yellow filtrate by precipitation with hydro- 
chloric acid. (Bibra, Ann. Pharm. 53, 111.) 


Properties. Delicate, white, nacreous scales (in the impure state, 
yellowish or brownish). The crystals obtained by evaporation from the 
hot aqueous solution, often appear, when examined by the microscope, to 
be four-sided prisms, acuminated with octohedral faces resting on the 
terminal edges. (Bensch.) Fritzsche observed under the microscope 
transparent, colourless, smooth, thin, square tables. — Tasteless and 
inodorous; the aqueous solution reddens litmus (Scheele, W. Henry); it 
does not redden litmus. (Pearson.) 


Var. & 
Air-dried crystals. Liebig. Mitscherlich. Heintz. Will. 
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Liebig (Ann. Pharm. 10, 47); Mitscherlich (Pogg. 33, 335); Heintz (Pogg. 
79, 123); Varrentrapp & Will (Ann. Pharm. 39, 279.) 


Prout. 
earlier. later, Bérard. Kodweiss. Gobel. 
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Kodweiss (Pogg. 19, 1); Gobel (Schw. 58, 475). 
The crystallised acid contains no water of crystallisation (Bérard [comp. however 
p. 465]. 


Decompositions. 1. Perfectly dry uric acid subjected to dry distil- 
lation neither melts nor gives off any liquid distillate, but yields a 
copious brownish yellow sublimate of cyanuric acid, urea, and hydro- 
cyanate of ammonia, together with a large quantity of free hydrocyanic 
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acid. (Wohler, Pogg. 15, 529, and 626.) As neither cyanuric acid nor 
urea is volatile, these bodies must be formed from other products of 
decomposition, ¢. g., urea from ammonia and cyanic acid. (Wéhler.) — 
At the commencement of the process, carbonate and hydrocyanate of 
ammonia sublime, and a brown empyreumatic oil passes over, together 
with free hydrocyanic acid; afterwards cyanuric containing ammonia 
sublimes, and is ultimately carried forward by the water loaded with 
empyreumatic oil. (Chevallier & Lassaigne.) The cyanuric acid thus 
formed amounts, according to Scheele, to }:, according to Pearson, to +?;; 
the residual charcoal, which burns to ashes with difficulty, amounts, 
according to Scheele, to 4, according to Pearson, to 53, according to 
W. Henry, to 4; according to Pearson, the dry distillation of 20 grains 
of uric acid produces 5 cubic inches of carbonic acid and 5 cubic inches 
of nitrogen gas; according to W. Henry, the gases evolved are carbonic 
acid and carburetted hydrogen. 

2. Uric acid heated in contact with the air becomes carbonised, and 
gives off an odour of burnt bones. (Pearson.) — For the conversion of urate of 
ammonia into oxalate by the action of air and light, see page 467. Mixed with 
carbonate of soda and fermented with beer-yeast, it is converted at 
32° C. into oxalic acid, urea, and carbonate of ammonia. (Ranke, J. pr. 
Chem. 56, 1.) 

3. Perfectly dry Chlorine gas does not act at ordinary temperatures 
on perfectly dry uric acid; but at higher temperatures, it produces a 
very large quantity of cyanic and hydrochloric acid, the uric acid dis- 
appearing altogether, with the exception of a small carbonaceous residue. 
(Liebig, Pogg. 15, 567.) If the uric acid be strongly heated from the 
very beginning of the action, solid chloride of cyanogen is likewise 
obtained. (Kodweiss.)— Moist uric acid swells up at ordinary tempe- 
ratures in chlorine gas, giving off carbonic and cyanic acid, and leaving 
a residue which is perfectly soluble in water, and contains ammonia, 
hydrochloric acid, and a large quantity of oxalic acid. (Liebig.) 
Chevreul (N. Gehl. 7, 530), who states that the uric acid is converted into oxalic acid 
in five minutes, had probably used moist uric acid. — When uric acid is sus- 
pended in a large quantity of cold water, chlorine gas, not in excess, 
passed through the liquid, and the whole agitated, the uric acid dis- 
solves, forming free hydrochloric acid, sal-ammoniac (which then, by 
the further partial action of the chlorine, produces a small quantity 
of chloride of nitrogen), a large quantity of acid oxalate of ammonia, 
a very small quantity of alloxantin or alloxan (inasmuch as the liquid, 
when evaporated to dryness, leaves a pale purple residue), parabanic 
acid, a substance rich in nitrogen and very sparingly soluble in water, 
and, according to Pelouze, also ailanturic acid. 

Uric acid suspended in 20 pts. of water, dissolves, when chlorine 
gas is passed through the liquid, with slight effervescence [of nitrogen 
gas, proceeding from the chloride of nitrogen |, and separation of yellowish 
white flakes, which are a compound of chlorine witb animal matter. 
The strongly acid solution, which continues for a very long time to give 
off gas bubbles, even without heating, contains hydrochlorate and oxalate 
of ammonia, hydrochloric acid, malic acid {?], oxuric acid (p. 169), and 
purpuric acid [?], which last three acids are decomposed when the 
passage of the chlorine is continued, so that only hydrochloric acid, 
oxalic acid, and ammonia, remain. (Vauquelin.) — When uric acid is 
heated with a quantity of chlorine-water not quite sufficient to dissolve 
it, a liquid is formed, which is reddened by evaporation, and still more 
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by addition of ammonia, and contains a yellow, gelatinous, deliquescent 
body, soluble in alcohol. (Kodweiss.) — Cold chlorine-water also pro- 
duces allanturic acid; but when chlorine gas is passed in excess through 
a boiling aqueous solution of uric acid, scarcely any thing is produced 
but hyperacid oxalate of ammonia, which is then also resolved into gases. 
(Pelouze, WV. Ann. Chim. Phys. 6,71; also Ann. Pharm. 44, 108.) — 
Chlorine water forms with uric acid, alloxantin, alloxan, parabanic acid, 
and oxalic acid. (Wohler & Liebig.) — When chlorine gas is passed 
through uric acid suspended in a very large quantity of cold water, the 
water poured off from time to time, and renewed, chlorine again passed 
through, &c., till the whole is dissolved, there is obtained a colourless, 
very acid liquid, smelling strongly of chloride of nitrogen. This liquid 
when heated gives off gas-bubbles (probably nitrogen gas; at all 
events, no volatile chloride of cyanogen condenses on passing the gas 
through a tube surrounded with a freezing mixture; afterwards a small 
quantity of carbonic acid passes over); and yields, by further evaporation, 
a crystalline mass, besides a mother-liquor containing ammonia. This 
crystalline mass, dissolved in hot water and filtered, leaves a white 
powder, while the filtrate, when evaporated and cooled, first yields white 
crystals of acid oxalate of ammonia, then honey-yellow crystals, then 
again white crystals of sal-ammoniac. The white powder chars when 
heated, with evolution of hydrocyanic acid, and without fusion; it is 
perhaps the substance described by Schlieper (pp. 461, 462). — The 
honey-yellow crystals, when heated, swell up, turn brown, emit an odour 
of hydrocyanic and cyanic acid, yield a white crystalline sublimate which 
reddens litmus, and leave a small quantity of charcoal. With warm 
nitric acid they effervesce strongly, and form a colourless solution, They 
dissolve sparingly in warm oil of vitriol, without charring when heated. 
With cold strong potash-solution, they give off ammonia; their aqueous 
solution reddens litmus strongly, and does not precipitate chloride of 
calcium; they dissolved readily in hot aqueous ammonia, the greater 
portion separating out on cooling in colourless or yellowish needles. The 
mother-liquor of these needles yields with chloride of calcium a preci- 
pitate insoluble in hot acetic acid; and the solution of the needles in hot 
water, yields, when mixed with hydrochloric acid and rapidly cooled, 
a similar (only yellowish) crystalline precipitate, like oxaluarate of 
ammonia mixed with hydrochloric acid (ix. 441). According to this, the 
honey-yellow crystals might be regarded as parabanic acid (ix. 442), 
accidentally coloured. (Gm.) 

4. Uric acid, boiled for some time with Zodine and water, dissolves 
partially, forming a liquid which contains purpurate of ammonia [alloxan 
or alloxantin, with hydriodate of ammonia ?] (Prout, Brugnatelli); but if 
the iodine is in excess, the purpurie acid is converted into oxalic. 
(Vanquelin.) 

5. Cold concentrated Nitric acid converts uric acid, with rise of 
temperature and evolution of carbonic acid and nitrous vapours, into 
alloxan and urea, which is then further decomposed by the nitric acid ; 


CN4H408 + 20 + 2HO = C8N?H708 + C?N?7H40?. 


When pulverised uric acid is added to cold nitric acid of sp. gr. 1°425, 
by small portions, at sufficiently long intervals, and mixed in such a 
manner that the mass shall not become warm, it solidifies, as soon as 
the further addition of uric acid no longer causes an abundant evolution 
of carbonic acid and nitrous fumes, into a crystalline magma of alloxan; 
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and the mother-liquor, when gently heated, gives off pure nitrogen gas, 
and retains nothing but nitrate of ammonia. Probably the urea forined 
from the uric adicl is converted by the nitrous acid at the beginning of 
the action, into nitrite of ammonia and cyanic acid : 


C*N?H4O0? + NO? = NH*,NO? + C7NHO? 


The cyanic acid is converted, in the known manner, with water, into 
ammonia and carbonic acid, so that at first only the latter is evolved, 
and afterwards the nitrate of ammonia is resolved by heat into water and 
nitrogen gas, which is therefore given off in the pure state. But as the 
nitric acid is at first in very large excess, the nitrite of ammonia is 
partly resolved therewith into nitrate of ammonia and nitrous acid, 
which escapes in red vapours. (Liebig & Wéhler.) [As the mixture 
contains an excess of nitric acid up to the end of the reaction, it is not 
very easy to see how nitrite of ammonia can be formed. ]— Cold nitric 
acid of sp. gr. 1:55 likewise yields alloxan, but at the same time produces 
a brown substance, by the formation of which the aggregated lumps of 
uric acid acquire a black-brown colour, and the resulting alloxan also 
becomes brown and difficult to decolorise. (Liebig & Wohler.) 

Urie acid boiled with strong nitric acid does not yield a trace of 
alloxan, but is converted into parabanic acid, which separates on cooling 
in long narrow prisms, and in scales. (Liebig & Wohler.)-—[On the 
supposition that alloxan is at first produced and then further oxidised, 
the equation is: 

CON2H-O? - 2O = CON7B7O* + 2007.) 


When J pt. of uric acid is gradually added to 2 pts. of cold nitric acid, 
of sp. gr. 1°25, and the mixture, after the completion of the action, 
cooled to 20°, till it solidifies to a thin pulp, and this product thrown on 
a filter, it yields a filtrate containing hydurilic acid, a large quantity of 
parabanic acid, oxalic acid, and ammoniacal salts,—and a residue, 
which when dissolved in a small quantity of hot water, is resolved into 
a large quantity of undecomposed uric acid (because the nitric acid was 
not in sufficient quantity), and a syrupy solution. This solution does 
not crystallise on cooling; when gently heated it becomes turbid, and 
deposits alloxantin, together with a white sparingly soluble wiadens 

when heated with nitric acid, it gives off carbonic acid, with strong 
effervescence, and then solidifies on cooling to crystals of alloxan. 
(Schlieper.) — 'The white sparingly soluble powder mixed with the allox- 
antin, remains behind when the alloxantin is dissolved in dilute nitric acid. 
It is not altered by strong nitric acid; dissolves in oil of vitriol, whence it 
is but slightly precipitated by water; is insoluble in cold water; sparingly 
soluble in hot water, whence it is deposited by cooling and evaporation; 
and dissolves in ammonia, forming a liquid, which dries up to a gum, and 
forms, with nitrate of silver, a white precipitate which turns ‘black on 
boiling; in potash it dissolves with evolution of ammonia, is precipitated 
therefrom by acetic but not by hydrochioric acid, and may be regarded 
as the ammonia-salt of a peculiar acid. (Schlieper.)— To obtain this 
acid, the white powder is boiled with potash-ley, till it no longer gives 
off ammonia (whereby, however, an alteration appears to be produced, 
as hydrochloric acid then produces a precipitate); the solution, mixed 
with acetic acid and alcohol, whereby granular crystals are precipitated, 
still containing potash; these crystals redissolved in potash; and the acid 
obtained in the form’ of a soft. white crystalline powder by super- 
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saturating the hot solution with hydrochloric acid and cooling. It 
contains 35°97 p. c. C, 16:98 N, 3:21 H, and 43-84 O, and is therefore 
= C”N?H*O®. It is insoluble in cold water, but dissolves with tolerable 
facility in hot water, whence it separates on cooling. It dissolves in oil 
of vitriol, is insoluble in nitric acid, and even in boiling ammonia; but 
dissolves readily in potash, whence it is precipitated by ammonia. 
(Schlieper, dunn. Pharm. 56, 10.)— When 2 pts. of nitric acid of 
sp. gr. 1:25 and 1 pt. of uric acid are mixed together all at once, the 
mixture becomes heated and froths in the course of a minute or two; and 
the heat continually increases, till at length the liquid suddenly boils and 
froths over, giving off an abundance of red vapours. There is thus 
formed, in a few minutes, a clear yellow solution, which still continues 
to give off carbonic acid with effervescence, in consequence of the 
decomposition of alloxan. If this solution be suddenly cooled, the 
greater part of the alloxan remains undecomposed; but if left to cool 
spontaneously, it solidifies, after long-continued evolution of carbonic 
acid, to a crystalline magma, which ccntains nitrate of urea together 
with alloxan, inasmuch as the nitric acid converts part of the alloxan 
into parabanic acid, and subsequently the parabanic acid into urea. 
(Schheper, dann. Pharm 55, 254.) 

In warm dilute nitric acid, uric acid dissolves with intumescence, 
proceeding from the escape of carbonic, nitrogen, and a small quantity of 
nitric oxide gas, and forms a yellow liquid, containing urea, nitrate of 
ammonia, and alloxantin. If the heat be continued, the last-mentioned 
substance is couverted into alloxan and parabanic acid; and the latter, on 
saturation with ammonia, into oxaluric acid, which may then split up 
into oxalic acid and urea. (Wohler & Liebig.) A.llanturic acid is also 
formed. (Pelouze.) — The solution forms, after a while, a purple spot on 
the skin, and when gently evaporated to dryness, leaves a purple-red 
residue. — When uric acid is gradually added to warm and very dilute 
nitric acid, till the latter no longer acts upon it, carbonic acid and nitrogen 
gases are evolved in equal volumes, together with a trace of nitric oxide, 
and there is formed a colourless or pale yellow solution, which, when 
mixed with excess of ammonia, acquires a transient purple tint if still 
hot, but remains colourless if it has been previously cooled, and, after 
cooling, deposits gelatinous flakes of yellowish or reddish tufts of needles 
of oxalurate of ammonia.—The solution, when gently evaporated, exhibits 
effervescence at isolated spots, assumes an onion-red colour, becomes less 
acid in its reaction, and then deposits alloxantin on cooling. The remain- 
ing mother-liquor becomes redder and more acid by further evaporation, 
and leaves a syrup, from which parabanic acid, nitrate and oxalate of 
ammonia, and nitrate of urea, crystallise, while the mother-liquor still 
contains free urea precipitable by nitric acid. The solution evaporated 
till it exhibits an onion-red colour, and in which part of the alloxantin 
at first produced, is oxidised to alloxan by the nitric acid, assumes a deep 
purple-red colour when mixed with a very slight excess of ammonia, and 
on cooling deposits gold-green crystals of purpurate of ammonia, usually 
mixed with a reddish yellow powder of uramil. If the quantity of the 
alloxan be increased by further evaporation, an excess of ammonia im- 
parts a transient purple colour to the hot liquid, which then, on cooling, 
frequently deposits, instead of the green crystals, a flesh coloured gra- 
nular powder of mycomelate of ammonia. (Wohler & Liebig.)—A 
solution of uric acid in dilute nitric acid, neutralized with ammonia and 
evaporated, gives off pure carbonic acid gas, recovers its acid reaction, 
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and yields yellow tufts of needles of oxalurate of ammonia, together with 
oxalate and nitrate of ammonia. (Wéhler & Liebig.) — Hot dilute nitric 
acid saturated with uric acid, forms with ammonia, yellow or yellowish red 
flakes, which partly aggregate into yellowish-white crystalline grains con- 
taining oxalate and purpurate of ammonia; the solution also contains urea. 
(Kodweiss, Pogg. 19, 1.) — When uric acid is dissolved in warm dilute 
nitric acid, carbonic and nitrous acids are evolved; the yellow saturated 
solution colours the skin deep red in half an hour; becomes blood-red when 
evaporated; and forms with lime-water, a white precipitate which chars 
when ignited. (Scheele.)— The deep red residue obtained by gentle 
evaporation, is nearly neutral, somewhat deliquescent, soluble with red 
colour in water, and may be decolorised by any acid; when too strongly 
heated, it swells up like a sponge. (Bergman.) — The red aqueous solution 
of the residue loses its colour when heated, but again leaves a red residue 
when evaporated. (Kug. Marchand, J. Chim. méd. 17, 178.) 

6. The solution of perfectly pure uric acid in cold otl of vitriol, gives 
off at 180° with violent effervescence, sulphurous acid, carbonic acid, and 
carbonic oxide, and leaves sulphate of ammonia, the quantity of ammo- 
nia in which corresponds to 80°54 per cent. of nitrogen in the uric 
acid. (Heintz. Pogg. 66, 187.) Scheele and Bergman, in making the 
experiment with impure uric acid, likewise observed a separation of 
charcoal. 

7. Uric acid, boiled with aqueous Bichromate of potash, gives off 
carbonic acid and ammonia, and forms a green liquid, from which alcohol 
throws down a green substance, and the transparent colourless filtrate 
leaves pure urea when evaporated. (Liebig.) 

8. When a small quantity of Permanganate of potash is gradually 
added to uric acid suspended in water, a brisk effervescence is produced, 
and the filtered yellowish liquid contains in solution a large quantity of 
manganous oxide. But if the addition of the permanganate of potash 
to the uric acid be continued till the precipitate consisting of hydrated 
manganic oxide becomes black-brown, and the liquid colourless, the filtrate 
then no longer contains manganese, and yields on evaporation nothing 
but small, white, opaque prisms. (Gregory, Ann. Pharm. 33, 3386.) [May 
not these crystals be alloxanate of potash? The following description 
of them by Gregory seems to favour such a view.] ‘The crystals, when 
lieated, give off hydrocyanic acid and ammonia, and leave a large quantity 
of cyanide of potassium. Their aqueous solution forms white precipi- 
tates with baryta-, lime-, lead-, and silver-salts; the baryta-precipitate 
dissolves in a large quantity of water; the lime-precipitate not; the silver- 
precipitate turns yellowish when boiled; by decomposing the lead-preci- 
pitate with sulphuretted hydrogen water, and evaporating, the free acid 
is obtained in transparent prisms, which have a very sour taste, and form 
an easily crystallisable salt with ammonia. — According to another state- 
ment of Gregory’s (J. pr. Chem. 22, 273), manganate of potash produces 
urea and oxalic acid, besides the peculiar acid. 

9. When 90 pts. of uric acid are heated in a capacious vessel with 
182 pts. of peroxide of manganese and 294 pts. of oil of vitriol, ammonio- 
manganous sulphate is formed, and cyanic acid evolved. (Dobereiner, 
Gilb. 74, 418.) The mixture of these three bodies gives off nitric acid 
when distilled. (Liebig, Pogg. 14, 466.) — When uric acid is boiled with 
water and peroxide of manganese, a peculiar crystalline substance is 
formed. (Wohler & Liebig.) 

10. Uric acid heated with water and perogide of lead, is converted 
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into allantoin, urea, oxalic acid, and carbonic acid. (Wéhler & Liebig.) 
— When uric acid is stirred up with water to a thin pulp, and finely 
pulverised peroxide of lead added at 100°, carbonic acid is evolved, the 
peroxide loses its colour, and the mass becomes thick, unless there is a 
deficiency of water. After peroxide of lead has been added to the heated 
mass, till fresh portions retain their colour, the liquid, if filtered hot, 
yields crystals of allantoin on cooling, while urea remains in the mother- 
liquor, and oxalate of lead is left on the filter. The carbonic acid is 
formed, as a secondary product, by the action of the peroxide of lead on 
the oxalate, after which the still remaining uric acid expels the carbonic 
acid from the carbonate of lead; hence the equation is : 


CUN4H408 + 20 + 5HO = C*N?H90* + C2N?H402 + C4H208 (Wohler & Liebig.) 
—_ — ———— 
4 At. allantoin urea oxalic acid 


Allanturic acid is also formed in this reaction; the quantity of the urea 
produced varies considerably, and is often very small; and as peroxide 
of lead converts allantoin into allanturic acid and urea, even in the 
cold, the urea appears to arise from the allantoin, merely as a secondary 
product, so that in the first stage of the decomposition of the uric acid, 
allantoin is obtained without any urea. (Pelouze, V. Ann. Chim. Phys. 
6, 71; also Ann. Pharm. 44, 108.) —It may, therefore, be probably 
assumed, that the uric acid is first converted into carbonic acid and 
allantoin, and the latter, by the further action of the peroxide, into urea 
and oxalic acid : 


First : CON*H40% + 2PbO? + 2HO = C8N4H6O% + 2CO? + 2PbO; 
then : CSN*H°O® + 2PbO? + 2HO = 2C?N?H4O? + C*Pb?208 


(Gerhardt, Précis. 1, 246.)—[168 pts. (1 At.) of uric acid in boiling 
water, mixed by degrees with 240 pts. (2 At.) peroxide of lead, and 
ultimately boiled for some time, give off at first carbonic acid, yield a 
filtrate containing urea as well as allantoin, and leave on the filter oxalate 
of lead, together with undecomposed uric acid. If, therefore, Gerhardt’s 
view is correct, it must at least be supposed that the peroxide, in conse- 
quence of its insolubility, exerts a further partial decomposing action 
on the allantoin at first produced, before it has decomposed the whole 
of the uric acid. | 

11. Uric acid boiled with water, ferricyanide of potassium, and pot- 
ash, yields carbonate of potash and allantoin, part of which is then 
further transformed into lantanuric acid (ix. 445) and urea (Schlieper). 
— The first products are carbonate of potash and allantoin : 


CON4H408 + 2CEN*Fe’?K? +. 4KO + 2HO = C8N‘H50® + 2(KO,CO?) + 4C&8N?FeK?. 


The allantoin thus formed is then resolved by the action of the excess 
of potash (to 1 At. urea there were used, not 4 At. but 6 At. potash), 
into lantanuric acid and urea: 
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being perhaps first converted into hydantoie acid, C°N*H%O*%. (Schlieper.) 
12. With terchloride of gold, uric acid forms a violet precipitate. 
(Proust.) — Mercuroso-mereuric nitrate colours it yellow. (Lassaigne.) 
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13. Uric acid ignited in a covered crucible with hydrate of potash, 
leaves a carbonaceous mass containing carbonate and cyanate of potash 
and cyanide of potassium, whereas, when the same mixture is ignited 
in an open crucible, the residue consists entirely of carbonate of potash. 
(Liebig & Lipowitz, Ann. Pharm. 38, 356.) — When fused at a gentle 
heat with hydrate of potash, uric acid does not blacken, but gives off 
ammonia, and leaves cyanide of potassium together with oxalate and 
carbonate of potash. (Gay-Lussac, Ann. Chim. Phys. 41, 398.) — By 
continued boiling with solution of potash, it gives off ammonia and forms 
oxalate of potash. (Kodweiss.)— 4. When a solution of urie acid in 
excess of a tolerably strong solution of potash was beated, for several 
days, nearly to the boiling point, the water being renewed from time to 
time as it evaporated, a slight evolution of ammonia took place, but the 
greater part of the uric acid remained unaltered even after eight days. 
The solution being left to stand in an open vessel, soon absorbed carbonic 
acid from the air, and deposited a white powder, consisting of acid urato 
of potash, which, however, after about four weeks, gradually disap- 
peared, and was very slowly replaced by shining tabular crystals, consisting 
of the potash-salt of a new acid, Uroxanic acid C°H®N‘O", The 
mother-liquor contained oxalic acid, formic acid, Jantanuric acid, and 
urea, together with the potash-salt of another peculiar acid, which, sepa- 
rated as a white powder, on addition of sulphuric acid; dissolved in nitric 
acid with evolution of gas, like uric acid; but did not exhibit any red 
colouring when the solution was evaporated, or the residue moistened 
with carbonate of ammonia; it likewise differed from uric acid in being 
soluble in ammonia. The formation of uroxanic from uric acid is 
expressed by the equation : 

CUNSH08 + GHO = CONHIOR, 
and that of the secondary products by the equation : 
CUNFH VOR = C2N2Hi0O2 of C8&N?H408 de C?7H204, 


The oxalic acid [and the peculiar acid above mentioned?] may be 
regarded as the product of a further decomposition. (G. Stideler, Ann. 
Pharm. 78, 286.) 1. 

14. Uric acid heated, with potasstwm is decomposed, with emission of 
light, yielding charcoal and alkali. <A similar reaction with sodiwm, but 
unattended with emission of light. (Gay-Lussac & Thénard.) 


Combinations. With Water.—a. Hydrate of Urie acid ?—1. Uric 
acid precipitated from the potash-solution by hydrochloric acid, forms at 
first a tumefied jelly, probably consisting of hydrate, which, however, 
soon sinks together in the liquid, in the form of the anhydrous crystal- 
lised acid. (Prout.) —2. The crystalline uric acid, precipitated from its cold 
solution in dilute potash by hydrochloric acid, always retains water, part of 
which, however escapes on exposure to the cold air, and the more quickly 
as the crystals are smaller; hence-this water has always been overlooked. 
When pigeons’ dung is exhausted with aqueous borax, as in Bottger’s 
process, the filtrate, on being mixed with hydrochloric acid, deposits the 
greater part of the uric acid in small crystals; but the decanted liquid, 
when left to stand quietly, deposits much larger arborescent crystals, 
which have a light brown colouring, arising from the presence of other 
organic substances, do not eflloresce in the air, give off 21°52 p.c. 
water (4 At. for rather 5 At.]), at 100°, and likewise in sunshine, or 
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under a bell-jar over oil of vitriol, or when boiled with water, becoming 
opaque at the same time. The smaller crystals exhibit this effloresced 
appearance only under the microscope, the previously transparent, smooth 
square tables then appearing rough. (Fritzsche, J. pr. Chem. 17, 56.) 


b. Aqueous Uric acid. — Uric acid dissolves in 1720 pts. (W. Henry), 
in 2800 (Gébel), in 10,000 (Prout), in 15,000 pts. (Bensch) of cold water, 
and in 300 pts. (Scheele), in 500 (Pearson), in 760 (Gobel, in 1400 
(W. Henry), in 1800 (Bensch) of boiling water, from which it separates 
in small erystals on cooling. The solution does not putrefy. (Pearson.) 
Kven in cold water it forms a cloud with lead and silver-salts. (Bensch.) 
The cold solution does not redden litmus-paper, but the hot solution 
reddens it quickly and strongly. (Gobel, Schw. 58, 475.) 


Sulphate of Urie acid ?— Uric acid dissolves with brown colour in 
cold oil of vitriol, and is precipitated therefrom, with milky turbidity, by 
water. (Wetzlar.) Warm oil of vitriol saturated with serpents’ urine, 
yields on cooling, rather large crystals of sulphate of uric acid, which may 
be freed from adhering sulphate of ammonia by washing with cold oil 
of vitriol, solution in warm oil of vitriol, and crystallisation by cooling. 
Tolerably large, transparent, cclourless crystals, which melt at 70° 
without decomposing, and solidify in a crystalline mass on cooling; they 
decompose at 170°; absorb moisture greedily from the air, and become 
opaque from separation cf uric acid; and are decomposed by water, even 
in small quantity, into dilute sulphuric and a precipitate of uric acid. 
(Fritzsche, J. pr. Chem. 14, 243.) 
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_ The crystals analysed by Dessaignes were purified by draining between porous 
plates. 


Urates or Lithates. — Uric acid is one of the weakest of all acids in its 
affinity for salifiable bases, especially for the alkalis; nevertheless, it 
decomposes soaps and the sulphides of the alkali-metals with the aid of 
heat (W. Henry), and withdraws half the alkali from the aqueous 
solutions of the alkaline monocarbonates, thereby converting them into 
bicarbonates, which in closed vessels it does not decompose any further. 
(Wetzlar.) It likewise dissolves in aqueous borax, and in ordinary 
phosphate of soda (Al. Ure), in the form of acid urate of soda. — The 
urates are partly bibasic or neutral = C°N*H?M?*0%, partly monobasic or 
acid = CY!N*H3MO®. From the neutral alkaline urates, even carbonic 
acid abstracts half the alkali. (Bensch & Allan.) Nearly all the urates 
are insoluble or sparingly soluble in water. 


URIC ACID. 467 


Acid Urate of Ammonia. — Neutral urate of ammonia cannot be prepared in 
any way (Bensch & Allan.)— The acid salt occurs in many human urinary calculi; 
it forms the principal part of birds’ and serpents’ urine.— Uric acid abstracts 
ammonia from the aqueous solution of sesquicarbonate of ammonia, till 
that salt is converted into the bicarbonate. (Wetzlar.) When immersed 
in aqueous acetate of ammonia, which thereby acquires the power of 
reddening litmus slightly, it is converted into urate of ammonia, part of 
which dissolves. Similarly, in a solution of diphosphate of ammonia, 
only in this case the liquid does not acquire any acid reaction, and holds 
in solution a larger quantity of urate of ammonia. In solution of sal- 
ammoniac, on the contrary, it remains unaltered. (Gm.) — Uric acid dried 
at 100°, does not absorb ammoniacal gas at any temperature between 
0° and 170°. (Bensch.)——1. Uric acid heated with excess of aqueous 
aminoniac, swells up to a mass, which, after washing and drying over lime, 
appears white and amorphous, and amounts to 11018 pts. for every 100 
pts. of acid used. (Bensch.) —2. Uric acid suspended in water, and 
mixed with excess of ammonia while the liquid is boiled, yields the salt 
in needles, which must be dried over lime. (Bensch.) —3. If a large 
quantity of water be used in this process, and the liquid filtered boiling 
hot, it yields on cooling a white curdy mass of the same salt, which may 
be dried over lime in an atmosphere of ammonia. (Bensch.) —4. The 
hot aqueous solution of acid urate of potash forms, with sal-ammoniac, a 
white precipitate, which is to be washed with water, then boiled 
with it, whereupon it swells up strongly; and lastly, dried over lime. 
(Bensch, Lehmann, J. pr. Chem. 25, 15.) — 5. An aqueous solution 
of neutral urate of potash is precipitated by neutral oxalate of ammonia. 
(Coindet. ) 


Colourless amorphous mags or needles. 
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The salt (a) analysed by Coindet (Bi6/. Univ. 30, 490) is that obtained by (5); 
b is found, according to that chemist, in the urine of birds. But the existence of the 
former salt, which would be neutral urate of ammonia, is, according to Allan & Bensch, 
extremely doubtful. — Liebig, by burning the ammonia-salt with oxide of copper, 
obtained 2 vol. carbonic acid gas to 1 vol. nitrogen =10: 5. 


The salt, when heated, first gives off its ammonia. (lourcroy.) — 
Pure urate of ammonia, in the moist state, does not undergo any altera- 
tion by exposure for months to light and air; but. if it contains other 
animal substances, which appear to act as ferments, it is converted into 
acid oxalate of ammonia, a certain quantity of oxygen being at the same 

2H 2 
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time transformed into carbonic acid. (J. Davy.) — The moist urine of the 
white-headed sea-eagle, which, in addition to urate of ammonia, contains 
a certain quantity of animal matter, changes, when kept for two months 
in a loosely closed glass vessel, into a mass which smells of ammonia and 
guano; and, like the latter substance, is white and composed of micro- 
scopi¢e “crystals on the outside, while the interior is coloured brown by a 
substance soluble in water. The same decomposition takes place, even in 
the dark; but the quantity of oxalate of ammonia then produced is not 
so great. In well closed vessels containing but little air (which, under 
these circumstances, is converted into a mixture of 36 pts. nitrogen gas 
and 64 pts. carbonic acid), the urine undergoes but little change, not 
acquiring any ammoniacal odour, and containing only traces of oxalic 
acid, resulting from the decomposition; no oxalic acid is formed when the 
moist urine is heated for some time to 100° in a closed vessel, but a large 
quantity, if it be mixed with pulverised peroxide of manganese. (J. Davy, 
NV. Ld, Phil. J. 36, 294; 38, 226.) — Before the other products formed in this 
reaction are known, it is perhaps premature to calculate the results stoichiometrically, as 
attempted by Denham Smith (PAil. Mag. J. 26, 138.) 

Urate of ammonia immersed in hydrochloric acid swells up, and 
after a while yields free uric acid in the form of a crystalline powder 
(Bensch); but for the complete removal of the ammonia, the salt must be 
digested with the hydrochloric acid for 24 honrs; acetic acid acts still 
more slowly. (Lehmann.) Commom salt or phosphate of soda converts 
urate of ammonia dissolved in water into urate of soda. (Heintz.) Urate 
of ammonia dissolves, according to Prout, in 480 pts., and according to 
Bensch, in 1608 pts. of water at 15°, more abundantly in hot water. 
From a mixture of uric acid and urate of ammonia, the latter salt, being 
the more soluble, is extracted in greater quantity by boiling for a short 
time with water. (Eug. Marchand.) The solution, when boiled for a 
longer time, gives off all its ammonia, and deposits crystalline uric acid. 
(Bensch.) Acetate or hydrochlorate of ammonia precipitates the urate 
of ammonia from it in the amorphous state. (Bence Jones.) Urate of 
ammonia dissolves but sparingly in aqueous ammonia; consequently, 
carbonate of ammonia added to a solution of uric acid in excess of potash 
or soda, throws down the greater part of the uric acid in the form of the 
ammonia-salt, although a considerable quantity of ammonia is at the 
same time set free. (W. Henry.) 


Urate of Ammonia with Glycocol. — A solution of 1 At. glycocol and 
1 At. urate of ammonia in hot water, yields on cooling, a quantitv of 
fiakes, which increase on addition of alcohol, and appear, when examined 
by the microscope, to consist of small prisms. (Horsford, Ann. Pharm. 


60, 38.) 
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CYN+H3(NH4)O% + CANH°O*........ 260 .... 100°09 


Uratr or Potasy.—a. Pasie. — Une acid dissolves readily in 
excess of potash, forming a liquid which has a sweetish taste, froths like 
soap-water, and is precipitated even by enone acid. (Scheele.) The 
precipitate formed by carbonic acid is acid urate of potash, which at first 
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forms a jelly, and then contracts to a powder; but a considerable portion 
of it remains dissolved in the bicarbonate of potash. (Wéhler & Liebig, 
Ann. Pharm. 26, 342.) Basic urate of potash forms, with carbonate of 
ammonia, a precipitate of urate of ammonia, and precipitates all salts of 
the earthy alkalis, earths, and heavy metallic oxides. (W. Henry.) 


b. Neutral. —1. Uric acid is added to a cold dilute solution of 
potash free from carbonic acid, as long as it remains clear; the solution, 
boiled in a retort till delicate needles separate out; then taken off the 
fire, and decanted after a few minutes; and the needles washed, first 
with weak and then with strong alcohol. (Allan & Bensch. = A 
solution of 1 pt. of hydrate of potash 1 free from carbonic acid, in 15 pts. 
water, 1s saturated, at ordinary temperatures, with uric acid suspended 
in water and added in successive portions; the clear solution heated in a 
flask and mixed with twice its bulk of boiling 80 per cent. alcohol; strong 
potash-ley dropt into the mixture, which remains clear and deposits 
bundles of needles; and the Benard at decanted from these after 
cooling; and the needles washed several times with alcohol by decan- 
tation, then on the filter with ether, freed from the ether by evaporation 
in vacuo, and dried completely in a current of air free from carbonic 
acid, During the whole operation, the air must be completely excluded, 
because the carbonic acid contained in it would exert a decomposing 
action. (Bensch.) 

Colourless needles, or soft white crystalline powder, having a strong 
caustic taste. (Allan & Bensch.) 


Allan & Bensch Bensch 


Crystals at 120°. (1) (2) 
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The crystals are anhydrous, and, after drying at ordinary temperatures in a stream 
of hydrogen or of air free from carbonic acid, do not undergo any further diminution of 
weight at 120°. (Allan & Bensch.) 


The crystals turn yellow at 150°, black at higher temperatures, 
then melt, and slowly burn to a white residue. The moist or dissolved 
salt, when brought in contact with carbonic acid, rapidly absorbs that 
gas, and is converted into acid urate of potash. 100 pts. of the dry 
crystals, moistened and introduced into an atmosphere containing car- 
bonic acid, then dried again at 100°, exhibit an increase of weight 
amounting to 13°425 pis., ‘because 1 CO? and 1 HO have been added to 
them, the products being 1 At. acid urate of potash and 1 At. carbonate 
of potash, easily removable by water. (Bensch.) 244:4 (neutral salt) ; 
22 + 9= 100 : 12°68. — The salt is gradually resolved by boiling with 
water into the acid urate and free potash. It dissolves in 36 pts. of 
water at 15°, the dissolved portion, however, appearing richer in potash 
than the residue, —very sparingly in alcohol, and not at all in ether, 


(Allan & Bensch.) 


ce. Acid. — Formation. 1. ry the action of carbonic acid on the 
basic or neutral salt. —2. By the action of urie acid on aqueous ear- 
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bonate of potash. Uric acid, immersed in a concentrated solution of 
neutral carbonate of potash, swells up to a jelly consisting of this salt, 
which does not perceptibly dissolve; as the bicarbonate of potash formed 
at the same time gradually gives off carbonic acid in open vessels, the 
decomposition goes on slowly, if sufficient uric acid is present, till the 
whole of the carbonic acid is expelled. The solution of carbonate of 
potash in 8 pts. of water dissolves a small quantity of uric acid, which, in 
a short time, is almost wholly precipitated as acid urate of potash; the 
solution in 24 pts. of water takes ap a large quantity of uric acid, then 
quickly becomes turbid, and deposits thick flakes of acid urate of potash; 
and the filtrate exhibits the same reaction with fresh uric acid, till the 
whole of the potash is converted into urate, a large quantity of which 
then remains dissolved in the water. The solution in 100 to 200 pts. 
of water dissolves uric acid quickly and abundantly; the undissolved 
portion is free from potash, and the solution contains acid urate and 
bicarbonate of potash. (Wetzlar.)— [Hence it may be concluded that 
acid urate of potash is much more soluble in pure water than in water 
containing carbonate of potash.|— When uric acid is gradually added 
to a boiling solution of 1 pt. neutral carbonate of potash in 90 pts. water, 
2 pts. of the uric acid are taken up, with evolution of carbonic acid, and 
the solution on cooling deposits crystalline nodules of acid urate of 
potash; at a lower temperature it takes up much less. (Lipowitz.) — 
A perfectly neutral solution of acetate of potash boiled with uric acid, 
acquires the property of reddening litmus, doubtless from liberation of 
acetic acid; but on cooling, the uric acid is deposited almost free from 
potash, and the liquid retains but a slight acid reaction. (Lipowitz.) 


Preparation. — A solution of uric acid in potash-ley, or of the neutral 
salt in water, is precipitated by passing carbonic acid through it; the 
granular salt thereby precipitated washed with cold water and dissolved 
in boiling water; and the solution cooled, whereupon it deposits flakes, 
which dry up on the filter to an amorphous mass. (Bensch.) —2. A 
warm solution of potash saturated with uric acid, is evaporated to the 
consistence of a pulp: this mass washed by stirring with a small 
quantity of cold water; and the residue strongly pressed between paper 
and crystallised from solution in hot water. (Braconnot.) [If this process 
were conducted without contact of air, the nentral salt would be obtained; but as the 
carbonic acid in the air partly converts this salt into the acid salt, Braconnot’s product 
must be regarded as a mixture of the neutral and acid salts, a view which is indeed 
corroborated by Braconnot’s description. | 


Properties. White, granular or aggregated amorphous mass, tasteless 
and neutral. (Bensch.) White, crystalline, alkaline, and sweet. (Braconnot.) 
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The salt yields cyanide of potassium when ignited alone, and sulpho- 
cyanide when ignited with sulphur, (Dobereiner.) It absorbs carbonic acid 
from the air. (Braconnot.) [Because his salt was partly neutral.] It dissolves in 
790 pts. of water at 20°, and in 79 pts. of boiling water. (Bensch.) 
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It scarcely dissolves in water, excepting at a boiling heat, and separates 
out again almost completely when left to stand for some time. (Braconnot.) 
The hot solution solidifies by slow cooling, to a transparent gelatinous 
lump. (Wetzlar.) The aqueous solution is precipitated by sal-ammoniac, 
bicarbonate of potash, or soda, and by salts of barium, lead, and silver, 
but not by sulphate of magnesia. (Bensch.) The salt does not dissolve 
in alcohol or ether. (Bensch.) 


URATE oF Sopa. — a. Basic. — Like the potash-salt. 


6. Neutral. — Prepared by the same two methods as neutral urate of 
potash. ‘The first of these succeeds better with the soda than with the 
potash salt; in applying the second in this case, only one volume of 
alcohol must be added instead of two, and the nodules thereby separated 
washed as above with alcohol and ether. — The solution, concentrated by 
boiling, deposits the salt in hard nodules, which have a very strong 
alkaline reaction, and dry up to a tolerably hard white powder. 
(Bensch. ) 
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The crystals analysed by Bensch were previously dried at 120° in a stream of air 
free from carbonic acid; those analysed by Allan & Bensch, in a stream of hydrogen 
at 106°, 


The crystals, after drying at 100°, give off 2 At. water at 140°. 
They decompose at 150°, melt at a stronger heat, and leave a black 
residue, which ultimately burns white. The moist crystals are decom- 
posed, even by the carbonic acid in the air, intu acid urate and carbonate 
of soda. 100 pts. of the crystals dried at 100° and introduced into 
carbonic acid gas, after being moistened with water, exhibit, after drying 
at 100°, an increase of weight amounting to 9°942 pts., arising from 
1 At. carbonic acid, the product being C'N*H?NaO® + NaO,CO?. 
230°4 : 22 = 100: 9°55. (Bensch.) — The crystals dissolve in 62 pts. of 
water at 15°, the soda being, however, taken up in rather larger pro- 
portion, and the undissolved portion containing therefore a certain 
quantity of the acid salt. (Allan & Bensch.) 


c. Acid. — Occurs in gouty concretions. (Wollaston.) — Pormation. 
By the action of carbonic acid on the neutral salt.—2. By treating 
uric acid with aqueous carbonate, borate, phosphate, or acetate of soda. 
— Uric acid exhibits, with neutral carbonate of soda, nearly the same 
reaction as with carbonate of potash, excepting that a lower degree of 
concentration is sufficient to prevent the solution of the resulting acid 
urate of soda. (Wetzlar.) The reaction with a boiling solution of car- 
bonate of soda, is also similar, in every respect, to that already described 
with boiling carbonate of potash. (Lipowitz.) — Uric acid dissolves in 
aqueous borax, even when sufficient boracic acid is added to redden 
litmus, only more slowly in that case,— forming acid urate of soda, 
which is precipitated if the solution is strong, the liquid then taking up 
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a fresh quantity of uric acid. (Wetzlar.) A concentrated solution of 
borax takes up less uric acid than a dilute solntion. (Bottger.) A 
solution of borax in 20 pts, of water (if less water is present, the urate of 
soda which coats the uric acid prevents the solution) takes up a large 
quantity of uric acid, and on cooling deposits acid urate of soda, amount- 
ing, when dried at 100°, to 17°02 per cent. (Kodweiss.) A solution of 
1 pt. borax in 90 pts. water dissolves, even at a moderate heat, rather 
more than 1 pt. of uric acid, and on cooling deposits gelatinous urate of 
soda, part of which however remains in solution. A solution of borax 
of the above strength, mixed with excess of boracic acid, dissolves the 
same quantity of uric acid, but on cooling deposits the whole of the 
resulting urate of soda. (Lipowitz.) — With ordinary diphosphate of soda 
(2Na0,HO,PO°) urie acid forms acid urate of soda, the phosphate of 
soda being also thereby rendered acid. (Alex. Ure, Repert. 75, 65.) 
When uri¢ acid is boiled with this salt, a large quantity of it dissolves, 
so that, on cooling, a bulky precipitate of urate of soda is formed, 
although a large quantity still remains in solution; when uric acid is 
boiled with ordinary acid phosphate of soda (NaO,2HO,PO°), only a 
small quantity of it dissolves. (Lipowitz.) The solution of uric acid in 
ordinary diphosphate of soda yields, on cooling, tufts of needles of urate 
of soda. (Heintz.) Bird (Lond. Med. Gaz. 1844, Aug.) regarded these 
crystals as a compound of uric acid with phosphate of soda, inasmuch as 
they left the latter salt when ignited; but Heintz obtained carbonate of 
soda. The mother-liquor of these crystals boiled with fresh uric acid, 
yields on cooling a small deposit containing less soda; and by repeatedly 
boiling the mother-liquor with fresh acid and cooling, a deposit of uric 
acid is finally obtained, which contains only a trace of soda, and exhibits 
the form of long rhombic tables with truncated corners, like the uric acid 
which separates from urine. — With phosphate of soda and ammonia, 
uric acid behaves as with phosphate of soda, excepting that the preci- 
pitate which separates on cooling, consists of a large quantity of urate of 
ammonia with a small quantity of urate of soda. (Heintz, dnn. Pharm. 
55, 62.)— Uric acid does not decompose a solution of common salt. (Gm.) 
—It dissolves abundantly in warm aqueous acetate of soda, and erystal- 
lises partially and free from soda on cooling, while the rest remains 
dissolved as soda-salt in the liquid, which becomes turbid on addition of 
acetic acid, hydrochloric acid, or sal-ammoniae, especially if the sides of 
the vessel be rubbed with a glass rod. (Gm, Hedelb. Jahrb. d. Lit. 1823, 
767.) — 3. By decomposing urate of ammonia with chloride of sodium. 
— Acid urate of ammonia dissolves at a boiling heat, more abundantly 
in water containing common salt than in pure water, and the solution 
on cooling deposits an amorphous powder, consisting of acid urate of 
soda and a very small quantity of urate of ammonia, while sal-ammoniac 
remains in the mother-liquor. The ammonia in the precipitated powder 
amounts to only 0°06 to 0:09 per cent., the quantity being smaller as 
the solution of salt is more saturated. When uric acid is boiled with a 
sclution of common salt containing ammonia, the filtrate on cooling 
yields needles, containing rather more than 1 At. urate of ammonia to 
1 At. urate of soda. (Heintz.) 

For experiments on the different degrees of solubility of uric acid in 
water containing small quantities of carbonate or borate of ammonia, 
potash, or soda, whence it appears that carbonate and borate of potash, 
and therefore also tartarised borax, are the best solvents for urinary 
calculi: wd, Alex. Ure. (J. Chim med, 18, 63.) 
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Preparation. 1. Carbonic acid is passed through the aqueous solu- 
tion of the neutral or basic salt, and the small nodules thereby separated, 
washed on the filter with cold water and dried. (Bensch.) — 2. A boiling 
solution of uric acid in soda-ley is mixed with bicarbonate of soda, and 
the small needles which separate treated as above. (Bensch.) 

The salt when dry is a white light powder, and its aqueous solution 
is neutral to vegetable colours. (Bensch.) After drying at 100° it gives 
off 4°54 p.c. (1 At) water at 170°.:(Bensch.) When heated, it car- 
bonises quickly without fusing, emits an animal empyreumatic odour, 
and leaves a residue of charcoal, cyanide of sodium, and carbonate of 
soda. (Fourcroy.) By dry distillation, it yields carbonate of ammonia, 
hydrocyanic acid, pyro-uric acid, and empyreumatic oil. (Wollaston, 
Phil. Trans. 1797, 386.) — It dissolves in 1150 pts. of water at 15°, and 
in 124 pts. of boiling water, forming a solution which is precipitated by 
alkaline carbonates, and by baryta, lead, and silver salts. (Bensch.) 
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Neurrat Urate or Lirura.— Obtained by dissolving uric acid 
and carbonate of lithia in warm water. —1 pt. of uric acid and 1 pt. of 
earbonate of lithia form, with 90 pts. of water, at a temperature scme- 
what above 50°, a solution which remains clear after cooling. At a 
boiling heat, nearly 4 pts. of uric acid dissolve, with evolution of carbonic 
acid, in 1 pt. of carbonate of lithia and 90 pts. of water; the solution 
thus saturated solidifies on cooling to a jelly, which becomes liquid again 
when heated, and yields by evaporation white crystalline urate of lithia, 
free from carbonate. 1 pt. of hydrate of lithia dissolved in water, 
takes up 6 pts. of uric acid and yields the same salt. — The salt dried at 
100°, contains 171°08 pts. (nearly 1 At.) uric acid to 28°8 pis. (2 At.) 
lithia. —- The salt, if not too strongly dried, dissolves in 60 pts. of water 
at 50°, without separating out on cooling; but at higher temperatures, it 
becomes yellowish and sparingly soluble. In consequence of the easy 
solubility of urate of lithia, carbonate of lithia is well adapted for 
separating uric acid from serpents’ urine, &c. (Lipowitz.) 


UrateE oF Baryta. —a. Neutral. —1. Obtained by precipitating 
an aqueous solution of neutral urate of potash with a small quantity of 
chloride of barium, to remove the carbonic acid, and treating the filtrate 
with an additional quantity of chloride of barium; the salt then sepa- 
rates in the form of a heavy granular precipitate. — 2. By adding urie 
acid to an excess of baryta-water saturated at a boiling heat, —~ The salt 
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is heavy and granular, and exhibits in the aqueous solution a strong 
alkaline reaction. It gives off 5°69 p. c. (2 At.) water at 170°; begins to 
decompose at 180°; melts and blackens at a stronger heat, and very 
slowly burns to a white residue. It absorbs carbonic acid with avidity. 
Dissolyes without decomposition in 7900 pts. of cold, and in 2700 pts. 
of boiling water. (Allan & Bensch.) 
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C”N4H?Ba208 + 2Aq. 321°2_ .... 100-00 


The salt was dried in a current of hydrogen at 170° and at 100°. 


b. Acid. — Produced, with evolution of carbonic acid, when uric acid 
is boiled with water and carbonate of baryta. (Wetzlar, Bensch.) Hot 
solutions of acid urate of potash and excess of chloride of barium deposit 
the salt in the form of a white amorphous powder, which must be washed 
with hot water; it burns easily and without fusion, and is not soluble in 
water, alcohol, or ether. (Bensch.) According to Wetzlar and Kodweiss, 
the salt is sparingly soluble in water. 
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CONJH3Ba08+2Aq. 253°6 .... 100-00 
Bérard (Ann. Chim. Phys. 5, 295.) 


Urate oF Strontia.—a. Neutral. — Uric acid suspended in water 
and added to an excess of strontia-water saturated at a boiling heat, 
dissolves completely at first; but as the quantity of uric acid added 
increases, the strontia-salt separates in needles united in stellate groups. 
The aqueous solution has a strong alkaline reaction. The crystals dried 
at 100° give off at 165°, 11:3 pts. (not quite 4 At.) water; they begin to 
decompose at 170°, and easily burn white. They absorb carbonic acid 
with avidity. They dissolve in 4800 pts. of cold, and in 2297 pts. of 
hot water; when they are boiled with a quantity of water not sufficient 
to dissolve them completely, the undissolyed portion retains its compo- 
sition. (Allan & Bensch.) 
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6b. Acid. —On mixing hot solutions of acid urate of potash and 
chloride of strontium, a white amorphous powder is obtained, which is 
somewhat soluble in boiling water, but does not dissolve in alcohol or 
ether. (Bensch.) 
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Urate or Lrvz.—a. Neutral.—1. Uric acid suspended in water, 
is added to one measure of boiling lime-water till the liquid begins to 
redden litmus, the hydrate of lime, which is at first precipitated then 
dissolving; another measure of hme-water is then added, and the mixture 
boiled, the air being constantly excluded till the salt separates as a heavy 
granular powder,— 2. A solution of acid urate of potash, completely 
freed from carbonic acid by a little chloride of calcium, and filtered, is 
gradually added to a solution of chloride of calcium, till the precipitate 
becomes permanent; the liquid then boiled for an hour, whereby the 
precipitate is suddenly converted into a heavy granular powder; and this 
powder washed on the filter with hot water out of contact of air. — The 
salt, when examined by the microscope, presents the appearance of 
opaque amorphous grains; the solution has an alkaline reaction. After 
drying at 100° in a stream of hydrogen, it gives off only 1:8 p. ¢. water 
at 170°; it turns brown at 190°, and readily burns white. It dissolves in 
1500 pts. of cold, and 1440 pts. of boiling water. (Allan & Bensch.) 


Aft 100°. Allan & Bensch. 
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b. Acid. —1. By boiling an excess of uric acid with caustic lime or 
carbonate of lime. -—160 pts. of lime-water dissolve 1 pt. of uric acid. 
—(Scheele.) The solution of uric acid in boiling water, mixed with 
lime-water till it no longer reddens litmus, deposits the lime-salt on 
evaporation, in small shining needles and laminae. (Laugier, J. Chin. 
méd. 1, 8.) By triturating uric acid with milk of lime, a filtrate is 
likewise obtained, from which hydrochloric acid throws down uric acid. 
(Pearson.) Uric acid dissolves when boiled with carbonate of lime and 
a sufficient quantity of water.— 2. By precipitating a hot solution of 
acid urate of potash with chloride of calcium, a white amorphous preci- 
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pitate is obtained, (or if the acid urate of potash is mixed with the 
neutral urate: needles united in warty masses, and perhaps consisting of 
a double salt,) which must be washed with hot water. (Bensch.) —'The 
salt dissolves in 608 pts. of cold, and in 276 pts. of boiling water, and 
much more readily in water containing chloride of potassium. (Bensch.) 
From boiling water it crystallises partially on cooling. Dissolves in 
potash-ley, leaving a small quantity of [carbonate of !] lime; hydro- 
chloric acid added to the filtrate, retains part of the potash and of the 
lime, and throws down an acid, litmus-reddening salt, which, when boiled 
with water, is resolved into a less acid lime-salt and crystallising uric 


acid. (Langier.) 


(2). “At 100": Bensch. 
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Urate oF Magcnesta. — a. Neutral. — Cannot be prepared, because a 
dilute solution of neutral urate of potash mixed with the boiling solution of a magnesia- 
salt, throws down a gelatinous mixture of magnesia and acid urate of magnesia (which 
may be dissolved out by boiling water). (Allan & Bensch.) 


b. Acid. —1. Uric acid boiled with water and carbonate of magnesia, 
forms a salt which dissolves in a large quantity of water. (Wetzlar.) — 
2. A hot-saturated solution of acid urate of potash, mixed with sulphate 
of magnesia, forms at first a clear solution, but after two or three hours, 
deposits silky needles united in nodules, which may be purified by 
washing with cold water, solution in boiling water, crystallisation by 
cooling, and again washing with cold water. (Bensch )— The needles 
obtained by (2) dry up to a light powder, which, after drying at 100°, 
gives off 19:2 p.c. (6 At.) water at 170°, turns brownish at 180°, and 
burns away at a higher temperature, leaving white magnesia. It dissolves 
in 3750 pts. of cold and 160 pts. of boiling water. (Bensch.) 


Af 100°. Bensch. 
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C°N‘H3Mg05+6Aq. .... 233. .... 100-00 


Double urates of magnesia and ammonia, potash, or soda cannot be prepared. 
(Aland & Bensch.) 

Basic urate of potash forms white precipitates with the salts of alumina and zine- 
oxide, and brown with salts of ferric oxide. (Scheele.) 


Urate or Leap. —a. Neutral. — When a dilute solution of neutral 
urate of potash is dropt into a dilute solution of nitrate of lead, and the 
liquid, after filtration from the yellow precipitate, mixed with a fresh | 
portion of urate of potash, a white heavy precipitate is obtained, which is 
easily washed, If acetate of lead were used, the precipitate would contain acetic acid. 
The salt remains unaltered at 160°, It is not soluble either in water or 


in alcohol. (Allan & Bensch.) 
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Allan & Bensch. 
Af loo": ARO. 


PM ig oO Py eee eee oe PL ie, Me BS kok Pinan O9°ES. a... “06°51 
APACS 2 ga ce ee See GOT ies OCU ON” cers cees 14°45... 13°91 
A IN esc esesxNate Pains DG pelos 

Hg Cre oe. pre oer ae Re Dace OLDS Cecrensen LOL ee 109 
LO he As rece peas corpo 32 8°56 
OLIN ES i tal el od 0 a 374... 100°00 


b. Acid. — A saturated solution of acid urate of potash forms, with 
excess of neutral acetate of lead, a white heavy precipitate, which, after 
washing with hot water, dries up to a loosely coherent powder. This 
precipitate, after drying at 100°, does not diminish in weight at 160°, is 
easily combustible, and does not dissolve in water, alcohol, or ether. 
(Bensch.) 


Aft 100°. Bensch. 
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Compare G obel’s analysis. (Schw. 58, 475.) 


Aqueous urate of potash forms, with Cuprie sulphate, a green pre- 
cipitate, which cannot be obtained free from potash, even by long 
washing with cold water, and turns brown when boiled with water, 
while free uric acid dissolves in the water. The brown residue when 
sufficiently boiled with water and dried over oil of vitriol, becomes 
Violet-coloured, and easily friable, and appears amorphous under the 
microscope. If afterwards dried at 140°, it gives off 5°57 p. c. water, 
and contains 42°79 p. c. CuQ, 21°51 C, and 1°53 H. (Bensch.) [May 
not the salt, after it has turned brown, contain cuprous oxide or metallic 


copper ?] 


Acid Mercuric Urate. — The precipitate obtained by mixing corrosive 
sublimate with a boiling aqueous solution of acid urate of potash, gives 
off, when heated after drying, carbonic, hydrocyanic, and a large quantity 
of cyanic acid, but no free cyanogen. (Wohler.) 

Very dilute solutions of acid urate of potash and nitrate of silver, 
form a white, very bulky precipitate, which, during washing and drying 
gradually turns yellow, then brown, then black, and still contains a small 
quantity of potash. (Kodweiss.) If the silver-solution is in excess, the 
gelatinous precipitate becomes dark-coloured, and immediately turns 
black when the liquid is heated; in the contrary cases, the precipitate 
remains white, even when dry, but is decomposed by boiling water. The 
precipitate, after fourteen days’ washing with cold water, which is difficult 
on account of its gelatinous consistence, and subsequent drying, contains 
9:01 p. c. KO, and 23°78 AgO; it is therefore a double salt. 

Uric acid does not dissolve in alcohol or in ether. 

It dissolves somewhat abundantly in warm aqueous Glycerine, and 
separates again for the most part on cooling; it dissolves much less 
copiously in warm aqueous Jdannite, Gum-sugar, Grape-sugar, and common 
sugar, (Lipowitz.) 
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T. Appendix to Uric Acid. 
Uroxanic Acid. CN‘H”O". 
G. StapeLerR. Ann. Pharm. 78, 286; 80, 119. 


Formaticn. By the action of Potash on uric acid (p. 465.) 

The free acid is obtained by decomposing the potash-salt with dilute 
sulphuric or hydrochloric acid. If a warm, moderately dilute solution 
of the potash-salt be used, the acid sometimes separates in very beautiful 
colourless, transparent crystals, which under the microscope exhibit the 
form of tetrahedrons. From a cold or concentrated solution of the salt, 
it is generally obtained in short ill-defined prisms, arranged in concentric 


groups. 


Dried in vacuo. Stideler, 
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As the amount of hydrogen found by analysis is much too low for the formula, it 
is probable that the acid analysed was partially decomposed ; the formula of the acid is 
however sufficiently established by the analysis of the salts. (inf) In Stideler’s first 
memoir, the formula of the acid was incorrectly given as C!©N°H°O®, in consequence of 
an error of calculation; but in the second memoir, this error is corrected. 


Decompositions. 1. The acid, after drying in vacuo, gives off at a 
temperature somewhat above 100°, a small quantity of water and likewise 
carbonic acid. When kept for some time at 130°, it diminishes in weight 
by 34:8 per cent., and leaves a slightly yellowish, hygroscopic substance, 
nearly agreeing in composition with anhydrous uroxanic acid, C'°-N*H8O”°; 
but as the abstraction of 2HO from uroxanic acid would only diminish 
the weight by 8°41 per cent., the agreement appears to be merely acci- 
dental; and the acid when heated as above, doubtless also gives off carbon 
and nitrogen, probably in the form of hydrocyanate or carbonate of 
ammonia. — [Stideler, in his first memoir, assigned to the residue obtained at 130°, 
the formula C°N°H/O°, and called it wrowil].— At a higher temperature, the 
acid melts to a brown liquid, gives off ammonia, an oily distillate which 
solidifies on cooling, and probably also cyanide of ammonium, and leaves 
a small carbonaceous residue. — 2. Strong nitric acid does not act on 
uroxanic acid at ordinary temperatures, but dissolves it when heated, 
without evolution of gas; and the liquid, on cooling, deposits crystals, 
probably a product of oxidation. — 8. The acid boiled with potash-ley is 
decomposed in the manner already mentioned (p. 465). 


Combinations. Uroxanic acid dissolves sparingly in cold water; more 
abundantly in boiling water, but with decomposition and evolution of 


carbonic acid. 
The formula of the Uroxanates is C!°N4H*8M?0O”. 


Uroxanate of Ammonia. — Uroxanic acid dissolves readily in aqueous 
ammonia; and on mixing the solution with alcohol till it begins to show 
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turbidity, the ammonia-salt separates after a short time in small, ill-defined, 
four-sided tables. 


Uroxanate of Potash. — Preparation (p. 465). — Crystallises in large, 
nacreous, oblique four-sided prisms, with truncated summits; angles of the 
acute lateral edges = 83° (nearly); of the obtuse = ‘97°. 

At 100°, the salt dried over chloride of calcium gives off 14°79 p. c. 
water (6 At. = 14°95). At a higher temperature, it melts, gives off 
carbonate of ammonia, and leaves a residue coloured by charcoal. The 
aqueous solution is neutral, and is not decomposed by boiling. 


Dried over chloride of calcium. Stideler. 
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The salt dissolves pretty readily in cold, very easily in hot water, 
but is insoluble in alcohol. On adding alcohol to the aqueous solution, a 
white crystalline precipitate is immediately formed, in such quantity as 
to reduce the solution to a pulp. If a gentle heat be then applied, the 
precipitate redissolves, and the salt separates on cooling in delicate 
Jaminee, exhibiting under the microscope the form of the original salt. 
Hence no acid-salt appears to be produced. 


Croxanate of Baryta. — Obtained by mixing the solution of the 
ammonia-salt in excess of ammonia with chloride of barium, and adding 
alcohol; the salt then separates in flakes, which soon change to slender 
needles, 


Urowanate of Lime.— Prepared like the baryta-salt. Four-sided 
tables. 


Uroxanate of Lead. — Separates on mixing the solution of the potash- 
salt with nitrate of lead, in delicate scales having the lustre of satin. 
The crystals, heated to 100°, give off 2:°2 p.c. (1 At.) water. Insoluble 
in water. 


Dried at 100°. Stiideler. 
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Uroxanate of Silver. — By decomposing the potash-salt with nitrate 


of silver. White flocculent precipitate, which soon aggregates into 
a heavy amorphous powder. Turns red in sunshine, and when 
heated, immediately becomes brown-black, and afterwards coal-black. 
(Stadeler.) %. 
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ec. Ndtro-amidogen-nucleus. CMYN*AdH3, 


Guanine. 
GN HOt MNS As 


Bopo Uncer. Pog. 65, 222.— Ann. Pharm. 51, 895; 59, 58 and 69. 
Discovered and iuvestigated by Bodo Unger in 1845. 


Sources. In all kinds of guano, abundantly in the Peruvian, span 
in the African. (Unger.) In the exerements of the garden-spider, and 
apparently also in the green organ of the river-crab, and in the Bojanian 
organ of the pond- muscle. (Gorup- Besanez & Fr. Will, dan, Pharm. 
69, 117.) 


Preparation. Guano is boiled with thin milk of lime, till a filtered 
sainple no longer appears brown, but pale greenish yellow; the liquid is 
then filtered; the filtrate neutralised with hydrochloric acid; the reddish 
mixture of uric acid and guanine, which is completely precipitated after 
some hours, treated with boiling hydrochloric acid to extract the latter; 
the filtrate cooled till the hydrochlorate of guanine crystallises out; the 
crystals purified by several reerystallisations ; and the guanine pre- 
cipitated from its aqueous solution by ammonia: the washed and dried 
product amounts to } p. c. of the guano. The lime at the boiling heat takes 


up the brown colouring matter of the guano; it ikewise sets free the potash and soda 
present in the guano, by which chiefly the guanine and the uric acid are dissolved. 


Purification. The still yellowish guano thus obtained, is treated with 
excess of concentrated hydrochloric with the aid of heat, and the liquid 
decanted before the whole is dissolved; the undissolved portion, already 
a purer salt, is collected and repeatedly treated in the same manner, till 
ammonia precipitates white guanine from it. 


Propertics. White powder. Neutral to vegetable colours. 


At 125°. Unger. 
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[According to the formula, C!™N4AdH?O?, guanine is the amide of xanthic oxide: 
CN AHO! + NH3 = CYNSHIO? + 2HO}]. 


Decomposition. Guanine digested with chlorate of potash and hydro- 
chloric acid, generally yields nothing but oxalic acid and ammonia, but 
sometimes also peruric acid, when left to crystallise over night. — When 
enclosed with water in a sealed tube, it does not dissolve or decompose at 
250°, excepting that a trace of ammonia is formed. 


Combinations. With Water. Hydrate of Guanine. —Sulphate of 
guanine is decomposed by contact with a large quantity of water, and the 
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precipitated hydrate separated by filtration from the dilute sulphuric 
acid, which still contains a certain portion of guanine. The hydrate 
resembles the anhydrous guanine. It retains its water at 100°, but gives 
up the whole of it, amounting to 7:1 p. c. at 125 ° — Guanine does not 
dissolve in water. 

Guanine combines both with acids and with alkalis. From the 
former compounds, water extracts the acid, which, if volatile, is ‘likewise 


expelled by heat. 


Phosphate of Guanine.— Deposits from Ae solution in crystalline 
grains, which unite into a crust, contain 58°50 p. c. guanine, 36°28 
phosphoric acid, and 4°53 water (loss 0°69), oe retain their water till 
heated to 125°. 


Sulphate of Guanine. —Sulphuric acid is added to guanine till the 
latter is completely dissolved; the strongly acid liquid diluted with hot 
water; and the clear mixture cooled, whereupon it yields yellowish 
needles, often an inch long, which must be washed, not with water, but 
with weak aleohol, At 120° ,bliey pive Of 8°12). -C..(==2) At.) water of 
erystallisation, and no more at higher temperatures, even above 200°, 
By a large ony of water, they are resolved into hydrate of guanine 
and dilute sulphuric acid, which, however, still retains in solution a certain 
portion of the guanine. 
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Hydrochlorate of Guanine. — a. Mono-acid. — a. Anhydrous. — Ob- 
tained by exposing the compound £ to a continuous current of air, or 
heating it to 100°. The residue gives off all its hydrochloric acid, 
aiounting to 19°27 p. c., at 120°, while pure guanine remains behind. 


B. Hydrated. — Crystallises from the solution of guanine in strong’ 
boiling hydrochloric acid, on addition of a large quantity of hot water, 
and cooling, i in an abundance of slender, light yello w needles, which give 


off their water at 100° and their acid at 200°, 


Anhydrous. Unger. 
gil oh ak O kins cane Lo er er CUO eee 80°70 
TOW. Beate atet thee. SUAA). ae lO42) fhe 19°30 
CNP O72 CL a 13 024 ere 00D Omri. 100°00 

Needles. Unger. 
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[The needles analysed by Unger had probably some mother- liquor still adhering 
to them; he prefers representing them by the formula: 3(CN°H°O?,HC1+ 7Aq.] 


b. Bi-acid. —Guanine swells up, and becomes slightly heated in 
hydrochloric acid, and at a wintcr-temperature, absorbs, when completely 
saturated, 48°14 p. c. hydrochloric acid (100 : 48:14 = 151 : 72°195). 

VOL. X. rH 
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Nitrate of Guanine. —a. Mono-acid. — Guanine dissolves easily and 
without decomposition in a boiling mixture of nitric acid of sp. gr. 1:2 
and water; and the solution yields, on cooling, long, very fine, capillary, 
interlaced crystals, which taste sour at first and rough afterwards; redden 
litmus strongly; effloresce in the air, with loss of a portion of their acid; 
dissolve in hot water much more abundantly than in cold; and are not 
altered by boiling the solution. 


Crystals. Unger. 
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b. Bi-acid. —Crystallises on cooling from a solution of guanine in 
boiling nitric acid of sp. gr. 1°25, in short prisms, which eflloresce in the 
air, with loss of part of their acid, and give off the whole of it when 
heated. 


Crystals. Unger. 
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Between these two compounds, a and b, there are two intermediate 
compounds, which crystallise out, when a nitric acid solution which 
would yield @ on cooling, is mixed in a certain proportion with another 
which would yield 6. One of these intermediate crystallised compounds 
may be regarded as 830” N°H°O?,4NO0°+12Aq.; the other as 83C’N°H*O*, 
5NO°+16Aq. 


Soda-compound, — Guanine dissolves in aqueous soda (also in potash,) 
more readily than in acids. The concentrated soda-solution, saturated 
with guanine, and then mixed with a large quantity of alcohol, yields 
the soda compound in confused laminew, which, after drying in vacuo, 
give off 33:26 p.c. (12 At.) water when heated above 100°; absorb 
carbonic acid rapidly from the air; and effloresce with separation of 
guanine; and when dissolved in water, even not containing carbonic acid, 
are decomposed with partial separation of guanine. 


Anhydrous. Unger. 
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Guanine dissolves very sparingly in Baryta and Lime-water, even at 
a boiling heat. These compounds are also decomposed by the weakest 
acids, such as carbonic acid, 


Nitrate of Mercurous-omide and Guanine. — The compound of mer- 
curous nitrate with nitrate of guanine forms crystals, which, when heated, 
deflagrate with emission of white fumes, but without perceptible noise, 
and dissolve sparingly in water. 


Sulphate of Silver-oxide and Guanine. — A solution of sulphate of 
guanine diluted as much as possible, forms with nitrate of silver a very 
bulky translucent precipitate, which shrinks together very much in 
_ drying, and leaves a hard mags of a pale flesh-colour. This mass, when 
heated in a crucible, is converted, with partial projection, into a brown 
powder, which emits an odour of sulphurons acid and cyanogen when 
ignited, and ultimately leaves silver. The flesh-coloured mass is not altered 
by boiling with sulphuric acid or with potash. When decomposed with 
zinc, it yields silver, guanine, and sulphuric acid, but no nitric acid. The 
reduced silver is black, but as soon as all the zine is used up, and hydro- 
gen gas is no longer evolved, it becomes brownish green, insoluble in hot 
nitric acid, and at a red heat again gives off the odour of sulphurous 


acid and cyanogen. 


Chloroplatinate of Guanine. — The hot-saturated solution of guanine 
in hydrochloric acid, is mixed with excess of hot concentrated bichloride 
of platinum; the mixture evaporated to one-half at 100°; and the crystals 
which form on cooling, washed with alcohol or water, and dried over oil 
of vitriol. Orange-yellow needles, and prisms of lemon-yellow colour. Over 
oil of vitriol, they become opaque and give off a trace of hydrochloric acid. 
In a current of dry air at 15°, they evolve traces of hydrochloric acid; 
then between 100° and 120°, they give off 6°51 p. c. (4 At.) water, with 
a trace of hydrochloric acid, and leave a pale lemon-yellow residue, 
which dissolves slowly in cold water, but perfectly in boiling water, 
and on cooling yields the original crystals; absolute alcohol dves not 
extract any chloride of platinum from it. Zinc, with hydrochloric acid, 
separates platinum-black from the crystals, while guanine remains in the 
liquid. When the crystals are fused with carbonate of soda, cyanide of 
sodium is formed. . They dissolve in water, and readily, without evolution 
of carbonic acid, in caustic potash, or soda, or their carbonates, whence 


they are precipitated by acids, 


Crystals. Unger. 
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Oxalate of Guanine. — Separates from a mixture of the solution of 
hydrochlorate of guanine with a tolerably concentrated solution of 
oxalate of ammonia, in crystals, which do not give off anything 


at 120.. 
wel 
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Crystals. Unger. 
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Tartrate of Guanine. —Separates from a dilute and strongly acid 
solution, in yellowish radiated nodules, which may be dried at 100°, and 
do not give off anything even at 120°. 


Crystals. Unger. 
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Uncer. Ann. Pharm. 59, 69. 


Formation and Preparation. — An intimate mixture of 2 pts. guanine 
and 5 pts. chlorate of potash is set aside with 25 pts. water and 30 pts. 
hydrochloric acid. At first the mixture becomes solid, from formation of 
hydrochlorate of guanine, then dissolves gradually, with evolution of 
chlorous acid gas, and in the course of 24 hours, yields crystals of 
peruric acid. To free these crystals from an admixed amorphous sub- 
stance, they are dissolved in hot, very dilute ammonia; the hot solution 
mixed with nitrate of silver, and quickly filtered from the precipitate of 
silver oxide and amorphous matter; the filtrate slightly supersaturated 
with nitric acid; and crystals of the pure acid obtained on cooling. 

Properties. Colourless, shining, short, oblique rhombic prisms or 
plumose crystals, which are inodorous, tasteless, grate between the teeth, 
and redden moist litmus paper, 
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The acid subjected to dry distillation, gives off water and a large 
quantity of cyanic acid, and leaves a slowly combustible charcoal. 


Combinations. The acid dissolves slowly in water. It dissolves easily 
and abundantly in caustic alkalis and their carbonates; its solution in 
ammonia does not precipitate chloride of barium or chloride of calcium, 


and when left to evaporate freely, leaves crystals of peruric acid free 
from ammonia, 
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On pouring a solution of the acid in ammonia into solution of nitrate 
of silver, the liquid becomes acid, and yields a curdy precipitate, which, 
after washing, dries up to a white, loosely coherent powder, which does not 
blacken when exposed to light, and after drying at 100°, contains 66°3 
p. ¢. silver. If the acid liquid above the precipitate be exactly neutralised 
with ammonia, and then kept at a lukewarm temperature for 24 hours, 
during all which time it remains neutral, a precipitate is obtained, which, 
when washed and dried at 100°, exhibits the following composition: 


Unger 

1 Re ete fps SN eR 2 60 ee ee tre 13°40 
AINE is cad asta catse oi aen ies 56 ADE More) oh i227 
BLE alee atte tach enn haat 3 OWae een 0°36 
SN Ba Gyiecne ne nates 216 Doe O15 aici 56°33 
ALS Pte ti an 1 yi Givog Bee 16°20 
AO?) Geel 00200: Biers. 100-09 


(Even if the difference between the analysis and the formula of this salt can be 
explained by the presence of an excess of oxide of silver, the improbability both of this 
formuJa and that of the free acid, nevertheless renders a repetition of the analysis 


desirable. ] 


mel #4 sl. 

Matifwe be cette 

write inteotts ed 

ain on w oe wre twis 4 <— - 


OPEL «nce, ENGI 
a U2 i ; 
a. |. oe 
é V4 Gate a? 
ms stot >—ale 
a ne 


Ey Seng yee few 


= OIE AL IE wh we 


bg nee viet 09 _ ceoardead bea tatlice WY tAene? sieve 010 Th, 7 of 7 
ey bs died «AM deters, 2d yells Vetviirs Ww oe ae ap lo elie 1g Mise 
Bi pleble sx) Yo. ecintteyry a gener yr een hin AT Ald Tee eh 


: Are : Piso: “4 


> « 


a. es Ale Si A qireags dy cet Ot 

edimedis © vil ai *6 Bee. Ven ob! ae fier’ 

ee iive.S vale we a SS, oheaate teyetier- ma 4eéle 

(or meer e2 fan) Aa S ie Aces hr wa es oe: gQuence 

wire ces i fy hee lic Peewaly Rowe. 64 Goin. ; 

7480, (Lee are Tiolvabaht bvo wort <iilesaianiaenns ian he 

ined wits hitryme Gg elven, gts quem ly Nk, feat he be 

NiVED ofr fe, eros piney iaiie ae ie Hit snfedt 

eb UNH te: ene aa Ses (f 4m tape POG obésineth conch Tana 
cL ee pS Ser, al eS; (eee oe 
- aH feLee. wh . MsUNsA . igi sprave Cty bas Ne 
ak ee . Ao Se 


@ os BE dea ¢ je Pe: —“a i iv idem nb* 7 


—- ep A) ee Se ny 


S 


Tk walt “Saldacled 2 any see apinw. cheek ‘all rane 
er ee eee Mie 5 


Ti sad dovliete ahearky Se woler 15 4 
| it ot Hei eA, 
144 
gaa SAA 


7 Pvc =~*@ 4, ' 
~ & 


487 


ADDITIONS TO VOL VII. 


Page 130. 


Action of Lerchloride of Phosphorus on Alcohols, Ethers, Acids, &&. — 
1. Terchloride of phosphorus decomposes Vintec ether at a temperature 
of 180° to 200°, with formation of chloride of ethyl and phosphorous acid : 


8C7H°O + PC = 3C*HCl + PO?, 


Anhydrous ether mixes with terchloride of phosphorus at ordinary 
temperatures, without sensible increase of heat; but the presence of 
water or alcohol, in quantities however small, causes an extremely 
violent reaction. When the anhydrous ether and the terchloride are 
heated together to the above temperature for 20 hours, in a sealed tube, 
the tube becomes covered with a thick crust of phosphorous acid, mixed 
however with phosphoric acid and red phosphorus, resulting from the 
decomposition of the phosphorous acid at the high temperature; and on 
opening the tube, a large quantity of hydrochloric ether escapes with 
rapidity. No hydrochloric acid appears to be formed. 

2. With absolute Alcohol, terchloride of phosphorus forms hydrochloric 
acid, phosphorous acid, and chloride of ethyl, just as it would with a 
mixture of ether and water, and the phosphorous acid afterwards acts 
upon another portion of the alcohol, forming tribasic phosphite of ethyl 
(ix. 360) and hydrated phosphorous acid; thus: 


3(C*H®0,HO) + 2PCB = 3HCl + 2P03 + 3C*HACl 
and 
5(C*H°O;HO) -. 2PO? = 3C4H50,PO? + 3HO,PO3. 


When the terchloride is dropt into absolute alcohol, a violent action takes 
place, even if the retort is immersed in a freezing mixture; hydrochloric 
acid is evolved at the first instant, but its evolution soon ceases, recom- 
mencing however on the application of heat. The residue in the retort 
yields the phosphorous ether by distillation, in the form of a very fetid 
liquid, having an alliaceous odour. The quantity of this ether produced 
is however but small. 


3. Anhydrous acetic acid and terchloride of phosphorus, in the ratio 
of 3 At. C4H?0? to 1 At. PCI’, heated in a sealed tube placed in the 
water-bath, yield phosphorous acid and chloride of othyl: 


3CH303 + PCI? = PO? + 3CtH%0°Cl. 


No action takes place at ordinary temperatures; but towards 65° the 
mixture suddenly becomes turbid, from separation of a white substance, 
which becomes yellow towards 80°. No gas is evolved on opening the 
tube. The liquid portion all distils over between 55° and 60°, yielding 
chloride of othyl with only a trace of chloride of phosphorus, 
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4, Hydrated acetic acid acts with terchloride of phosphorus, just like 
a mixture of the anhydrous acid and water: 


3(HO,C*H50O%) + 2PCH? = 3HCl + 2P03 + 3C4H302CI. 

The action commences, even at ordinary temperatures, with evolution 
of hydrochloric acid. On heating the mixture in a sealed tube, it soon 
became turbid, and the decomposition was completed between 30° and 
40°. On opening the tube, a torrent of hydrochloric acid was evolved, 
and the liquid yielded a distillate of chloride of othyl, with a residue of 
hydrated phosphorous acid. ‘Teerchloride of phosphorus appears to ¢ 

in a similar manner on all the monobasie acids. 


5. Acetate of Ethyl and terchloride of phosphorus decompose each 
other between 160° and 180°, forming chloride of ethyl, chloride of 
othyl, and phosphorous acid: 


3(C*H°O,C*H302) + 2PCPB = 3CtHPCl + 3C*H%02Cl + 2P03. 


No action takes place in the cold or at 100°; but at the temperature 
above mentioned, the tube becomes coated with phosphorous acid, and 
the action is complete in about 24 hours. (A. Béchamp, Compt. rend. 
40, 944; 41, 23.) 

Irom these experiments, Béchamp concludes that alcohol and the 
ethers of the monobasic acids are compounds of the same order, and 
formed by the union of oxide of ethyl with water, or with the anhydrous 
acid; moreover, that the hydrated and anhydrous monobasic acids stand 
to one another in the same relation. 


Page 179. 


Organic Bases containing Phosphorus. 


A. Canours & A. W, Hormann. Compt. rend. 41, 831; Chem. Gaz. 
1855, 11. 


P. Thénard (vii. 328), by acting upon phosphide of calcium with 
chloride of methyl, obtained certain. compounds containing methyl and 
phosphorus, viz. P?Me, PMc’, PH*Me and PMe’®. Cahours and Hofmann, 
by following a similar mode of proceeding, with phosphide of sodium and 
iodide of methyl, have also obtained the compounds PMe? and PMe’, and 
likewise PMe'‘I, a beautifully crystallised substance, corresponding eth, 
iodide of tetramethylium. This mode of preparation however is difficult 
and dangerous, inflammable and detonating compounds being formed, 
and complex products obtained, which are very difficult to separate. 

[f. Berle (J. pr. Chem. 66, 78), by acting upon phosphide of 
sodium with iodide of ethyl, has obtained triphosphethylamine (or 
irichyphosphine), PAc®, in the form of a yellow, strongly fuming liquid, 
which, when heated with iodide of ethyl, forms a crystalline mass, 
consisting of PAe*I, (iodine by analysis 45:5 and 47°8 p.c.; by caleu- 
lation 46: 3).—A better result was obtained by heating a mixture of 
phosphorus, sodium, and iodide of ethyl, ina sealed tube. The resulting 
crystalline mass, purified by recrystallisation, first from alcohol and 
ether, then from water, yielded needles containing 67°8 p. c. iodine; the 
formula PAe*I,HI requires 67:2 p.c. On trying the same experiment 
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on a larger scale, a violent explosion occurred. — Phosphorus, heated 
with iodide of ethyl, dissolves in considerable quantity, but does not 
form any basic compound. (Berlé.) | 

A better mode of preparation is furnished by the action of terchloride 
of phosphorus on zinem ethyl, zincethyl, and zincamyl. When one of 
these substances is placed in a U-tube filled with earbonic acid, and 
vapour of terchloride of phosphorus Lace through it, the mass becomes 
strongly heated, and a viscous substance is formed, which solidifies 
completely on cooling. This solid mass is a compound of chloride of 
zine with triphosphomethylamine, triphosphethylamine, triphosphamy]l- 
amine, &¢., & 9g. 


PCB + 3C?H?Zn = 3ZnCl + P(C?H?). 


These compounds, distilled with an excess of strong potash. solution, 
yield chloride of potassium and zincate of potash, which remain in the 
retort, and volatile oily distillates, having a peculiar odour something 
like that of the arsenic bases, possessing very decided alkaline properties, 
and consisting of triphosphomethylamine e, &c. These bodies form with 
acids, crystallisable and very soluble salts. Their hydrochlorates form 
with bichloride of platinum, orange-coloured, very soluble compounds, 
which, by slow evaporation, may be obtained in beautifal crystals. 

Triphosphomethylamine in contact with iodide of methyl, becomes 
strongly heated, and yields a concrete substance, a considerable portion 
of which dissolves in alcohol, and separates out on evaporation in long 
white needles of todide of tetraphosphomethylium, P(O?H*)*I. — Todide 
of ethyl acts in the same manner, but less energetically, forming 
P(C*H)?(C*H*)I, which is isomorphous with the preceding. —In like 
manner, iodide of amyl forms P(0?H*)3(CVH"™)I. 

Triphosphethylamine, treated in a similar manner with the iodides 
of the alcohol-radicals, yields the compounds PAe*Mel, PAe*I, PAc®AmI. 
The second of these compounds forms very fine crystals. — Triphospha- 
mylamine also yields corresponding compounds. 

All these iodides are easily decomposed by oxide of silver, yielding 
hydrated oxides, which neutralise hydrochloric acid, and form beautiful 
crystalline compounds with bichloride of platinum, Co Jusie (etl), 
Pil, 

The preceding iodides, treated with nitrate, sulphate, &c. of silver, 
yield iodide of silver, and the corresponding salts of the phosphorus- 
bases. 

Terchloride of arsenic acts upon zinc-methyl, &c. in the same manner 
as terchloride of phosphorus, yielding triarsenmethylamine, triarsenethyl- 
amine, &c. Chloride of bismuth appears to act in the same manner. 


(Cahours & Hofmann.) 


Page 257. 


Oxide of Methyl. — Gaseous oxide of methyl (hyd ate of methylene) 
liquefies when passed into a tube cooled to — 36° by a mixture of snow 
and chloride of calcium. ‘The resulting liquid distils at — 21°, and 
disappears completely, reproducing the original gas. During the lique- 
faction, a few small bubbles of gas are evolved, consisting ‘of oxide of 
carbon, formed in the preparation of the methylic ether by the action of 
sulphuric acid on wood-spirit. (Berthelot, V. Ann. Chim. Phys. 44, 348.) 
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Page 259, 


Preparation of Methylic Alcohol. — Kane’s process for the preparation 
of methylic alcohol, by saturating crude wood-spirit with chloride of 
calcium and distilling with water, yields but a small quantity of the 
pure product, in most cases not more than 2 or 3 oz. from a gallon of the 
crude wood-spirit. A much better result is obtained by first treating 
the crude spirit with a caustic alkali. When crude wood-spirit is 
mixed with an equal volume of a strong solution of caustic potash or 
soda, a tolerably strong action takes place, accompanied by a rise of 
temperature and formation of a homogeneous solution, which, when 
distilled, yields a distillate containing a considerable quantity of methylic 
alcohol, and a residue consisting of acetate of potash or soda, with a 
small quantity of resinous matter. On desiccating the distillate with 
carbonate of potash, saturating with dry chloride of calcium, and dis- 
tilling at 100° to remove oils and acetone, then decomposing the com- 
pound of methylic alcohol and chloride of calcium by water in the usual 
manner, and dehydrating the distillate with quick-lime, a quantity of 
pure methylic alcohol is obtained, very much larger than that which 
can be procured without the use of caustic alkali. (W. Gould, Chem. Soe. 
Qu. J. 7, 812.) 

The liquid distilled from the methylated chloride of calcium was treated with a 
solution of caustic of potash, which separated some oils, mixed with acetone and a small 
quantity of methylic alcohol. In the first treatment by caustic alkali, the oils and 
acetone had been held in solution by the greater quantity of methyl-alcohol then present. 
The potash-solution was distilled, and the distillate, after desiccation, separated by 
chloride of calcium into methyl-alcohol and acetone, the latter being soluble in water, 
from which it was again separated by chloride of calcium or potash. — The oils and 
acetone were separated by mixing with water, which dissolved the acetone, the oils 
separating out and floating onthe surface. The acetone was precipitated from its aqueous 
solution by potash, and thereby separated from a small quantity of methylic alcohol 
which had dissolved in it. 

- It appears from the preceding, that methylic alcohol and acetic acid are the principal 
substances contained in crude wood-spirit, acetone and oils being also present in com- 
paratively small quantities. (Gould.) 


Page 269. 


Production of Formic acid from Carbonic oxide. — When carbonic 
oxide gas is made to act at a high temperature on hydrate of potash, it 
is absorbed and formiate of potash is produced : 


2CO + KHO? = C?KHO}t. 


10 grammes of slightly moistened hydrate of potash are introduced into 
a number of flasks of + litre capacity, the flasks then filled with carbonic 
oxide, sealed before the blowpipe, and heated in a water-bath for 
70 hours. On subsequently opening the flasks under mercury, the 
carbonic oxide is found to be completely absorbed; and on dissolving the 
contents of the flasks in water, a solution is obtained, which, when 
supersaturated with sulphuric acid and distilled, yields aqueous formic 
acid, (Berthelot, Compt. rend. 41, 955; Ann. Pharm, 97, 125.) 


SELENMETHYL, 491 


Page 285. 


Selenmethyl. C’H’Se. 
F, Wonuer & J. Dean. Ann. Pharm. Oo: 


Preparation. By distilling a solution of snlphomethylate of baryta 
with selenide of potassium. Selenium was converted into selenious acid 
by oxidation with nitric acid; the solution evaporated to complete dry- 
ness, and till the selenious acid began to sublime; the acid dissolved in 
water, and neutralised with carbonate of potash; a suflicient quantity of 
fine charcoal-powder shaken into the liquid; and the whole evaporated 
to dryness. The mixture was then transferred to a glass retort, and 
gradually heated over a charcoal fire, till the selenite of potash was 
reduced to selenide of potassium, which reduction took place at a tempe- 
rature considerably below redness, suddenly, and with bright incan- 
descence and semi-fusion of the mass. After complete cooling, the retort 
was broken, the mass added to the solution of sulphomethylate of baryta, 
the mixture quickly distilled, and the product purified by redistillation. 


Properties. Reddish yellow, very mobile liquid, heavier than water 
and insoluble therein. Its odour is as disagreeable as that of sulphethyl, 


tellurethyl, &c. It is very inflammable, and burns with bluish selenium- 
flame. 


Methyloselenious acid. C’H*Se?0° = C?H'0?,2Se0?. — Selenmethyl is 
readily dissolved by nitric acid, with evolution of heat. The solution 
does not yield any precipitate with hydrochloric acid; sulphurous acid 
reduces selenmethy]l from it, in the form of an oily liquid. On attempt- 
ing to concentrate the solution by evaporation, nitric oxide is sometimes 
evolved, and a very violent action takes place, which may increase to 
such a degree as to set fire to the liquid, and decompose it completely, 
with evolution of vapours which are intolerably irritating to the eyes. 
But by very carefully regulating the heat, the solution may be concen- 
trated to a syrup; it then on cooling yields beautiful groups of colourless 
prisms, and the entire mass suddenly solidifies in the crystalline form. 

The crystalline body thus obtained is methyloselenious acid. It has 
a strong acid reaction, an unpleasant odour, and persistent metallic taste; 
deliquesces in the air; dissolves readily in water and alcohol; melts 
at 122°; solidifies again in the crystalline form; and when heated in the 
air, burns with the blue flame of selenium. When heated in a tube, 
it gives off very irritating vapours, and yields a reddish yellow oil, 
together with fused selenium. Hydrochloric acid does not alter the 
solution; sulphurous acid throws down from it a very dark yellowish red 
fetid liquid, probably biselenide of methyl. 

With Ammonia the acid forms a crystallisable salt, from whose solu- 
tion chloride of barium throws down the methyloselenite of baryta, in the 
form of a white crystalline precipitate. 

Silver-salt. C°H?AgO*,2SeO0*. — Obtained by saturating the acid with 
carbonate of silver. Sparingly soluble in cold water; from a solution pre- 
pared at the boiling heat, it separates in groups of beautiful prisms, 
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having a glassy lustre. When exposed to light or heated, it quickly 
blackens, and selenide of silver is reduced, even from its solution, by 
continued heating. — Heated, even slightly in a glass tube, it yields 
selenium and selenide of silver. Two silver-determinations gave 45-8 
and 45°9 p.c. silver, whereas the formula requires 48-2 p.c.; but the 
precipitated chloride of silver was always black after fusion, from the 
presence of selenide of silver, a selenium-compound being precipitated 
simultaneously with it. 


Chloromethyloselenious acid. — C?H*C10,2Se0?. — A solution of me- 
thyloselenious acid, mixed with hydrochloric acid and evaporated, yields 
beautiful transparent prisms of the chlorinated acid, which do not deli- 
quesce on exposure to the air. The acid has a very unpleasant taste and 
odour. It melts between 88° and 90° into a brown oil, therefore with 
partial decomposition, and afterwards solidifies in the amorphous state. 
When heated in a tube, it yields reduced selenium and a yellow oil. 
Dissolves readily in water and alcohol. Sulphurous acid added to the 
solution, throws down a dark red oil. Has a strong acid reaction; but 
in contact with.bases, it is decomposed, with formation of a chloride and 
a methyloselenite; e. g. with oxide of silver: 


C*H'C10,2Se0? + 2AgO = AgCl + C?H3AgO?,2Se0?+ HO. 
Wohler & Dean. 
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(Selenide of ethyl, C*H'Se, probably forms a similar chlorinated acid. At all 
events, the crystals which Joy obtained (vili, 357) by leaving chloride of selenethyl in 
contact with a mixture of nitric and hydrochloric acid, exhibited a composition not 
differing greatly from the formula C*H°C10,2S0?, which requires 12°9 p.c. C, 3°2 H 
and 19:1 Cl.) 


Bromomethyloselenious acid. — C*H®Br0,2Se0*. — Produced when a 
solution of the chlorinated acid is mixed with hydrobromic acid and 
evaporated. Crystallises in yellowish prisms, and fuses readily into a 
liquid having the apearance of bromine. 


Todomethyloselenious acid. — C*H°1I0,2Se0*. — Obtained by mixing 
the chlorine-compound with hydriodic acid or iodide of potassium. Forms 
a heavy black liquid, having a greenish metallic lustre, and solidifying 
after awhile in the crystalline form. Has a very unpleasant odour. 
Dissolves readily in hydriodic acid and in iodide of potassium. Dissolves 
also in alcohol; and when the alcoholic solution is left to evaporate, the 
compound volatilises completely without leaving any residue. (Wohler 
& Dean.) 
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Telluromethyl. C°H*Te. 


F. Wonurr & J. Dean. Ann. Pharm. $8, 233; Chem. Soc. Qu. J. 
8, 164. 


Formation and Preparation. By distilling telluride of potassium 
with sulphomethylate of baryta, the distillation being continued as long 
as drops of oily liquid pass over with the water, and the process con- 
ducted altogether as for the preparation of tellurethyl. (vill. 383. 


Properties. Pale yellow mobile liquid, which sinks in water, and 
does not mix with it. Boils at 82°, forming a yellow vapour like tellu- 
rium itself. Has an extremely disagrecab!e alliaceous odour, which is so 
intense and persistent, that even the breath is affected by it after some time. 


Calculation. 
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Decompositions. Telluromethyl fumes in the air from oxidation. 
When set on fire, it burns with a bright bluish-white flame, diffusing 
white fumes of tellurous acid. Strong nitric acid oxidises it, with evolu- 
tion of nitric oxide. 


Combinations. Telluromethyl behaves with oxygen, chlorine, ce. 
like a radical or a metal, forming a basic oxide and analogous haloid- 
, g s 
compounds. 


Oxide of Telluromethyl. C’H®Te,O.— Obtained by decomposing the 
chloride or iodide with oxide of silver. Eliher of these compounds is 
moistened with water, and oxide of silver, recently precipitated by baryta- 
water and well washed, added in excess, whereupon decomposition 
begins immediately, and the mass becomes spontaneously heated. The 
filtrate contains the oxide in solution. 

Oxide of telluromethyl is indistinctly crystalline when dry. Has 
an abominable taste, but is inodorous, Deliquesces in the air like potash, 
and absorbs carbonic acid. Its aqueous solution is strongly alkaline to 
test-paper ; eliminates ammonia from sal-ammoniac, even at ordinary 
temperatures, and forms a blue precipitate with sulphate of copper. 
Sulphurous acid added to the solution immediately throws down telluro- 
methyl, in the form of an oily stinking liquid; hydrochloric acid preci- 
pitates the white chloride; hydriodic acid the red iodide. On saturating 
the aqueous oxide with sulphuretted hydrogen, a slight milky turbidity 
is produced; and on distilling the liquid, white sulphur separates out, 
and a yellow oil passes over, which appears to be merely reduced 
telluromethyl. 


Sulphate of Telluromethyl, formed by directly saturating the base 
with the acid, crystallises in very regular transparent cubes of consi- 
derable size. It dissolves readily in water, but is insoluble in alcohol. 


Iodide. — When colourless hydriodie acid, or iodide of potassium, is 
dropt into a solution of nitrate of telluromethyl, a precipitate is formed 
of a bright lemon-yellow colour, but changing in a few seconds to ver- 
million-red. If the solutions are mixed warm, the precipitate exhibits 
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at once a red colour and crystalline structure. When dry, it forms a 
vermillion-coloured powder. — The compound dissolves sparingly in cold, 
much more freely in hot water, and abundantly in hot alcohol, forming 
a reddish yellow solution. From both solutions, it crystallises in small 
shining, vermillion-coloured prisms, which are largest when they sepa- 
rate from the alcoholic solution. They yield an orange-yellow powder. 
Under the microscope, they appear orange-yellow by transmitted light, 
but certain faces exhibit a fine blue surface-colour.—It appears to be 
dimorphous, like iodide of mercury; for, on mixing the cooled alcoholic 
solution with about an equal volume of water, the iodide is precipitated, 
of a lemon-yellow colour; but in a few minutes, a movement of the par- 
ticles is observed throughout the liquid, and the precipitate soon assumes 
the character of vermillion-coloured, crystalline lamine. The yellow 
variety cannot, however, be obtained in a permanent form; for the 
alcoholic solution yields red crystals by evaporation, and the compound 
cannot be melted without decomposition. Even at 180°, it is converted 
into black iodide of tellurium. 
Wohler & Dean. 
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Bromide. C*’H*TeBr. — Prepared like the chloride, which it closely 
resembles, and with which it is probably isomorphous. Forms shining, 
colourless prisms, which melt at 89°. 


Chloride. C*H®TeCl. — Obtained as a thick white precipitate, resem- 
bling chloride of lead, on adding hydrochloric acid to a solution of the 
nitrate. Redissolves when heated, and crystallises on cooling in long 
thin prisms, like corrosive sublimate. When prepared from the amorphous 
nitrate (inf), it contains tellurous acid, mixed or combined. Melts at O75. but 
appears not to be volatile without decomposition. Solidifies from fusion 
in a mass having a highly erystalline structure. Does not distil over 
with water, but its heated aqueous solution has a faint alliaceons odour, 
Does not form any precipitate with bichloride of platinum. Dissolves 
readily in alcohol. 


Oxychloride. C*H*®TeCl,0?H®TeO.— Formed by dissolving the chloride 
in ammonia. On evaporating and digesting the residue of sal-ammoniac 
and oxychloride in alcohol, the latter dissolves and separates from the 
solution in short colourless prisms. Hydrochloric acid added to the 
solution precipitates the chloride. 


Sulphochloride. C?H®TeS,C’H?TeCl ?—Sulphuretted hydrogen passed 
through a solution of the chloride, forms a white flocculent precipitate, 
which afterwards turns yellowish, the liquid at the same time acquiring 
an extremely repulsive odour. If it be then distilled, there passes over 
with the water, a heavy oily liquid, having a reddish yellow colour and 
extremely offensive odour, and yielding sulphuric acid when oxidised 
with aqua-regia. 7 

Nitrate. CH?TeO,NO*. — Telluromethyl, heated with moderately 
strong nitric acid, dissolves partially at first, with reddish yellow colour; 
but after a while, a violent reaction ensues, attended with evolution of 
nitric oxide, and a colourless solution of the nitrate is obtained, which by 
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careful evaporation, yields the salt in large colourless prisms. Sometimes, 
however, probably when the acid is too strong or in too great excess, the salt is obtained 
on evaporation, not in crystals, but in the form of a transparent amorphous mass, con- 
taining tellurous acid, mixed or combined, and arising probably from decomposition of a 
portion of the telluromethyl. — The nitrate decomposes with explosion if 
heated. It dissolves readily in water and alcohol. The aqueous solution, 
mixed with hydriodic, hydrobromic, or hydrochloric acid, yields a pre- 
cipitate of the iodide, bromide, or chloride of telluromethyl. 

Oxide of telluromethyl dissolved in hydrocyanic acid does not form a cyanide of 


telluromethyl: on evaporating the solution, the base remains in its original state. 
(Wohler & Dean.) 


Page 287. 


Chloride of Methyl. — Gaseous chloride of methyl (or hydrochlorate 
of methylene) liquefies at — 36", without any evolution of gas. The 
resulting liquid boils at —22° » reproducing the gas; and by the time the 
temperature has risen to — 20°, nearly the whole has distilled over. 


A small quantity of a liquid, however, peherallg remains, free from chlorine, insoluble 
in water, and probably arising from some impurity in the ‘wood- spirit. 


Chloride of methyl passed through a glass tube filled with pumice- 
stone and heated to dull redness, scarcely undergoes any decomposition ; 
at a bright red heat, an abundant deposit of charcoal is formed on the 
pumice-stone, and a liquid condenses beyond the tube. The gaseous pro- 
ducts are comparatively small in quantity (compare vil, 287.) The gases 
obtained both at the dull and at the bright red heat, were found, after 
being washed with a large quantity of water, to undergo scarcely any 
diminution by the action ‘of. bromine. — 100 pts. of the gas collected at a 
dull red heat, yielded 74 pts. of carbonic acid; the total absorption 
amounted to 229 pts. — 100 pts. of the gas collected at a bright red heat, 
yielded 73 pts. of carbonic acid; the total absorption amounted to 232 pts. 
This gas, treated with bromine ‘and then analysed again, yielded the same 
results. Hence the gas contains 53 p. c. marsh-gas, 18 carbonic oxide, 
and 27 hydrogen. ‘The oxide of carbon is probably due, either to a small 
quantity of moisture, or to the formation of a small quantity of oxide of 
methyl, together with the chloride. (Berthelot, VW. Ann. Chim. Phys. 
44, 349.) 
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Spontaneous Decomposition of Sulphomethylates. — A mixture of the 
dry crystallised sulphomethylates of baryta and lime, set aside in a 
jageely stopped bottie and exposed to daylight for 22 months, was found 
to have diminished in bulk by one-third, the. upper portion of the contents 
being a yellowish acid liquid of disagreeabl e odour, the lower a white 
apparently amorphous substance, surmounted by a crystalline crust, from 
which sprung numerous distinct crystals, having their summits turned 
towards the flight. — These crystals consist ‘of sulphate of lime, 
Ca0,80°+ 2Aq; they belong | to the oblique prismatic system; their hard- 
ness is between 1°5° and 2°; sp. gr. between 2:21 and 2°3525; lustre 
pearly in some aspects, vitreous in others. The crystalline crust, from 
which the prismatic crystals rose, also consisted of this salt. The white 
amorphous powder was sulphate of baryta, intermixed, however, with 


botryoidal masses of granular sulphate of lime, 2(CaQ, SO) + Aq. 
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The yellow liquid was a mixture of sulphovinie and sulphuric acids, 
with water and a small quantity of an oily odorous liquid. When neutralised 
with carbonate of baryta, it yielded, after separation of the sulphate of 
baryta, and subsequent evaporation and recrystallisation, crystals of sul- 
phomethylate of baryta, which, when dried between paper, were found 
to contain 38°66 p. c. baryta, agreeing with the formula C*H®BaQ2,2S0# 
+2Aq, which requires 38°76 p.c. The same salt, dried at 100°, con- 
tained 42°60 p. c. baryta, agreeing with the formula C?H*Ba02,280%, which 
requires 42°65. — The saturated solution of this sulphomethylate is not 
altered by prolonged ebullition, and the crystals may be heated to 100° 
without becoming acid or otherwise decomposing. It this respect, the 
salt differs remarkably from the ordinary sulphomethylate of baryta 
(vii, 306), although agreeing with it in constitution; it is, in fact, the 
homologue in the metbyl-series of the stable sulphovinate (parathionate) 
which Gerhardt (Compt. chim. 1845, 176) obtained by repeatedly boiling 
and neutralising with carbonate of baryta, the aqueous solution of the 
ordinary sulphovinate, and which has more recently been identified by 
Berthelot (VW. Ann. Chim. Phys. 45, 892) with the sulphovinate obtained 
by saturating with carbonate of baryta the mixture of 4 vol. sulphuric 
acid and 1 vol. alcohol used to prepare olefiant gas, or the solution of 
that gas in oil of vitriol. This view is further confirmed by the fact, 
that protonitrate of mercury, added to a strong solution of ordinary sul- 
phovinate or sulphomethylate of baryta, forms a grey or slaty pre- 
cipitate; whereas, with Gerhardt’s parathionate, with the sulphometbylate 
obtained by the same method, and with the stable sulphomethylate above 
mentioned, the precipitate is white. The acid of the stable sulpho- 
methylate may, for distinction, be called S-Sulphomethylic acid. (A. H. 
Church, Phil. Mag. [4], 10, 40.) 


Action of Water on Sulphomethylates.— When sulphomethylate of 
silver, iodide of methyl, and absolute alcohol are placed together in a 
sealed tube, and somewhat strongly heated in an oil-bath, iodide of silver 
is formed, and on opening the tube, a certain quantity of sulphomethylate 
of methyl may be obtained by distillation: 

Se +2808 fp OF Tet dat cabp } 280 
This sulphomethylate of methyl appears to be identical with the sulphate 
of methyl obtained by distilling wood-spirit with oil of vitriol. Both 
these products, when placed in water, are decomposed slowly at ordinary 
temperatures, but almost instantaneously at 100°, the products being 
methylic alcohol and @-sulphomethylic acid. 

CoHs}280" + 2HO = (2H!02 + 
In whatever way the methylic sulphate may be prepared, and its trans- 
formation in contact with water effected, 8-sulphomethylic acid appears 
to be invariably produced. Only in one instance was a small quantity 
of acid obtained which yielded a baryta-salt, decomposible at 100°. 
The modified sulphomethylic acid is obtained in the purest state when 
sulphate of methyl is decomposed by water at the ordinary summer 
temperature ; at higher temperatures, secondary products are also formed. 

Sulphomethylate of ethyl (or sulphethylate of methyl), treated with 
water in a similar manner, yields methylic and vinic alcohols, together 
with £-sulphomethylic and f-sulphovinie (parathionic ?) acid: 


C2H3 : ere pean, C2H3 9504 4 
2( Cis }280!) + 4HO = CHO? + CHO? + “| 


CH 966 


250! 


ott 
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When sulphomethylate of baryta is subjected to the action of boiling 
water, sulphate of methyl is first formed, and then decomposed as above. 
(Church, Phil. Mag. [4], 11, 68.) 
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Methylotetrasulphuric Acid. C*H*,4S0*%. — Formed by the action of 
fuming sulphuric acid on acetonitrile (cyanide of methyl): 


CtH3N + 5HSO* = C?H4,4S08 + NH4,SO4 + 2CO2, 


When acetonitrile and fuming sulphuric acid are rapidly mixed, and the 
liquid rather strongly heated, carbonic acid is abundantly evolved; and the 
residual mass, which is tough and resinous, yields, when treated with 
water and boiled with an excess of carbonate of baryta, a magnificent 
crystallisation of methylotetrasulphate of baryta, C*(H*Ba?)48O°+ 4Aq. 
This is a very stable salt. It does not lose weight at 100°, but gives off 
its 4 At. water at 170°. No further alteration takes place at 170°, but 
at a stronger heat, the salt is resolved into water, sulphide of barium, 
sulphurous acid, sulphur, and carbonic oxide. 

The free acid is obtained by precipitating a solution of the barium- 
salt with sulphuric acid, or by decomposing the lead or silver salt with 
sulphuretted hydrogen. Crystallises in long needles, very soluble and 


deliquescent. Has a sharp taste, with somewhat of the flavour of 
tartaric acid, 
Calculation. 
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May be regarded as marsh-gas associated with 4 At. sulphuric acid. The change 
which the acetic molecule undergoes in the formation of this compound under the 
influence of sulphuric acid, is the same as that which it suffers under the influence of an 
alkali. In both cases, the molecule splits up into marsh-gas and carbonic acid (ix. 294) ; 
only in the latter case, it is the carbonic acid which is fixed, while in the former, the 


marsh-gas remains in combination. 


Ammonia-salt. C?[H?,(NH*)?],456°. — Obtained by neutralising the 
acid with ammonia,—or by the action of fuming sulphuric acid on 
acetamide (ix, 246), which differs from acetonitrile only by 2HO. Crys- 
tailises with great facility in colourless prisms, sometimes an inch long. 
They are anhydrous, and perfectly stable at 190°. 


Silver-salt. C?(H?Ag*)4S0°. — Obtained by digesting oxide of silver 
with the aqueous acid. Forms large crystals, which dissolve readily in 
water, but are insoluble in alcohol and ether. 

When fuming sulphuric acid, instead of being suddenly mixed with 
acetonitrile, is added to it in small quantities, and the mixture cooled 
after each addition, a different action takes place, the nascent acetic acid 
simply combining with 2 At. sulphuric ac.d, producing the sephacetac 
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acid which Melsens obtained (vili, 436), by the action of anhydrous 
sulphuric acid on glacial acetic acid: 
C/H3N + 2HO + 3HSO* = CtH404,2S03 + NH4,SO4. 
— 
Sulphacetic acid. 
By addition of water and saturation with carbonate of baryta, crystals 


are obtained, consisting of sulphacetate of baryta. (G. B. Buckton & 
A.W. Hofmann, Proc. Roy. Soc. 7, 544.) 
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Penta-iodide of Tetramethylium. (C?H®)*N,I°.— An alcoholic solu- 
tion of iodine added to a heated solution of proto-iodide of tetramethylium, 
throws down the penta-iodide in an abundant crop of needles, having a 
metallic lustre. 
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This compound is decomposed by boiling with water, yielding a 
yellow liquid, from which white, opaque, well-formed crystals of proto- 
iodide of tetramethylium, C°N HI, separate; and on the other hand, still 
higher iodides are probably formed, The crystals of the proto-iodide 
yielded by analysis 23°72 p.c. C, 628 H, and 61°38 I; the formula 
requiring 24 p. c. C, 6 H, and 63 I. (Weltzien.) 


Deca-iodide of Tetramethylium. (C?H%)*N,I°.— On adding iodine to 
a boiling solution of the penta;-iodide in dilute alcohol, there was formed 


at the bottom of the boiling liquid, a melted mass, which crystallised on 
cooling, and gave off iodine-vapours when exposed to the air. 
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The compound ammoniums containing 4 At. Me, Ae, &c., whose 
compounds are not volatile, and whose hydrated oxides bear a close 
resemblance to potash, appear to be the only ones capable of forming 
these periodides. The solution of iodine in iodide of potassium may, 
perhaps, contain similar periodides of potassium. (Weltzien, Ann. Pharma 
91, 41.) 
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Bromoform. C°HBr®.—In the preparation of bromine from the last 
portions of the mother-liquor obtained from the Schénebecksalt-spring, 
there distils over, together with the free bromine, an oily liquid, which, 
being less volatile than bromine itself, remains in the first of the series of 
receivers used to condense the products. This substance was formerly 
regarded by Hermann as a definite compound C?H Br’, the variations in its 
boiling point being attributed to the facility with which it decomposes; 
but later experiments, performed with a larger quantity of material, have 
shown that this view is incorrect, and moreover that the liquid cannot 
be brought to a definite state by fractional distillation, even in an 
atmosphere of carbonic acid. By subjecting the liquid, however, to the 
following treatment, a definite compound is obtained from it. 

The oily liquid cooled to — 20° C, by a mixture of ice and salt, soli- 
difies for the most part in white shining crystalline lamine. To purify 
these, the mother-liquor is carefully decanted, the crystals melted, again 
crystallised and separated from the mother-liquor, and these operations 
several times repeated. The solidified mass, after being freed as com- 
pletely as possible from the mother-liquor, is then introduced into a 
capacious funnel, in the apex of which is placed a small perforated filter. 
At first the principal part of the mother-liquor runs off, and the rest is 
displaced by the liquid proceeding from the gradually melting crystals. 
The product which last drips from the melting crystals may be regarded 
as perfectly pure. If the mother-liquor obtained as above be again 
treated in the same manner, a product is ultimately obtained which no 
longer crystallises at — 20° C. 

The crystals consist of bromoform, the formation of which is due to 
the action of the free bromine on the highly carboniferous organic matters 
contained in the mother-liquor of the salt-spring. 

The melting point of the crystals 1s — 9° C.: if they have previously 
been completely dehydrated by remaining some time over dry chloride of 
calcium, they form, in the melted state, a colourless, very mobile liquid, 
having a saccharine taste, with a very persistent burning after-taste : 


Hermann (mean), 
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Bromoform exposed to the air decomposes toa certain extent, assuming 
a red colour, from the presence of free bromine. When distilled, even 
in a stream of carbonic acid, it is decomposed in the same manner as the 
crude liquid, a small quantity of bromide of carbon being ultimately 
formed. When exposed to the action of chlorine in sunshine, the liquid 
is gradually but completely converted into solid chloride of carbon. 

Bromoform is not, like chloroform, converted by caustic potash into 
bromide of potassium and formiate of potash. Not a trace of formic 
acid is produced, and the reaction is different, according as the hydrate of 
potash is used in the free state, or dissolved in alcohol. 

When hydrate of potash is brought in contact with bromoform, no 
action takes place at first, but after a while, the mass becomes so strongly 
heated that the bromoform begins to distil over, and at the same time 
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a gas is evolved, which, when freed by agitation with water from 2 
small quantity of diffused bromoform, exhibits the characters and com- 
position of pure carbonic oxide. The decomposition is expressed by the 
following equation :— 

C7HBr? + 83KO = 2CO + HO + 3KBr. 


and is analogous to that which the corresponding oxygen-compound, viz. 
formic acid, undergoes under the influence of sulphuric acid. 

With an alcoholic solution of potash, on the other hand, the evolved 
gas is a mixture of carbonic oxide and olefiant gas, the latter proceeding 
from the alcohol, which, under these circumstances, is resolved into 
olefiant gas and water, its decomposition being induced by that of the 
bromoform. The relative quantities of carbonic acid and olefiant gas 
thus produced, vary with the degree of concentration of the alcoholic 
solution of potash; but it is especially remarkable that the simultaneous 
decompositions of the bromoform and alcohol, though not connected by 
any mutual action, nevertheless take place in simple atomic proportions: 
so that, for example, 1 atom alcohol is decomposed for every 3 atoms 
bromoform; or, with a differently concentrated solution, 5 atoms bromo- 
form to 3 atoms alcohol; thus affording an example of the remarkable 
law discovered by Bunsen relating to the coefficients of affinity. 

The non-crystallisable portion of the original liquid appears to contain 
protobromide of carbon, U,Br,. (M. Hermann, inn. Pharm. 95, 211.) 
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Action of Chlorine on the Sulphides of Methyl. 


A. Ricun. WV. Ann. Chim. Phys, 48, 284. 


Monochlorinated Iethylic Sulphide, C?H?C1S, — Formed by the action 
of chlorine on methylic sulphide, under the influence of diffused day- 
light and a low temperature. At ordinary temperatures, chlorine 
acts with great violence on methylic sulphide, each bubble of the 
gas, as it pas‘es into the liquid, producing flame and a carbonaceous 
deposit. To obtain a definite result, it is necessary to place the 
sulphide in a retort, surrounded with ice, and to introduce perfectly 
dry chlorine very slowly by means of a tube, terminating a little 
above the surface of the liquid. In this manner, the yellow oil men- 
tioned by Regnault (vii. 355) is produced; it is at first contaminated 
with hydrochloric acid and unaltered sulphide of methyl, which quickly 
induce its decomposition, even in stoppered vessels; but by heating it to 
50° or 60°, and passing a rapid current of dry carbonic acid through it, 
these impurities are removed, and the compound may then be preserved 
without alteration. 

Yellow oil, heavier than water, and having a strong, disagreeable 
odour. When heated in a retort, it partly distils; but a considerable 
portion is decomposed, and leaves a carbonaceous residue. 
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Bichlorinated Methylic Sulphide. C?HC?S. — When chlorine is 
passed by separate bubbles into the preceding compound, a rapid action 
takes place, which may even produce inflammation. ‘To prevent this 
occurrence, the retort must be cooled at the commencement of the 
operation, and the delivery-tube made to terminate above the liquid; 
towards the end, however, the tube must be made to dip into the 
liquid, and the chlorine may be passed into it with considerable rapidity. 
As soon as the chlorine ceases to be absorbed, it must be replaced by 
a current of dry carbonic acid, to’ expel the excess of chlorine and 
hydrochioric acid.— The product is a heavy yellow liquid, sometimes 
of a very deep colour. It boils at a high temperature, and is partly 
decomposed by distillation. 
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In diffused daylight, this compound may be kept for several days in 
an atmosphere of dry chlorine without sensible alteration; but in sunshine 
the chlorine is absorbed and a heavy liquid, of a light ruby-red colour 
is formed, consisting of Regnault’s terchlorinated methylic sulphide 
(vii. 355), together with bichloride of carbon and protochloride of sulphur: 


[2C2HCPS + 6Cl = C°CBS + C?CHt + SC] + 2HC} 


When this liquid is distilled, it begins to boil at 70°, but the boiling 
‘point soon rises to 170° — 175°. The first portions of the distillate 
exhibit a bright red colour, due to the presence of chloride of sulphur, 
the subsequent portions are of a light yellow colour. The greater 
portion of the liquid distils over between 155° and 168°, and if this 
portion be collected apart and repeatedly rectified, a very limpid, amber- 
coloured liquid is finally obtained, which boils without alteration between 
156° and 160°. This liquid is terchlorinated methylic sulphide, C°CIS. 
It has a strong, penetrating odour, is insoluble in water, but dissolves 
easily in alcohol and ether. It is not decomposed by. aqueous potash or 
ammonia. Vapour-density 5°68. — This same compound is also formed by the 
continued action of chlorine on bisulphide of methyl in sunshine (p. 503). 
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a, from monosulphide; 4, from bisulphide of methyl. The calculated vapour- 
density differs considerably from the experimental; but the difference would be much 
greater if the vapour were regarded as monatomic. It appears probable therefore that 
the compound C?Ci°S is resolved by heat, like C?CIO (vii, 355) into CCIS and CCI; 
and that the vapour whose density was actually determined was a mixture of these two 
vapours. The low boiling-point of the compound, as compared with the boiling.points 
of monochlorinated and bichlorinated methylic sulphide, appears to favour this view. 


By carefully distilling the red liquid produced by the continued 
action of chlorine in sunshine or monosulphide of methyl (p. 500), a 
ruby-coloured distillate is obtained below 100°, which consists of chloride 
of sulphur mixed with bichloride of carbon. By treating this distillate 
with caustic potash, the chloride of sulphur is decomposed, and the 
bichloride of carbon separated; and by digesting the latter over fused 
chloride of calciuin and rectifying, it is obtained in the form of a colour- 
less liquid, of sp. gr. 1°567 at 12°, having a pleasant ethereal odour, and 
boiling at 77°. It gave by analysis 7°80 p. c. C and 91°88 Cl: the 
formula C*C]* requiring 7°69 C and 92°31 Cl. (compare vii. 356.) — When 
the sulphide of methyl and the chlorine are both very dry, and all 
necessary precautions are taken to preclude the entrance of moisture 
into the vessels, the quantities of chloride of sulphur and chloride of 
carbon obtained are but small; but if moisture is present, they are 
produced in great abundance. 


Chloride of Methylic Bisulphide. C?H°S*,C].— When a few drops of 
bisulphide of methyl are let fall into a flask containing dry chlorine, 
a number of sulphur-yellow crystals, having the form of rhomboidal 
laminz are immediately deposited on the sides of the vessel. These 
crystals are very instable, and are destroyed by an excess of chlorine. 
During the first stage of the reaction, that is to say, while the crystals 
are forming, no evolution of hydrochloric acid is observed; consequently 
the crystals contain all the hydrogen of the bisulphide of methyl, 
and their formation is due to a simple fixation of chlorine. They are 
very difficult to isolate, on account of their great volatility and their 
strong tendency to decompose. To obtain a sufficient quantity for ana- 
lysis, it is necessary to drop bisulphide of methyl successively into several 
flasks containing chlorine, quickly remove the crystals with a thin glass 
plate, press them between bibulous paper, and enclose them in a glass 
bulb previously weighed. 


Crystals. Riche. 
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May also be regarded as C*H3S,CIS. 


By the continued action of chlorine, this compound is decomposed, 
with formation of a liquid which is yellow. at first, but alternately 
assumes a bright red colour, if the action of the chlorine be continued to 
the utmost, and in sunshine. On distilling this liquid, the first portion 
which passes over below 90° is found to contain a considerable quantity 
of chloride of sulphur; but the principal portion, which distils over 
between 150° and 160°, consists chiefly of terchlorinated methylic sul- 
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phide (p. 501). It appears then that bisulpbide of methyl, under the 
influence of chlorine, splits up into sulphur which unites directly with 
the chlorine, and monosulphide of methyl which is transformed by the 
chlorine in the same manner as if it were in the free state. The crude 


product is but very slowly altered by contact with water or with potash. 
(Riche.) 
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Double Ferrocyanides. 
F, Retnpet. J. pr. Chem. 65, 450. 


Ferrocyanide of Potassium and Ammonium. — K?(NH*)Fe’Cy’= 
(K°N H*)Cy*,2FeCy. — Obtained by the action of ammonia on ferri- 
cyanide of potassium in presence of a reducing agent. 


K3°Cy$ + NH‘O = K3(NH*‘)Fe°Cy® + O 


When ammonia is poured upon a mixture of ferricyanide of potas- 
sium and grape-sugar, (in the proportion of 20:1,) in a loosely stoppered 
bottle, and the liquid left to stand for several days, with frequent shaking, 
its colour gradually becomes paler, and in eight or ten days changes to a 
pure yellow. In most cases, when large quantities are taken, yellow 
crystals are soon deposited. The product is always the same, even when 
the ammonia is in excess. The pure solution of the yellow salt may be 
evaporated to the crystallising point without decomposition; but the pre- 
sence of undecomposed grape sugar and ammonia, gives rise to other 
actions during the evaporation; hence it is best to precipitate the salt 
from the liquid by alcohol and recrystallise from water. —‘The alkaline 
sulphites effect the reduction more quickly than grape-sugar, but are less convenient, 
on account of the difficulty of separating the resulting sulphates. 

Pale yellow square prisms, which are partially decomposed, even 
between 80° and 100°, and at higher temperatures give off hydrocyanic 
acid and cyanide of ammonium. Dissolve easily in cold, and still more 
in hot water. The solution behaves with metallic salts, hke ordinary 
yellow prussiate of potash. When heated with a fixed alkali, it gives 
off ammonia, and yields a similar salt in which the ammonia is replaced 
by the alkali-metal used. (Reindel.) 
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Ferrocyanide of Potassium and Sodium. K*NaFe’Cy® = (K3Na) 
Cy*,2FeCy. — Obtained by treating a mixture of ferricyanide of potas- 
sium and grape sugar with caustic soda, or by boiling a solution of the 
preceding salt with caustic soda; the product may be purified by preci- 
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pitation with alcohol and recrystallisation. Forms rhombic or nearly 
square prisms, having a glassy lustre; they are not efflorescent, and do 


not give off their water below 200°. Dissolve readily in water, either 
hot or cold. (Reindel.) 


Crystals. Reindel. 
ee E Pe n EC e LIF :6 apne et eo ween: 28°18 
IN Bo chetecosastaace entices 23°0 DD dls oacegaed 5°34 
Pd IRR ES oe RRM 56°0 LA ieee 13°56 
OCR sane ee 156°0 OF 04. raters 37°75 
PATE ah tin Peed 63:0 Oe ace 15°14 
K°NaFe*Cy®+7Aq .... 415°6 .... 100°00 | ........ O07 


When chlorine gas is passed through a solution of this salt, chloride 
of potassium is separated and a salt is formed, which appears to be com- 
posed of (K’Na)Cy*Fe’Cy* + Aq. This and two other salts derived 


from it, viz., (K*Na*)Cy*2FeCy and (K*NaN H*)Cy‘,2FeCy, are reserved 
for further investigation. (I. Reindel.) 
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Ammoniacal Cupresocupric Cyanide, — 2N H°,2Cu?Cy,CuCy. — When 
an ammoniacal solution of hydrated cupric oxide is poured into aqueous 
hydrocyanic acid, till the odour of the ammonia becomes distinctly pre- 
dominant, the clear, shghtly yellow solution then heated to the boiling 
point, and an additional quantity of the ammoniacal copper-solution 
continually added, (while the heat is still continued,) till the dark blue 
colour becomes permanent, micaceous, crystalline Jamine make their 
appearance after a while; and the liquid, if then filtered, yields, on cool- 
ing, green rectangular laminz of remarkable lustre; these, after com- 
plete cooling, may be purified by filtration and washing with cold water; 
they are then dried, first upon paper in the air, and afterwards over 
chloride of calcium.— When these green crystals are immersed in a 
mixture of equal volumes of moderately dilute solutions of caustic 
ammonia and carbonate of ammonia, and the liquid heated, they dissolve 
and form a blue solution. On boiling this solution for about an hour, 
and then leaving it to cool, it deposits blue shining lamine, which may 
be collected on a filter, and completely purified by washing with cold 
water. — During the boiling, the blue ammoniacal liquid often becomes 
turbid, in consequence of the separation of a brown substance, but it 
may be rendered clear again by addition of ammonia. (L. Hilkenkamp, 
Ann. Pharm. 97, 218.) 


Blue crystals. Hilkenkamp. 
DEIN EL Oe 20 oe os ae se EC ae i OOS IR weer 12°66 
CALE or cipteternnesn Sian cadens 158 OO a) 2a Patiwsss 58°22 
RO Cee ache Aan RS Ae d Nte 78 2858 9"F k.. ee he 
2NES cour, CuCy.s nt 270 LOOL 00s ese 99°61 
Or; 
Hilkenkamp. 
DMN Oe eth Morey, sctshag ri al ey eel 4g 
at OU VM Paces on edhe tees: Uae ne OU Use Center 66°90 
CuCl ae BG. ya 21°34 
270°0__.... 100:00 
Green crystals. Hilkenkamp. 
7 gest is alk be aan omen Bie tie Sin 8 34 il at | Dara ar 11°56 
SE ee hc saci elovnnce tate ees 158 Ae Beier Bac hee 54°37 
LY Mees dehivutint wit han Macon gene 78 Co Ue eee 27°30 
REL ODP atte ocaree ot neoteameen 18 6°25 


2NH3,2CuwCy,CuCy+2Aq 288 ... 100-00 


The quantity of cuprous cyanide in the green crystals was found by analysis to be 
60°85 p.c.; the formula requires 61°97. 
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The green compound is hydrated, perfectly insoluble in cold water, 
and is decomposed by boiling with water, a bulky brown precipitate 
being then formed. When dry, it may be heated to 100° without decom- 
position; but when heated to that temperature in the moist state, it is 
gradually decomposed as by boiling with water. It is decomposed by 
dilute acids, leaving a white residue of cuprous cyanide, fwhich dis- 
solves, with evolution of hydrocyanic acid, when the liquor is heated. 
Solutions of caustic fixed alkalis, or alkaline carbonates, change the 
colour of the green crystals to blue, even at ordinary temperatures. 
Caustic fixed alkalis take up cuprous cyanide, which, on boiling, turns 
brown, and is converted into cupric oxide; in the solution formed by 
fixed alkaline carbonates, a small portion of the green compound is con- 
verted into the blue anhydrous crystals. This solution when boiled, like- 
wise yields a brown precipitate, but the supernatant liquid, as it cools, 
deposits splendid blue laminze of the anhydrous salt. The green crystals 
dissolve in ammonia and carbonate of ammonia, and partly separate out 
unaltered as the liquid cools, but partly converted into the blue com- 
pound, especially after long boiling. (Vid. sup.) 

The blue compound behaves like the green crystals with all reagents, 
excepting those which converted the latter into the former. (Hilkenkamp.) 


Page 43—-58. 


Platinocyanides. 
A. Scuararik. Wien. Akad. Ber. 17, 57; Chem. Gaz. 1855, 441. 


Protocyanide of Platinwm. PtCy. — Schafarik prepares this com- 
pound by heating platinocyanide of ammonium for some time to 300° on 
the sand-bath. The yellow crystals first become pure white, but after- 
wards again assume a yellow colour, give off a light and very pungent 
vapour, and ultimately leave pseudomorphous crystals of protecyanide of 
platinum, which, when more strongly heated, smoulder away on access 
of air, leaving spongy platinum in distinct pseudomorphous crystals. — 
Hydroplatinocyanic acid boiled with nitric acid likewise yields a very 
pure protocyanide of platinum, together with other products not yet 
examined. In the products obtained by these two processes, and likewise 
in that prepared by Knop’s method (vii, 43), Schafarik found 75:24, 
75°59, 76:05, 76°36, and 77°18 p.c. platinum. Now the formula PtCy 
requires 79°20 p.c.; Schafarik, however, regards the several products 
which he analysed as the protocyanide contaminated with variable quan- 
tities of foreign matters, which could not be removed by washing. 


Platinocyanide of Ammonium. NH*PtCy?+ Aq. — Obtained by pre- 
cipitating a solution of platinocyanide of barium with a mixture of caustic 
ammonia and carbonate of ammonia; the filtrate, when slowly evaporated, 
yields slender prisms of a deep lemon-yellow colour, and exhibiting a 
splendid blue fluorescence on the surface. These crystals, placed under 
a bell-jar with caustic lime on which ammonia is dropped, become 
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white but turbid, and diminish in weight by 4 or 5 per cent. from loss of 
1 At. water (not of ammonia, as supposed by Quadrat, viii, 46.) The 
white crystals recover their yellow colour, though slowly, on exposure to 
the air; but if placed over sulphuric acid, they remain white. Colourless 
needles are likewise obtained by adding caustic ammonia to a very strong 
solution of the salt, and evaporating over the water-bath; these also, 
when exposed to air, take up water and turn yellow. (Knop attributed 
this change to loss of water, but analysis shows that the yellow crystals 
contain more water than the white. Both the white and the yellow 
salt give off their water, but not entirely, at 100°; at 150°, they part 
with the whole, amounting for the yellow salt, to 10°05 (2 At.), and 
become milk-white or pearly.) Any brown colour which they may exhibit after 
drying, when prepared by Quadrat’s method, (viii. 46), is due to impurities in the ether 
or alcohol used in the preparation. When the anhydrous salt is dissolved in 
absolute alcohol, and the solution evaporated over sulphuric acid, crusts 
of colourless, radiating needles shoot out from the margin of the vessel, and 
at last coat the whole surface with a network exhibiting a beautiful 
violet fluorescence; on exposure to the air, they rapidly turn yellow. 
The yellow salt dissolves in about its own weight of water, and a smaller 
quantity of alcohol. 


Anhydrous. Schafarik. 
ON ELS renee ES" eee 0°05 
| Sd a eae ee 99 30°77 
DG eh Bae eee LIOn na 53:055 2.4 58°88 


White, hydrated. Schafarik. 
TSS am Seems, ne 15S eee Oe 
| om ee rs 99 BO Sie a 55°83 
NO Me ML oe 52 29°35 
PLO) ee tale eee 9 0) Ls cee 5°10 
NEE PtCy2 AG. eee 178 100°00 
Yellow Schafarik. 
Di 9 ha Pair tetera 18 9°63 
Pin Bceucees tae orem: 99 Doe O Am. eases 52°22 
2 ON ar a, Seb aera ae ye 27°80 
DOVE CO): ceetoa cree Gee Pee 18 OO 300 are. 10°05 
INH RLO ya 2 AG ee nee 187 _.... 100°00 


Platinocyanide of Potassium. — Of the several methods given for the 
preparation of Gmelin’s salt, Schafarik regards that of Knop (viii, 47, 2), 
as the most convenient. He finds, in accordance with the results of 
Gm., Laurent, Gerhardt, and others, that it has always the composition 
KCy,PtCy, not that assigned by Quadrat. 


Platinocyanide of Sodium. — Platinocyanide of barium prepared by 
Quadrat’s method (viii, 52), was dissolved in a little hot water, and mixed 
with excess of sulphate of soda; 10 times its volume of a mixture of 
alcohol and ether was then added; and the liquid filtered after standing 
for several hours. The clear solution, evaporated, first in the air and 
afterwards in vacuo over oil of vitriol, was entirely converted into beau- 
tiful, colourless, brilliant, glassy prisms of the sodium-salt, xbout 8 mm. 
long and 1 mm. thick. 
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Crystals. Schafarik. 
ia Qaeiiled Je eee 23> at DIM ereie 11°58 
Bt vetann ke. pecmloes O09, cyl] AO OS we: 48°62 
OS a TE 52 elute ase 
00 5 16 Ae mr Oe, DAS a» ERE ES. ee a 13°85 
NaCy, PtCy + 3Aq,.......0000 201 .... 100°00 


Platinocyanide of Barium. — Most easily obtained by dissolving 
platimocyanide of potassium in the smallest possible quantity of cold or 
moderately warm water; adding 1 At. of pure monohydrated sulphuric 
acid (23 pts. acid to 100 pts. of the potassium salt), taking care to avoid 
overheating, which would separate protocyanide of platinum; and after- 
wards adding 10 times the volume of alcohol, of sp. gr. 0°863: the addition 
of a little ether facilitates the precipitation of sulphate of potash. The 
mixture is then immersed in cold water for several hours to complete the 
deposition of the sulphate of potash; and the filtrate evaporated to one- 
third, mixed with water, and saturated at the boiling heat with carbonate 
of baryta. The barium-salt thus obtained is quite pure, as the traces of 
potassium-salt taken up by the alcohol remain in the mother-liquor.— 
Quadrat’s method of preparing this salt from the platinocyanide of 
copper is troublesome, on account of the difficulty of washing the 
copper-calt. 


Platinocyanide of Strontium. — Prepared by saturating platinocyanide 
of hydrogen with carbonate of strontia, or by Quadrat’s method of decom- 
posing the copper-salt with strontia-water.— Forms sometimes milk- 
white, sometimes transparent crystals, which, when exposed to the air, 
acquire a violet tint throughout. The white crystals obtained by the 
second method are also surrounded with a crust of indistinct yellow 
crystals, which, however, become white when laid on paper over night.— 
The white or transparent crystals, left over sulphuric acid for 24 hours, 
acquire a splendid purple-violet colour, like a solution of permanganate 
of potash, and at the same time a gold-green metallic surface-lustre; by 
exposure to the air for a few days, they completely regain their previous 
appearance. A solution of the salt swung round in a hot vessel, likewise 
coats it with a violet-purple crust, having a gold-green lustre: this purple 
tint appears to be due to a peculiar state of hydration. At 100°, the salt 
becomes turbid throughout, and acquires a deep orange colour, deeper than 
that of the dry barium-salt, the gold-green surface-lustre being at the 
same time converted into azure. At 150°, the salt becomes white and 
anhydrous, but is so sensitive to moisture that when breathed upon, it 
immediately aquires a blackish purple colour. 


Schafarik 
(mean). 
Cy gi On PE ec Shae MN ye 8 UB SSS is We te 18°34 
Pes eee nan: 99 IG ee ore 40°81 
PE Eee Oy Sn Se AE Be ay Z1s67 
HW 5 9 Rte Uleirt) s 45 Lor ie” cee 18°83 
SrCy, PtCy + 5Aq.......000.. 240 1 100-00 


Of the 5 At. water, 7°71 p. c. (3 At.) are given off at 100°. 


Platinocyanide of Calcium. CaCy,PtCy+5Aq. — Resembles the 
strontium-salt, and also gives off 3 At. water at 100°. 


PLATINOCYANIDES. 509 


Flatinocyanide of Magnesium. — Prepared by the two methods given 
ip vili, 54; also by saturating cyanide of platinum at a boiling heat with 
carbonate of magnesia: the product obtained by this last method was 
darker in colour than that obtained by either of the former. If the salt, 
after being deprived of its water, be dissolved in hot absolute alcohol, of 
which it requires a considerable quantity, the whole liquid becomes filled, 
on cooling, with a tissue of delicate, white, satiny, filamentous crystals, 
which soon turn yellow on exposure to the air, and ultimately contract 
into crystalline crusts of a carmine red colour with golden lustre. If the 
dry salt be dissolved in such a quantity of alcohol that no crystallisation 
takes place on cooling, and the solution left to evaporate in a shallow 
dish in a warm dry atmosphere, it yields thin rectangular tables, or rather 
lamin», characteristically grouped in a fan-like form, and having a 
lemon-yellow colour, with a fine blue superficial fluorescence. These 
lemon-yellow crysta!s are evidently identical with the yellow masses into 
which the salt is converted between 80° and 45° (at 35°, according to 
Quadrat, vili, 54), while the asbestos-like needles are MgPtCy?+2HO, 
the same salt into which the red-salt is converted at 100°. 


Red crystals. Schafarik. 
er 
Meee To 531 5°79 na 5°33 ee: 
He he 99 .... 43°81 43°48 wn 4396 ae 
Paso aat 52 .... 23°01 
PUG) oa. 1G hee Td 703 Loe. 6-45). 8°29) 0. 
eos fe 7 a et maa Pte wae f2e 98 = 19-45}26-74 
MgPtCy2, Looe 
ace + oa }228 ....100°00 


Cf the 7 At. water, 5 At. (water of erystallization) go off at 100° and the rest 
at a higher temperature. — The determinations of platinum and magnesium in the above 
analysis agree with the formula, but the amount of water is too small. On the other 
hand, the formula MgPtCy?+6HO requires 5°53 p.c. Mg, 45°62 Pt and 24:89 water 
which does not agree so weil with the platinum-determinations. The formula with 
7HO is most probably correct. — Quadrat found in his salt 33°26 p. c. of water, of 
which 18°69 p. c. was given off at 100°. But he gives the formula Mg®Pt°Cy!! + 8HO + 
11Aq, which represents only 16°70 p.c. water, but requires 48°34 p.c. platinum or 
about 5 p. c. more than the reality. To obtain 33 p,c. water, the formula should be 
Me’PbCy! + 47HO, which gives 33°15 p. c. water, but only 38 8 p.c. platinum, which 
is 5 p. c. too little. The above quantities of platinum and magnesium calculated for 
the anhydrous salt, give, as a mean result, 60°45 p.c. Pt and 7'70 Mg, agreeing nearly 
with the formula MgPtCy?, which requires 60°74 Pt and 7°36 Mg. [According to 
Schafarik’s calculation, the amount of magnesium thus calculated for the anhydrous salt 
agrees with the formula MgPtCy?, but that of the platinum is too small, agreeing more 
nearly with Quadrat’s formula Mg®Pt®Cy; but in this there is evidently an error; the 
mere abstraction of the water cannot alter the relative quantities of the magnesium and 
platinum]. Baumert has also made two analyses of the anhydrous salt prepared 
according to Quadrat’s method, and found 60°51 and 59°81 p. c. Pt and 7°38 to 7°28 Mg. 
These results, joined with the consideration that the salt is derived from the barium-salt, 
BaPtCy2, sufficiently determine its constitution. 

Platinocyanide of Copper. CuPtCy?.— Produced whenever a soluble 
platinocyanide is mixed with the solution ef a copper salt. Forms a 
bulky bluish or yellow green precipitate, which is completely deposited 
within 24 hours from a solution containing excess of the copper-salt, but 
remains for a long time suspended in pure water, and is very difficult to 
wash on the filter. When dried, it shrinks together remarkably, breaks 
up, and is converted into shining, sharp-edged fragments, of a dee 
grass-green or leek-green colour, which however yie.d a dull light green 
powder. The salt retains moisture very obstinately, not becoming com- 
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pletely dry till heated to 150° or 180°. When ignited in close vessels, it 
acquires a deeper green colour, and then turns brown, with loss of eyano- 
gen, which, as it goes off, burns with a beautiful purple flame bordered with 
yellow. The evolved gas has an extremely penetrating and powerful odour, 
The residue smoulders away in contact with air, leaving a black powder, 
probably platinum and oxide of copper. This powder, when boiled with 
nitric acid, yields copper to the acid, and leaves spongy platinum, but it 
is not possible to extract all the copper by this process. The best method 
of decomposing the salt for analysis is to spread it in fine powder, and in 
as thin a layer as possible, on a flat platinum dish; let it burn, first at a 
gentle heat; then calcine it strongly for a considerable time in a muffle; 
and, lastly, fuse with bisulphate of potash. A portion of the salt, 
prepared with platinocyanide of potassium which was obtained by 
Quadrat’s method, and only once recrystallised (and, therefore, according 
to Quadrat = K*Pt’Cy") gave, when thus treated, 55:98 and 54:09 p. c. 
platinum, the last determination agreeing exactly with the formula 
KPtCy’, which requires 54:10, whereas the formula K®Pt®Cy" requires 
only 50°87.— The salt suspended in water and treated with chlorine gas 
is very slowly attacked, yielding shining green crystals of platinidcyanide 
of copper. It is not attacked by sulphuric or by a mixture of sulphuric 
and nitric acids, even when boiled therewith for half an hour. 


Platinocyanide of Mercury. — Platinocyanide of potassium forms with 
corrosive sublimate a white precipitate of platinocyanide of mercury, 
and with mercurous nitrate a precipitate, which is white at first, but as 
the quantity of mercurous nitrate is increased, becomes in_ succession 
yellow, green, and blue, the blue salt consisting of platinocyanide of 
mercury plus mercurous nitrate. (Débereiner, vili. 57.) Rammelsberg 
found the blue salt to consist of 5HgPtCy* + Hg’0,NO® + 10Aq. This 
blue salt cannot be freed from mercurous nitrate by washing. If it be 
washed as much as possible, then pulverised, placed in a thin layer on a 
platinum dish covered with a glass plate, and heated to 200 — 250°, it 
gradually becomes snow-white, and the glass plate is seen to be coated 
with small globules of metallic mercury. If these be rubbed off after 
the salt has become white, it may then be heated for any time to the 
same temperature, without giving off more mercury; above 300°, it 
becomes slightly brown, but without change of composition. When 
slowly heated to redness in a covered vessel, it gives off mercury and 
cyanogen, and leaves yellow protocyanide of platinum, which, at a 
higher temperature, gives off more cyanogen and turns black; and this 
black mass burns quickly away when exposed to the air, leaving spongy 
platinum. (Schafarik.) 


White salt. Schafarik. 
OS 
EF Gasca cect econ 100. 44°39 34 aotoe a! 397727, eo SS 
| ae tae 99 39°44 
a eee sansa 52 20°72 
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Action of Chlorine on Sulphocyanide of Methyl. — Dry chlorine attacks . 
sulphocyanide of methyl in the cold, even under the influence of mere 
diffused daylight; but the action soon comes to an end. The product is 
a liquid having a faint yellow colour, together with very beautiful 
colourless crystals of solid chloride of cyanogen. If the vessel be then 
exposed to direct sunshine, the quantity of these crystals continually 
increases, and a very mobile liquid (a) is finally obtained, having a fins 
red colour arising from chloride of sulphur, and containing a large quan- 
tity of crystals. This liquid begins to boil at 70°, but the last portions 
do not pass over below 200°. If the portion which distils over below 
85° or 86° be shaken up with potash-ley, till the chloride of sulphur is 
completely decomposed, and the remaining liquid dried over fused chlo- 
ride of calcium and distilled, a colourless aromatic distillate is obtained 
which boils at 80°, and exhibits the composition of bichloride of carbon 
C*Cl* (analysis: 7°99 p. ec. C and 92°3 Cl). This compound appears to 
be a constant product of the action of chlorine on the sulphuretted com- 
pounds of the methyl] series (pp. 500°—504°). — The portion of the liquid 
(a) which passes over between 140° and 170°, shaken up with potash-ley, 
washed with pure water, then dried and carefully distilled, yields a very 
mobile amber-coloured liquid, which boils between 150° and 160°, and 
exhibits the composition and properties of perchlorinated methylic sul- 
phide, C°Cl?S.—[The formation of these several products may be 
represented by the following equation : 


6(C?H3,C°NS?) + 54Cl = 2C®N°C3 + 9CIS + 3C2Cl* + 3C°CBS + 18HC1.] 
(A. Riche, V. Ann. Chim. Phys, 43, 295.) 
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Formation of Alcohol from Olefiant Gas. — A large glass globe, capable 
of holding 31 or 32 litres, was exhausted of air and filled with olefiant 
gas; 900 grammes of pure and boiled sulphuric acid, poured into it in 
several separate portions; then a few kilogrammes of mercury; and the 
whole submitted to violent and long continued agitation: the gas was 
then gradually absorbed. After 53,000 agitations, the absorption became 
too slow, and the operation was discontinued; the quantity thus absorbed 
amounted to 30 litres. The acid was then mixed with 5 or 6 times its 
volume of distilled water; and, after repeated distillation, and subsequent 
separation by means of carbonate of potash, 52 grammes of hydrated 
alcohol were obtained, containing 45 grammes of absolute alcohol. This 
weight corresponds to ? of the olefiant gas absorbed, the rest was lost in 
the several manipulations. 

The alcohol thas obtained exhibited all the characters of ordinary 
alcohol, having a spirituous taste and odour, distilling without residue 
at 79° to 81°, yielding olefiant gas when heated with oil of vitriol, and 
acetic ether when heated with a mixture of acetic and sulphuric acids. 
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To obtain further confirmation of the result, olefiant gas obtained by 
the action of hydrvchloric acid and mercury on iodide of ethylene 
(C*H‘I? + 4Hg = C*H* + 2Hg°I), was absorbed by oil of vitriol, and 
the liquid saturated with carbonate of baryta or lime; in this manner 
the sulphovinates of baryta and lime were obtained. The baryta-salt 
distilled with a acetate of soda, yielded acetic ether; with butyrate of 
potash, butyric ether; and with benzoate of potash, benzoic ether. This 
last product boiled at 210°, and when treated with potash, was resolved 
into benzoic acid and alcohol. 

Lastly, to show that the same results may be obtained with olefiant 
gas not originally derived from alcohol, coal-gas was subjected to the 
action of iodine, and the resulting iodide of ethylene decomposed by 
heating it with potash. The pure olefiant gas thus obtained was absorbed 
by sulphuric acid as before, and by the series of operations just described, 
benzoic ether was obtained, which, when distilled with potash, yielded 
benzoic acid and alcohol. (Berthelot, V. Ann. Chim. Phys, 43, 885; 
compai'é Faraday and Hennel, viii. 416.) 
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Action of Heat upon the Acetates of Iron. — A solution of pure ferric 
acetate, heated to 100° for four or five hours, becomes opaline, appears 
turbid by reflected, though it remains transparent by transmitted light, 
and changes in colour from that of venous blood to brick-red. The 
solution continues in this state after standing for several days. After 
standing for 25 to 30 hours (not consecutive), it completely loses the 
taste of iron-salt, and acquires that of vinegar; when boiled in a shallow 
open vessel, it gives off a large quantity of acetic acid, and remains 
limpid for a while, but in the course of 14 to 2 hours, deposits the whele 
of the iron in the form of ferric hydrate. The solution thus transformed 
no longer exhibits the usual characters of ferric salts; sulphocyanide of 
potassium does not heighten its tint; the ferrocyanide, like other potas- 
sium salts, forms in it a brown ochreous precipitate, which acquires a 
greenish tint by long contact. A trace of sulphuric acid or an alkaline 
salt precipitates all the iron in the form of a reddish brown deposit, 
which is insoluble in all cold acids, even when concentrated, is dissolved 
by boiling hydrochloric acid, but is not acted upon by nitric acid. 

When the liquid is poured into hydrochloric or nitric acid, a brick- 
red granular precipitate is thrown down, which collects at the bottom 
of the vessel and cakes together very easily. This precipitate, which 
has no resemblance in its form to ordinary ferric hydrate, may be washed 
without alteration with the strongest hydrochloric or nitric acid, and 
even with aqua-regia; but if the mother-liquor be freed by one or two 
decantations with water from the greater part of the acid which it 
contains, the precipitate disappears entirely, and a brick-red opaline 
liquid is produced, exactly like that formed by the modified acetate. 
In this manner, an indefinite number of precipitations and solutions may 
be effected by the use of hydrochloric or nitric acid; but if any other 
acid (except acetic acid) be substituted, the deposit, when once formed, 
does not redissolve in pure water. — This substance is not precipitated 
by ordinary alcohol, by hydrochloric or nitric acid diluted with water, 
by acetic acid of any degree of concentration, or by the acetates of 


BICHLORINATED ETHYLIC SULPHIDE. 513 


alumina, iron, or chromium. To free it from the acetic acid, which 
dissolved it in the first instance, it was precipitated with hydrochloric 
acid; but it was found impossible to separate the latter acid completely, 
or to obtain a pure aqueous solution of the ferric compound. Neverthe- 
less, by spreading the precipitate upon a plate of unglazed porcelain, the 
mother-liquor was almost entirely absorbed, and the substance was 
obtained in the form of a moist varnish, very slightly acid, entirely 
soluble in pure water, and having no. appreciable taste; when dried in 
vacuo, it became insoluble in water. — The watery solution, when boiled, 
also deposits insoluble ferric hydrate; but the precipitation is prevented 
by the presence of acetic acid. 

The opaque appearance presented by the acetate, when modified by 
heat and viewed by reflected light, appears to arise from the formation 
of a kind of pseudo-solution, like that of prussian blue in oxalic acid. 

Hydrated ferric oxide, precipitated from the chloride by ammonia or 
bicarbonate of soda, and thoroughly washed, is also modified by boiling, 
acquiring the brick-red colour which characterises the modified acetate, 
and becoming insoluble in acids in the cold, and altogether indifferent in 
its chemical relations as compared with the ordinary hydrate. When 
heated however with acetic acid, and also with nitric or hydrochloric 
acid, it is taken up, and forms a liquid which exhibits all the characters 
of the modified acetate, being transparent by transmitted, but turbid and 
of a brick-red colour by reflected light. The acetic acid therefore is not 
an essential element of the action. (L. Péan de St.-Gilles, Compt. rend. 
40, 568, and 1243.) 


Page 339. 
Action of Chlorine on Sulphide of Ethyl. 
A. Ricoz. WV. Ann. Chim. Phys. 43, 297 


1. Bichlorinated Ethylic Sulphide. — When chlorine is cautiously 
passed into a vessel containing pure and dry sulphide of ethyl, care being 
taken to prevent rise of temperature and to keep the vessel in the shade, 
the gas rapidly disappears, and hydrochloric acid is disengaged in con- 
siderable quantity. At first the chlorine must not be passed directly 
into the liquid, because the action is very violent and the liquid might 
take fire; but afterwards the rapidity of the action diminishes, and the 
gas-delivery tube may be allowed to dip below the surface. If the 
quantity operated on be from 12 to 15 grammes, the action is complete 
in four hours. wie 

To purify the product from dissolved chlorine and hydrochloric acid, 
it is heated to 75° or 80°, and a rapid current of carbonic acid gas 
passed through it. There is then obtained a yellowish liquid, heavier 
than water, which begins to boil at 150°; the greater portion, however, 
passes over between 163° and 173°, and the boiling point then rises to 
230°; but the liquid no longer distils over unaltered, part of it being 
decomposed, hydrochloric acid being evolved, and a carbonaceous residue 
remaining 10 the retort. 

The liquid which passes over between 163° and 173° is redistilled, 
the greater part then passing over between 167° and 172°; and this 
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portion, when again rectified, forms a light yellow liquid of sp. gr. 1°547 
at 12°, and having a strong and disagreeable odour. An alcoholic 
solution of potash or monosulphide of potassium decomposes it, giving 
rise to viscid, fetid products not yet examined. 


Riche 
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2. Terchlorinated Ethylic Sulphide.—If the vessel containing the 
sulphide of ethyl be left at the temperature of the air, instead of being 
cooled, and the passage of the chlorine be continued by diffused daylight 
as long as it is absorbed, a liquid is obtained which is blackish at first, 
but ultimately acquires a deep yellow colour. It is freed from chlorine 
and hydrochloric acid by a stream of carbonic acid, and then fractionally 
distilled. The temperature rises rapidly to 185°, and a distillate is first 
obtained which boils between 185° and 200°, and when carefully re- 
distilled, assumes a decided yellow tint, and boils almost entirely between 
189° and 192°. 


Riche 
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3. Tetrachlorinated Ethylic Sulphide. — After the terchlorinated com- 
pound, which is the chief product of the preceding reaction, has distilled 
over, the boiling point rises to 240°, and a second distillate is then 
obtained, not however without decomposition and the evolution of a con- 
siderable quantity of hydochloric acid. When this product is carefully 
fractionated, the greater part is found to boil at about 220°; and on 
once more redistilling this portion end collecting apart that which passes 
over between 217° and 220°, a liquid is obtained, having nearly the 
composition of the tetrachlorinated sulphide. — This product is however 
obtained more easily and in greater quantity, by passing chlorine in 
large excess and for a long time, through sulphide of ethyl heated to 
a temperature between 60° and 80°. 


Riche 
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The action of chlorine in diffused daylight does not yield any product 
containing a larger proportion of chlorine than the tetrachlorinated 
sulphide; but if the liquid be exposed for a considerable time to the 
sun, and the stream of chlorine kept up, that gas is again absorbed and 
hydrochloric acid evolved in abundance. By continuing this action as 
long as the atmosphere of chlorine in the vessel continues to lose 
colour, a light yellow liquid is obtained, which deposits very well defined 
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white crystals, soluble in boiling alcohol, and beginning to boil at 180°. — 
On distilling the liquid which has yielded these crystals, after having 
passed carbonic acid through it, it begins to boil at 175°; and if the 
product which passes over up to 185° be collected apart, it solidifies on 
cooling. — From 185° to about 200°, there passes over a second product, 
which remains liquid and has a deep yellow colour; and at 200°, nothing 
remains in the retort, there being no carbonaceous residue in this case. 

The erystals which boiled at 180°, exhibited the composition of 
sesquichloride of carbon, C*Cl*, yielding by analysis 9:7 p. c. C, and 
88:2 Cl, whereas the formula requires 10 C and 90 Cl.—The other 
crystalline product doubtless consisted of perchlorinated ethylic sulphide, 
C*Cl°S, being homologous with the compound C?CVS (vii. 355), formed 
under similar circumstances from sulphide of methyl]; but the analysis 
was prevented by an accident. (Riche.) 


Page 378. 


Preparation of Chloride of Ethylene. — A tubulated retort is half filled 
with a mixture of 2 pts. peroxide of manganese, 3 pts. common salt, 
4 pts. water, and 5 pts. oil of vitriol, and loosely connected with a flask, 
to serve as a receiver. Olefiant gas is then passed into the mixture by 
means of a tube passing through the cork of the tubulure and dipping 
half an inch below the surface of the liquid. So long as the gas is 
passing through the mixture, the retort must be only very gently heated, 
—as by placing a single red-hot coal under it, —and the resulting 
chloride of ethylene afterwards distilled off at a higher temperature. If 
this precaution be attended to, the operator will not be annoyed by 
escape of chlorine. — Coal-gas, if at hand, may be used as the source of 
the ethylene; if not the gas may be prepared from alcohol by Wohler’s 
method (ix. 517.) The crude product thus obtained in an hour and 
a half from 2 ounces of alcohol, yielded 1 ounce of pure chloride of 
ethylene. (H. Limpricht, Ann. Pharm. 94, 243; Chem. Soc. Qu. J. 8, 157.) 


Pages 222 and 415. 


Action of Sulphuric Acid upon Alcohol. Constitution of Sulphovinic 
Acid. 


C. BronpEav. WV. J. Pharm. 28, 5. 


Sulphovinie acid is usually represented by the formula C'H°O’,2S0%, 
4Ey5 eee 

or CtH5O,HO,280%, or A } 280% Gay-Lussac, however (vill. 417), 

regarded it as containing, not sulphuric, but hyposulphuric acid, sup- 

posing that, in its formation, 1 At. oxygen from 2 At. sulphuric acid 

combined with 1 At. hydrogen to form water. This view of the consti- 

tution of sulphovinic acid is in accordance with the solubility of its salts, 


and with its proneness to decompose and give off sulphurous Ege when 
aod 
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heated. Gmelin (loc. cit.) objects to this view,— that, whereas hyposul- 
phuric acid, both in the free state and in its salts, is in many reactions 
resolved into sulphurous and sulphuric acid, sulphovinie acid, under the 
same circumstances, yields sulphuric acid and alcohol. Blondeau, however, 
finds that sulphovinate of lead, calcined with hydrate of potash, yields 
sulphate and sulphite of potash in equal numbers of atoms, just as 
isethionate of potash does when similarly treated. Now sulphate of 
potash, as found by Liebig and Berzelins, is not reduced to sulphite by 
ignition with any organic substance (viii. 219). Blondeau, therefore, 
adopts Gay-Lussac’s view of the constitution of sulphovinic acid, regarding 
it as C*H*(S*?O°)0*,HO, that is to say, as alcohol in which 1 At. H is 
replaced by hyposulphuric acid. 

The formation of snlphovinic acid by the action of sulphuric acid 
upon alcohol may then be represented by the equation: 


C*HbO? +H. 0,80 = CtH*(370°)07,HO + HO 


According to Blondeau, this change takes place only between the tem- 
peratures of 135° and 140°; below 135°, nothing is formed but an instable 
compound of the acid with the alcohol, and the mixture, if distilled, 
yields nothing but alcohol and water; above 140°, the sulphovinic acid 
is resolved into ether and hydrated sulphuric acid, according to the 
equation: 

C*H®(S?0°)0?,HO = CHO + HO,SO3, 


When vapour of alcohol is passed into a mixture of 2 pts. oil of 
vitriol and 1 pt. water, which boils at 140°, no formation of sulphovinie 
acid takes place, the alechol-vapour passing through the boiling mixture 
quite unaltered; but if the tube which conveys the alcohol-vapour be 
removed, 10 grms. of sulphovinate of potash introduced into the retort, 
and the boiling continued, 2 grms. of ether condense in the receiver, a 
quantity corresponding exactly with that of the sulphovinate introduced. 
(Blondeau.) 

[Robiquet (VW. J. Pharm. 26,161) takes a different view of the 
process of etherification Regarding ether as alcohol + ethylene, he 
supposes the action of sulphuric acid upon alcohol to consist of two stages: 
1. Oil of vitriol mixed with alcohol, at ordinary temperatures, forms water 
and sulphate of carbyl: 


CtAH°O2 -p 4(HO,SO0"?) = C*H*SO* + 6H0 


2. The water and sulphate of carbyl acting at higher temperatures, on a 
second atom of alcohol, produce ether and hydrated sulphuric acid, a 
portion of the water formed in the first stage being at the same time 
set free: 


C*+H6O? + C*H4,SO? + 6HO = C§HO? + 4(H0,SO%) + 2HO. 


There is, however, no proof that oil of vitriol, mixed with alcohol at 
ordinary temperatures, forms sulphate of carbyl.] 


Sulphovinates. — These salts are generally supposed to give off all 
their water when dried in vacuo over oil of vitriol (vill. 421— 426); their 
composition, when thus dried, being represented by the general formula: 
C4H°M02,2S0%, or CtH5O,MO,2S0%. According to Blondeau’s experi- 
ments, however, they retain, even at 100°, 1 At. HO more than is denoted 
by that formula: their true formula, when dried at that temperature, being 


CH*°02,M0,2S03,>: rather, C1H'(S?0°)0?,MO,HO; and this last atom of 
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water (in the case of the lead-salt at least), is given off at 150° without 
further decomposition. This statement is confirmed by the following 
analyses of the lead, barium, and calcium salts. To prepare these salts, 
2 pts. of alcohol of 85 p.c. were mixed with 3 pts. of oil of vitriol, 
whereby a liquid was obtained which boiled at 140°, and gave off at that 
temperature a considerable quantity of ether. The liquid was removed 
from the fire, after boiling for a few seconds, then saturated with carbonate 
of lead, &c., and left to crystallise by cooling. 


Baryta-salt dried at 100°. Blondeau. 
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Lime-salé dried at 100° in vacuo. Blondeau. 
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Lead-salt dried at 100°. Blondeau. 
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This salt, heated to 150° in a dry vacuum for about two hours, 
gives off 3 p. c. (1 At.) water, leaving the anhydrous sulphovinate 


C411°(S?05)02,PbO. (Blondeau.) 


Stable Sulphovinates. (Parathionates.) — Berthelot (V. Ann. Chim. Phys. 
43, 391), by saturating with carbonate of baryta or lime, the sulphuric 
acid which had absorbed a quantity of olefiant gas (p. 511), has obtained 
stable sulphovinates similar to the (-sulphomethylates described by 
Church (p. 496.) The baryta-salt thus formed, yielded by analysis 55 p. ¢. 
sulphate of baryta, 10°3 C, 3:3 H (total), and 9°5 water of crystallisation, 
numbers which agree nearly with the formula C*H°BaO?,2SO*+ 2Aq (cal- 
culation: 55:1 BaSO*, 11°3 C, 3:3 H (total), and 8-5 water of crystal- 
lisation). This salt gives off its water in vacuo without becoming acid; 
its solution may be evaporated to dryness without decomposing. — The 
lime-salt is similar in properties and composition; it gave by analysis 
41:8 CaSO‘, and 12:0 Aq, the formula C*H®Ca0?,280? + 2Aq, requiring 
41°7 CaSOt and 11:0 Aq. This lime-salt was obtained: 1. With olefiant 
gas and common sulphuric acid; 2. From the stable baryta-salt; 3. From 
the ordinary sulphovinate of lime, by repeated solution in water and 
ebullition. This is the process by which Gerhardt obtained the stable 
sulphovinate (parathionate) of baryta; it yielded, however, only traces 
of the corresponding lime-salt; 4. With a mixture of 3 or 4 vol. oil of 
vitriol and 1 yol. alcohol, which had given off nearly all its olefiant gas, 
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This is the process by which Regnault (viii. 4381) obtained the althionates. 
Berthelot, however, by repeated fractional crystallisation of the baryta- 
salt pushed to the limit of complete evaporation, obtained nothing but 
the stable sulphovinate, agreeing with the ordinary sulphovinate in its 
form, and in the property of yielding benzoic ether when distilled with 
alcohol and benzoic acid. 


Page 428. 
Action of Sulphuric Acid upon Ether. 
BironpEAvu. WV. J. Pharm. 28, 99. 


The action of sulphuric acid upon ether is analogous to that which it 
exerts upon alcohol. The two bodies first enter into combination; then 
at 150°, decomposition takes place, and sulphetheric or isethionic acid 
C*H#(S?05)O is formed; and lastly, at 160°, this compound is resolved 
into olefiant gas and hydrated sulphuric acid. 


Tribasie Sulphate of Ether. — When oil of vitriol is poured by degrees 
into ether, considerable rise of temperature takes place, and an oily liquid 
is formed, in which the properties of the acid are so far neutralised that 
chalk may be added to it without causing any evolution of carbonic 
acid. To ensure complete saturation, a slight excess of ether is added, 
which floats on the surface of the oily liquid, the density of the latter 
being 1:022. The compound is decomposed by water, the ether sepa- 
rating out. 


Blondeau. 
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The sulphuric acid was determined by decomposing the compound with water, 
decanting the ether, and precipitating with chloride of barium. 


The compound, when heated, begins to boil at 45°, and gives off 
ether; but as the temperature rises, the affinity of the ether for the acid 
increases, and the boiling point soon rises to 150°; at 160°, the evolution 
of ether ceases. The quantity evolved amounts to 2 of that which is 
contained in the compound, so that there remains a monobasic sulphate 
of ether C*H5O,SO? [identical, or at least isomeric, with Wetherill’s 
compound (viil. ras 


Sulphetheric or Isethionic acid. C*H*(S*?0°)O. — Formed when the 
mixture of sulphuric acid and ether is heated to 150°—160°, 1 At. H 
from the ether then combining with 1 At. O of the sulphuric acid, and 
reducing it to hyposulphuric acid, which then takes the place of 
hydrogen removed: 


C*H°O + 2803 = C4H*S*0°)O + HO 


At 160°, olefiant gas begins to escape; and if at the moment when this 
phenomenon is observed to commence, the liquid be removed from the 
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fire and saturated with a carbonate, a soluble sulphetherate is obtained 
which may be crystallised. The lead-salt thus prepared may be decom- 
posed by sulphuretted hydrogen, and yields the acid in the form of a 
colourless liquid, which may be evaporated to a syrup, but does not 
erystallise. It has a very sour taste, and is much more stable than sul- 
phovinic acid, undergoing no change when introduced into a mixture 
of sulphuric acid and water which boils at 150°. Above 160°, it is 
decomposed, olefiant gas being evolved, and hydrated sulphuric acid 
reproduced: 


C4H4(S205)O + 2HO = C!H! +2(H0,S0*) 


The production of olefiant gas by heating a mixture of oil of vitriol and 
alcohol or ether to 160° or upwards, takes place, therefore, in a manner 
precisely similar to that of the formation of ether from alcohol. 


The Sulphetherates or Isethionates dried at 100° are isomeric with the 
sulphovinates dried at 150°, their formula being C*H°MO?,2S0%, or rather 
C*H4(S?0°)0,MO,HO. They are less stable than the sulphovinates, and 
dissolve more readily in water. Heated to 200°, in contact with hydrate 
of lime, they give off ether, whereas the sulphovinates give off alcohol. 
The potash-salt fused with hydrate of potash, yields sulphite and sul- 
phate of potash in equal numbers of atoms, which could not be the case 
if the rational formula of the salt were C*H°O,KO,2SO* (p. 516); for 
sulphate of potash is not reduced to sulphite by ignition with organic 
matter (vill. 429). 100 pts. of the potash-salt fused with 100 pts. hydrate 
of potash, yield a product, which, when neutralised with hydrochloric acid 
and precipitated by chloride of barium, yields a quantity of sulphate of 
baryta corresponding to 52°60 pts. sulphate of potash, which is just half 
the quantity that should have been obtained if all the sulphur had been 
in the state of sulphuric acid. 


Sulphetherate of Lead. — Obtained by heating the oily compound of 
sulphuric acid and ether (p. 518), till it begins to give off olefiant gas; 
removing the liquid from the fire after the ebullition has continued for a 
while; and saturating it when cold with carbonate of lead. The filtrate 
concentrated at a gentle heat, yields the lead-salt in transparent needles, 
which at 100°, give off their water of crystallisation, and become 
opaque. 


Dried at 100°. Blondeau, 
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If the salt thus dried at 100° be afterwards heated to 160° for an 
hour, it gives off 4 p.c. (1 At.) water, without further decomposition, and 


is reduced to C*H*(S?0*)O0, PbO. 


Sulphetherate of Baryta. — Prepared in a similar manner. The solu- 
tion evaporated to a syrupy consistence, deposits, after a while, regular 
semi-transparent crystals. ‘The solution decomposed by sulphuric acid, 
yields sulphetheri¢ acid. 
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Dried at 100°. Blondeau. 
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Sulphetnerate of Lime. — Prepared like the preceding. 


Dried at 100°. Blondeau. 
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C*H4(S20°)O,BaO,HO.... 145... 100°00 


Berthelot (V. Aun. Chim. Phys. 43, 397,) finds that sulphetheric, or 
an analogous acid, is produced in the action of anhydrous or of fuming 
sulphuric acid upon olefiant gas, ether, and alcohol, and likewise, though 
in small quantity, in the action of ordinary sulphuric acid on olefiant 
gas and on alcohol. — Sulphovinie acid is not converted into sulphetheric 
acid by the action of fuming sulphuric acid. The sulphetherates do not 
reproduce alcohol or the compound ethers, such as benzoic ether, under 
the same circumstances as the sulphovinates. 


Page 490. 


Sulphocyanide of Ethylene. C*H*,2CyS* 


H. L. Burr. Ann. Pharm. 96, 302. 
¥, L, SONNENSCHEIN. J. pr. Chem. 65, 257. 


Obtained by the action of sulphocyanide of potassium on chloride of 
ethylene (Buff, Sonnenschein) : 


C4HtCP + 2KCyS? = C4H4,2CyS? + 2KCI. 


Soluble to a certain extent in boiling water, and separates from the 
solution on cooling in small needles arranged in stellate groups. Dis- 
solves readily in warm alcohol, and the solution, when cooled or evapo- 
rated, deposits the compound in large, beautiful, white, highly lustrous 
rhombic prisms. (Buff.) Has a peculiar odour intermediate between that 
of horse-radish and of asafcetida, and a pungent taste, producing a burn- 
ing sensation in the throat. At 90°, it melts into a colourless oil, which 
is heavier than water, and on cooling solidifies in a beautiful radiate 
mass, which has a shining fatty appearance. By careful heating in the 
oil-bath, a small portion may be sublimed; but the greater part is car- 
bonised, with evolution of hydrocyanic acid, and ammoniacal and other 
products (Sonnenschein); it gives off at the same time an odour like that 
of burnt onions. With vapour of water, it appears to volatilise without 
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decomposition; the vapour attacks the eyes and excites violent sneezing. 
(Buff.) The alcoholic solution does not give the characteristic reactions 
of the sulphocyanides with ferric salts. It is decomposed by potash, the 
liquid immediately acquiring a different odour and the reactions of a sul- 
phocyanide, and depositing carbonate of potash. Ammonia does not 
immediately destroy the odour, but soon causes a white turbidity, and in 
the course of a few days, produces a flocculent precipitate; the solution 
then contains sulphocyanide of ammonium. Boiled for a while with 
baryta-water, it deposits carbonate of baryta and forms sulphocyanide of 
barium. — Recently precipitated lead-oxide is blackened by boiling with 
this compound, and the liquid is afterwards reddened by sesquichloride 
of iron; potash accelerates the blackening. Acids added to the liquid 
do not separate pseudosulphocyanogen. The alcoholic solution forms a 
white precipitate in a solution of mercuric chloride. (Sonnenschein.) — 
Sulphocyanide of ethylene boiled with baryta-water and lead-oxide or 
mercuric oxide, gives up sulphur; when mercuric oxide is present, there is 
formed, besides sulphide of mercury and carbonate of baryta, a sparingly 
soluble substance containing mercury. — With ammonia, sulphocyanide 
of ethylene forms a substance which dissolves easily in water, and yields 
sulphur to oxide of mercury. In this case also the desulphuretted pro- 
duct combines with the mercury. (Buff.) 

Sulphocyanide of ethylene dissolves in chloride of maken (Son- 
nenschein.) 


The alcoholic solution of chloride of acetyl, C*H°Cl, forms with sul- 
phocyanide of potassium a body which has a mustard-like odour. (Son- 
nenschein.) : 


7: od id ad OU ob ea Oh 


Page 16. 


Acetone with Bisulphite of Soda. —Pure acetone shaken up with a 
concentrated solution of bisulphite of soda, dissolves with considerable 
evolution of heat, and the solution on cooling yields laminew of sulphite 
of acetone and sodium. This compound dissolves readily in water, less 
readily in alcohol. When heated alone, it gives off empyreumatic pro- 
ducts. Distilled with a solution of carbonate of potash, it yields pure 
acetone. (H. Limpricht, Ann. Pharm. 93, 238.) 


Limpricht. 
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If acetone be regarded as aldehyde in which 1 At. H in the radical othy], is replaced 


442(C2H3)Q02 
by methyl, so that its formula is Oe Cee 70 \ then the sulphite of acetone and 


42 3\0)2 
sodium may be represented by the formula te oe Me }seos + 2Aq. 
Acetone with Bisulphite of Potash. — Prepared like the sodium-com- 
pound, which it resembles in all its properties. (Limpricht.) 


Limpricht. 
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When acetone is mixed with a very strong aqueous solution of biszd- 
phite of ammonia, it dissolves, with sufficient evolution of heat to make the 
mixture boil. — The solution does not, however, deposit any crystals, but, 
when evaporated, leaves the compound in the solid forin, but still mixed 
with bisulphite of ammonia. The compound distilled with excess of lime 

ields ammonia, together with a volatile inflammable base. [Compare ix. 56.] 


(Limpricht.) 


STIBETHYL, 023 


Page 79. 


Stibethyl. 
W. Mercs. J. pr: Chem. 66, 56. 


Léwig and Schweizer, who discovered stibethyl (ix. 79) conclude 
from their analyses, that it combines with 2 atoms of O, Cl, I, &c., so that 
the formule of the oxide, chloride, &c. are SbAc?,O?; SbAe',Cl*, &e. 
Similar formule have also been assigned tu the compounds of stibemethyl 
(vil. 322), and arsentriethyl (ix. 74). Itis possible, however, that the true 
formule of the stibethyl-compounds may be (SbAe*H)I* or (SbAe*)LHI; 
(SbAe®H)CI or (SbAe*)C1HCl, &. the introduction of a single atom 
of hydrogen making but little difference in the percentage composition, 
e. g. in the chloride, 24°65 p. c. chlorine instead of 24°74. 

To decide upon the true formula of stibethyl, Merck first tried the 
action of ammonia upon the iodide, but the results were not sufficiently 
definite to lead to any exact conclusion. — The action of stibethyl on 
an iodide of stibethyl was next tried. This action may be represented 
by one or other of the following equations, according to the formula 
adopted for the iodide : 


(1). (SbAe*)I? + SbAe? = 2(SbAe%)I 

(2). (SbAe%)I? + SbAe? = (SbAe*)I + SbAe7I 

(3). (SbAe’)I,HI + SbAe*? = (SbAe?H)T + (SbAe3)I 
(4). (SbAe®H)P + SbAc? = (SbAc?H)I + (SbAe')I. 


Stibethyl was dissolved in ether in a vessel filled with carbonic acid; 
one-half of the solution exactly saturated with iodine and added to the 
other; and the solution left to evaporate in a beaker, through which a 
stream of carbonic acid was continuously passed, by means of a caout- 
chic tube passing down the neck of a funnel inverted over the vessel, and 
reaching nearly to the surface of the liquid. After about half the quantity 
of ether present had been thus evaporated, large, hard, lustrous, regular 
octohedrons separated out. By further evaporation, more crystals of the 
same form were obtained, but at length a salt was obtained, differing 
from the first both by its form and by its greater solubility in water. 

The octohedral crystals agreed in composition with the formula 
of iodide of stibtriethyl, SbAe*l (p. 525), and the more soluble crystals 
gave, as a mean of three experiments, 36°72 p. c. iodine, agreeing with 
the formula (SbAe*H)I, which requires 36°73 per cent. The amount 
of iodine required by the formula SbAe*I is much greater, viz. 40°26 
p.c. As these results agree with the equations (3) and (4), and are 
inconsistent with (1) and (2), it follows that the formula of iodide of 
stibethyl cannot be (SbAe’)I’?, but must be either (SbAe*H)I? or 
(SbAe’)LHI. This is further proved by the following experiments: 
1. When an alcoholic solution of iodine is added to a solution of the 
octohedral salt (SbAe*)I in absolute alcohol, the iodine is but slowly 
taken up; but on gently heating the liquid [whereby hydriodic acid is 
formed,| the colour of the iodine disappears very quickly; the same 


524 ADDITIONSTTO? VOL. ‘Tx. 


takes place when a little water is added. If iodine be added as long as 
its colour disappears, a white powder separates, and the filtered solution 
yields, by spontaneous evaporation, crystals of the so-called iodide of 
stibethyl. If, on the other hand, the aqueous solution of the octo- 
hedral crystals be mixed with hydriodie acid, the so-called iodide of 
stibethyl is immediately thrown down; this salt dissolves completely 
in alcohol, and may be obtained in beautiful crystals from the soln- 
tion. But if iodine be added to the crystals last obtained, it cannot 
be made to disappear; and hydriodie acid added to this solution, pro- 
duces no separation of iodide of stibethy]. — 2. When hydrochloric acid 
is added to the aqueous solution of the oxide (SbAe*)O, prepared from the 
octohedral iodide by means of oxide of silver (vid. inf.), each drop of the 
acid produces a white turbidity, which disappears on stirring; a certain 
quantity of acid, however, renders the turbidity permanent; and on adding 
a still larger quantity of acid, a colourless liquid separates, -insoluble in 
water, containing 25°16 p. c. chlorine, and exhibiting all the properties 
of the so-called chloride of stibethy]l. [SbAe*Cl* or rather SbAe*C1,HCl, 
(ix. 83)]. If this liquid be added to an aqueous solution of the oxide, 
SbAe*O, it dissolves immediately, and the solution yields by evapora- 
tion a chloride, readily soluble in water, and having the composition 
SbAe*Cl; and if this solution be again mixed with hydrochloric acid, the 
insoluble chloride of stibethy] once more separates. — 3. If the so-called 
iodide of stibethyl be prepared directly, viz, by saturating an alcoholic 
solution of stibethyl with iodine (ix. 82), and its ethereal solution mixed 
with an alcoholic solution of the oxide (SbAe*)O, the mixture yields, by 
spontaneous evaporation, the same octohedral crystals that are obtained 
by the action of stibethyl upon the so-called iodide of stibethy]l : 


(SbAe’)O + (SbAe*)1,HI = 2(SbAc3)I + HO 


Whether the rational formula of the iodide, &c., of stibethyl be 
(SbAe*)I,HI or (SbAe*H)I’, &c., cannot be positively decided; but the 
former is the more probable. 

From the preceding experiments, it appears that stibethyl, — or 
stibtriecthyl as it is more exactly designated—is, like stibethylium, 
capable of uniting with 1 At. O, Cl, I, &.; and the same is doubtless 
true with regard to the corresponding compounds, stibtrimethyl, arsentri- 
methyl, and arsentriethyl; we know also that the biethyl and bimethyl 
radicals, cacodyl, for example, form compounds of similar constitution; 
hence we may draw the general conclusion that: All organo-metallic 
radicals are capable of uniting with 1 At. of oxygen, chlorine, ke. 


Compounds of Stibtriethyl, (C*H*)*Sb. 


Oxide. SbAe?O.— Obtained by decomposing the aqueous solution 
of the iodide with pure and recently precipitated oxide of silver. The 
filtrate contains a not inconsiderable quantity of silver-oxide in solution, 
which can only be partially separated by concentration, and must there- 
fore be removed by careful precipitation with dilute hydriodie acid; 
hydrochloric acid cannot be used, because it dissolves the oxide in some- 
what considerable quantity. The filtrate solution is then evaporated, 
first over the water-bath, and afterwards in vacuo over oil of vitriol. 


STIBTRIETHYL. 525 


Thick, syrupy, transparent, colourless mass, which has a slippery feel 
between the fingers, like very strong potash-ley. It is inodorous; has 
an intensely bitter and biting taste, and a strong alkaline reaction. It 
is somewhat volatile, slight fumes being produced when a rod moistened 
with hydrochloric acid is held over its aqueous solution: it does not, how- 
ever, diminish perceptibly in weight when kept, even for a long time, in 
vacuo over sulphuric acid. 


Calculation. 
SOMME chccchcar neers ig AO eee 0709 
| tad O° paar aac ene Ye oe (Lge OS 14 
stale ees ee en See 15308 6°70 
O) F438 kontesteterr ete ant 8 cn ays 
(Sb Orr iu ecaeeaee 224 ~«... 100°00 


The oxide dissolves readily in water, the solution being attended with 
considerable rise of temperature. The solution precipitates manganous, 
ferrous, ferric, cupric, mercuric and lead salts, without dissolving the 
precipitates in excess. In alumina and zine salts, it forms white pre- 
cipitates, soluble in excess. 

Oxide of stibtriethy] is a strong base; its salts all dissolve readily in 
water, but sparingly in alcohol: they have a bitter taste, but no emetic 
action. 

The oxide dissolves readily in alcohol, but sparingly in ether. 


The Sulphide of stibtriethyl has not yet been obtained in the separate 
state. On saturating an alcoholic solution of the oxide with sulphuretted 
hydrogen and leaving it to evaporate, fine crystals are obtained, which 
appear to be identical with the so-called sulphide of stibethyl (ix. 81.) 


Carbonate of Stibtricthyl. SbAe’O,CO*.— Obtained by decomposing 
the iodide with carbonate of silver. On evaporating the filtrate over the 
water-bath, the salt remains in the form of a syrupy mass, without any 
trace of crystallisation. 


Sulphate of Stibtriethyl. SbAe*’0,SO*. — Obtained by decomposing 
the iodide with sulphate of silver. Does not crystallise; but by evapo- 
ration, first in the water-bath and then in vacuo over oil of vitriol, it is 
obtained in the form of a transparent gummy mass, which may be rubbed 
to a white powder. Deliquesces readily in the air, and dissolves in all 
proportions in water. 


Merck. 
SEA CoO) lace... eee aoe 294: poasrds 
SO rae a cute Ae OOF. Boece 14°81 
Sb AGO O20 2a ae 264 .... 100°00 


lodide of Stibtriethyl. SbAe*I.-— Obtained either by exactly satu- 
rating the oxide with hydriodic acid, the latter being added in the state 
of dilute solution till it produces a permanent cloud, which may then 
be made to disappear by adding a drop of the oxide; or by the action 
of ammonia or stibtriethyl on iodide of stibtriethyl and hydrogen, 
SbAeI,HI. 

Crystallises very readily. By leaving the ethereal solution to evaporate 
large, hard, transparent, colourless, octohedrons or tetrahedrons are 
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obtained, which are inodorous, and have a glassy lustre. They exhibit 
no trace of decomposition when exposed to the air, even for weeks; they 
are anhydrous, and suffer no loss of weight in vacuo oil of vitriol. 
Crystals of the same form are obtained from the aqueous or alcoholic 
solution. 


Merck. 
ee 
a. b. c. a 
Sh eee 129) e.Jbose 7 2a 37°84 
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(CAH RSbL ae Stee U0 eee 99°74 


a and 6 were obtained by the action of ammonia; ¢ and d by that of stibethyl on 
the compound SbAe*I,HI. 


An aqueous solution of mercuric bromide added to aqueous iodide of 
stibtriethy], forms at first a yellow precipitate which, however, very soon 
changes to red, the decomposition being then complete. No doubt the 
yellow modification of mercuric iodide is formed at first, and afterwards 
passes into the red. This reaction distinguishes iodide of stibtriethy] 
from iodide of stibethylium (p. 528.) — When the bromide of mercury 
and iodide of stibtriethyl are mixed in exactly equal numbers of atoms 
and in the state of alcoholic solution, no precipitate is formed; but on 
evaporating the liquid, there remains a slightly yellowish oil, which, 
indeed, separates as the alcohol evaporates; when this oil is shaken up 
with water, red iodide of mercury immediately separates out, and bromide 
of stibtriethy] remains in solution. 

Iodide of stibtriethyl is soluble in water, alcohol, and ether. 


Bromide of Stibtriethyl. SbAe®*Br. — Obtained by the action of 
bromide of mercury on iodide of stibtriethyl in alcoholic solution, in the 
manner just mentioned — or better, by adding bromide of barium to the 
aqueous sulphate of stibtriethyl, as long as a precipitate is formed. The 
filtrate evaporated over the water-bath, and then in vacuo over oil of 
vitriol, exhibited after a week, traces of crystallisation. 


Chloride of Stibtriethyl SbAe’Cl. — Obtained by decomposing the 
iodide with corrosive sublimate, the aqueous solutions of the two salts 
being mixed in exactly equal numbers of atoms; also by adding chloride 
of stibtriethy] and hydrogen to an aqueous solution of tke oxide (p. 524.) 
Very soluble in water, and crystallises only from highly concentrated 
solutions; no definite crystals were obtained. Forms a white, radiated 
mass, which rapidly absorbs water from the air. 


Dried in vacuo over oil of vitriol. Merck. 

os pee RO NNE Ee 120:0 gee 20 Lop 
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On adding hydrochloric acid to the aqueous solution of this salt, the 
acid chloride SbAe*®C],HCl, separates in the form of a perfectly colourless 
liquid, containing 25°16 p. c. chlorine; the formula requiring 24°78 p. c. 
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The aqueous solution, mixed with bichloride of platinum does not 
form any precipitate; but on evaporating the liquid, a dark-coloured oily 
substance is at length obtained, which, however, has not been further 
examined. 


Nitrate of Stibtriethyl. — a. Neutral. — Prepared by decomposing the 
iodide with nitrate of silver. On evaporating the filtrate, first in the 
water-bath and then over oil of vitriol in vacuo, the whole solidifies in a 
solid radiated mass, which dissolves very easily in water, but does not 
deliquesce in the air. 


Dried in vacuo over oil of vitriol. Merck. 
SON O Reasiee ce ae 224753. B0O7 
EN OSB Os eR a. 5 hes 54 19.4 aac 19°0 
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b. Acid. SbAe®?O,HO,2NO°.— When the neutral nitrate is dissolved 
in dilute nitric acid, and the solution evaporated over the water-bath, the 
acid salt separates in oily drops, which solidify in a crystalline mass on 
cooling; and on dissolving this mass in water and evaporating, the acid 
salt is obtained in beautiful rhomboidal crystals, which dissolve readily in 
hot water. The salt thus obtained exhibits all the properties of the 
nitrate of stibethy] obtained by Lowig & Schweizer (ix. 84), in which 
they found 32:01 p. ¢. nitric acid; the above formula requires 31°67. 


Acetate of Stibtriethyl. — When the solution of the oxide is saturated 
with acetic acid and the solution evaporated over the water-bath, there 
remains a thick syrupy residue, which does not crystallise, even after 
long standing in a warm place. (Merck.) 


Page 85. 
Compounds of Stibethylium, (C*H5)4Sb. 
R. Léwie. J. pr. Chem 64, 415; Chem. Soc. Qu. J. 8, 261. 


Stibethylium is obtained in the form of an iodide by the action of 
iodide of ethyl on stibtriethyl. (Landol,, ix. 85.) 


The Hydrated oxide (C*H*)*SbO,HO, is obtained by decomposing the 
iodide with oxide of silver. Traces of dissolved oxide of silver are 
removed by the careful addition of hydrochloric acid. On evapo- 
rating the liquid in vacuo, the hydrate is obtained in the form of a thick, 
colourless, oily fluid, of a strongly alkaline and intensely bitter taste, 
which quickly renders litmus-paper blue, It dissolves in water and 
aleohol in all proportions, but is insoluble in ether. It sets ammonia 
free from its compounds, and precipitates the oxides of the heavy metals. 
Oxide of tin and alumina are again dissolved by the excess of the alkali. 
The salts of the alkaline earths are not decomposed by the base. 

The salts are produced by bringing the base in contact with the 
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acids, or by double decomposition. They have a strong bitter taste. 
The carbonate is a tough deliquescent mass. The sulphate and nitrate 
crystallise. The formiate yields needle-shaped crystals, difficult of 
solution. The acetate forms similar crystals, but more soluble. The 
oxalate crystallises; the succinate does not. The neutral tartrate and 
racemate form large deliquescent crystals; the acid tartrate, fine needles. 


Sulphide of Stibethylium, (SbAe)S, is obtained by treating oxide of 
stibethylium with sulphuretted hydrogen. When evaporated without 
access of air, it forms a yellowish oily liquid, which does not crystallise; 
it dissolves readily in water and alcohol, and behaves towards the salts 
of the metals like sulphide of potassium. 


Lodide of Stibethylium. Prepared by introducing a mixture of equal 
parts of stibethyl and iodide of ethyl into a retort filled with carbonic 
acid, nearly filling the retort with water, sealing the neck, and then 
heating it in boiling water. Combination takes place in two or three 
hours, and the iodide may be obtained in crystals by evaporating the 
solution on the water-bath, and cooling. During this evaporation, the 
liquid generally acquires a yellow colour, which may, however, be 
removed by the addition of a few drops of ammonia. 

Crystallives in beautiful hexagonal prisms, often an inch long, or in 
smal] pointed crystals, which become yellowish when exposed to the air. 
It has a very bitter taste. 1 pt. of it dissolves in 5-26 pts. of water at 20°. 
It dissolves more easily in absolute alcohol, but less easily in ether. 


Anhydrous. Lowig. 
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During the crystallisation of this compound, especially from warm 
solutions, another salt is often formed, with a different amount of water, 
viz. 2(C*H®)4SbI + 3 Aq. 

Bromide of Stibethylium. — (C*H®)‘SbBr was obtained by saturating 
the oxide with hydrobromic acid. Crystallises in dazzling white, needle- 
shaped crystals, which dissolve very readily in water and alcohol, and 
do not deliquesce in the air. Gives by analysis 24:38 of bromine. 
Calculation gives 24°62. 


Bromate of Stibethylium appears to be formed, together with the 
bromide, by the action of bromine on the oxide. 


Chloride of Stibethylium is obtained by saturating the hydrated oxide 
with hydrochloric acid, or by decomposing 4 At. of the iodide with 3 At. 
corrosive sublimate, the decomposition yielding 3 At. chloride of stibe- 
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thylium. Crystallises, and is even more deliquescent than chloride of 
calcium. Gives off its water of crystallisation (3 At.) at the heat of the 
water-bath. Has a strong bitter taste. 


Anhydrous. Lowig. 
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Lodide of Stibethylium and Mercury. —a. 8HgI,(SbAet)I. — When 
a solution of mercuric chloride is added to a solution of iodide of stibe- 
thylium, a white precipitate is produced, which melts into an oily liquid 
even at a gentle heat.— Insoluble in water and ether, and dissolves 
with difficulty in boiling alcohol. Crystallises from this solution in 
columnar crystals. If the precipitate be allowed to melt under water 
of 70° C, it solidifies to a white mass, and only exhibits single red spots, 
but becomes entirely red after some time. If the mass which has become 
red be dissolved in boiling alcohol, the white salt separates again in 
hexagonal prisms. Both forms of the salt have the same composition, 
but the red crystals appear to belong to the regular system. 


Lowig. 
Sb Ae? i ssussssssssbasssers 245 is 23°35 
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3HgI,(C*H*)4SbI .... 1049... 100-00 


6. 8He¢I,2(SbAe‘l), is obtained by adding iodide of mercury to a hot 
solution of iodide of stibethylium, until it no longer loses its red colour. 
The conversion of the excess of iodide of mercury is then effected by a 
fresh addition of iodide of stibethylium; none of the latter remains in 
the liquid. The precipitate melts when heated, forming a yellow oil. 


Lowig. 
2 SD AS sean vnsntoancncendt 490 34°51 
Sis ae ere SUUS week Le ko amen 20°86... 21°80 
i Tio annotate sean me G30 <3. AAeOO) ...cstc. 44°56 1... 44°52 


Chloride of Stibethylium and Mercury. — Compounds exactly similar 
to those of iodide of mercury with iodide of stibethylium are obtained 
by bringing in contact chloride of mercury and iodide or chloride of 
stibethylium. 1 At. iodide of stibethylium with 3 At. chloride of mer- 
cury furnishes the iodine-compound which melts under water, whilst 
the water takes up the corresponding chloride, 3HgCl,(SbAe‘)Cl. If 
concentrated solutions of chloride of stibethylium and mercuric chloride 
Le mixed, a compound of the formula 8HgCl,2(SbAe*)Cl is obtained. 
The former salt is soluble in alcohol and water; the latter forms a white 
powder, which is difficult of solution in water. 


Chloride of Stibethylium and Platinum, 83PtCV,2(SbA e*)Cl. — Produced 
by mixing a somewhat dilute alcoholic solution of chloride of stibe- 
thylium with a similar solution of chloride of platinum, and evaporating 
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the mixture. It is a fine yellow compound, tolerably soluble in water 
and alcohol, which yields 27-78 p. ¢. platinum; calculation requiring 
27°75 p.c. (Léwig.) 


Page 90. 
Zincsethyl. C!H5Zn. 


FRANKLAND. Phil. Trans. 1855; Ann. Pharm. 95, 28; abstr. Proc. 
toy. Soc. 7, 808. 


To obtain this compound in considerable quantity, Frankland uses a 
copper digester capable of resisting great pressure. Into this apparatus 
4 oz. of finely granulated zinc, previously dried at 150°, are introduced, 
together with 2 oz. iodide of ethyl, and an equal volume of anhydrous 
ether, and the whole heated in an oil-bath to about 130°. The utmost 
care must be taken to ensure the perfect dryness of all the materials, as 
the smallest quantity of moisture gives rise to the formation of oxide of 
zinc and hydride of ethyl, and greatly diminishes the product; the 
addition of ether prevents, to a very great extent, the formation of these 
secondary products. When the action is complete, the digester is con- 
nected with a distilling apparatus of peculiar construction, and the pro- 
duct distilled in an atmosphere of carbonic acid. [For details of the digester 
and of the distilling apparatus, see the references above cited]. 

Colourless, transparent, mobile liquid, which refracts light strongly, 
and has a peculiar odour, rather pleasant than otherwise, thereby differing 
remarkably from zinc-methyl. Sp. gr. = 1:182 at 18°. Shows no ten- 
dency to solidify at — 22°, Boils at 118°, and distils unchanged. Vapour- 
density 4:259. 


Frankland. 
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From this it would appear that the vapour-volume of zinc is equal only to that of 
oxygen, instead of that of hydrogen as is commonly supposed,—in other words that zinc- 
vapour is not monatomic but diatomic (i. 53). Zinc-ethyl appears therefore to belong 
to the so-called water-type (vii. 46), and to consist of 2 volumes of ethyl and 1 vol. of 
zinc-vapour, the three volumes being condensed into two; for, on the assumption that an 
atom of zinc occupies the same vapour-volume as an atom of hydrogen, we should have 
the anomaly of the combination of two gases in equal volumes attended with conden- 
sation, 
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Zinc-ethyl is remarkable for the intensity of its affinities, being acted 
upon with violence by oxygen, chlorine, bromine, &c.; nevertheless, it 
does not appear to be capable of forming any true compounds with 
electro-negative elements, its reactions being all double decompositions in 
which the constituents of the zinc-ethyl separate. On coming in contact 
with oxygen gas or atmospheric air, it takes fire spontaneously, and 
burns with a bright blue flame bordered with green, and gives off dense 
vapours of zinc-oxide. A cold body held in the flame soon becomes covered 
with a black film of metallic zinc, surrounded with a white border of 
oxide. The products of this rapid combustion are carbonic acid, water, 
and oxide of zinc, If, on the contrary, zinc-ethyl, diluted with three 
times its volume of ether, be introduced into a vessel filled with dry 
carbonic acid gas and immersed in a freezing mixture, and a stream of 
oxygen slowly directed upon it, a rapid action takes place, at first 
attended with formation of white fumes; but this soon ceases, and a 
white precipitate begins to separate; if the vessel be frequently shaken, 
to break a crust which forms on the surface, the action goes on slowly 
and steadily, and is complete in about four days. During the latter 
stage, after the white fumes have ceased to form, a considerable quantity 
of gaseous hydride of ethyl is evolved. The product of the oxidation is 
a white amorphous mass, consisting of ethylate of zine C‘H®ZnO?, mixed 
with smaller quantities of acetate and oxide of zine. One experiment 
yielded in 100 pts.: 68°28 p. c. ethylate of zinc, 16°70 acetate, and 15°02 
oxide, ‘The formation of these products is represented by the following 
equations: 

CH’Zn +) 2 O = C*H®O;ZnO 


—_——— 
ethylate of zinc. 


C1H®Zn + C4H°O + 20 = CtH*ZnO0! + C1H®,H + HO. 


acetate of hydride 
Zine. of ethyl. 


C*H50,ZnO + 2HO = ZnO,HO + C*H®O? 


The first action of the oxygen appears to be that represented by the 
first equation, and to continue as long as the vapours of zinc-ethyl are 
diffused through the vessel and absorb the oxygen as fast as it enters; 
after this, the second action takes place, hydride of ethyl and free 
oxygen being then present in the vessel together. Lastly, as hydrated 
oxide of zinc and zinc-ethyl could scarcely exist together, the action 
represented by the third equation probably takes place only after all the 
zinc-ethyl has been oxidised. ‘The action of oxygen on pure zinc-ethyl 
was also tried in a similar manner, but did not yield any definite 
results, the oxidation being greatly disturbed and retarded by the for- 
mation of a solid crust on the surface of the liquid. As however the 
production of acctate of zinc and hydride of ethyl in the experiment 
above described is clearly due to the ether present, we may conclude 
that the essential product of the slow oxidation of zinc-ethyl is ethylate 
of zine. 

Zine-ethyl is acted upon with great energy by dodine; when the 
violence of the action is moderated by the application of intense cold and 
the intervention of ether, the sole products are iodide of zine and iodide 
of ethyl: 

C*H® Liver CATE 
Zn jt ii ~ Zn 
2M 2 
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Bromine acts with explosive violence on zinc-ethyl, but the action 
may be moderated by adding the bromine in the form of diffused vapour, 
and cooling to 0°. The sole products are then bromide of ethyl and 
bromide of zine. 

Zine-ethyl burns spontaneously, and with a lurid flame, in chlorine 
gas, forming chloride of zinc and hydrochloric acid, and depositing 
carbon, ‘The products of a more moderate action are probably similar. to 
the preceding. 

When zine-ethyl is gently heated with flowers of sulphur, a white 
precipitate is formed, and a strong odour of sulphide of ethyl developed. 
The principal product is mercaptide of zinc, C*H°S,ZnS. 

Zinc-ethyl is decomposed by water into zinc-oxide and hydride 


of ethyl: 
C4H®Zn + HO = C14H5,H + ZnO 


Hydrated acids act upon it in a similar manner. 

The action of the electro-negative elements upon zinc-ethyl, combining 
as they do, partly with the zine and partly with the ethyl, affords a 
striking example of the peculiar condition, — polarity as it may be 
called, —of elements at the moment of chemical change, originally 
pointed out by Brodie. (Phil. Trans. 1850, 789.) Kthyl in the free state 
shows no inclination to unite with oxygen, chlorine, &c., but in presence 
of zine, it enters readily into combination with those elements. (Frankland. ) 
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Phosphate of Hydrargethyl. — Prepared by digesting tribasic phos- 
phate of silver and chloride of hydrargethyl with weak alcohol, con- 
centrating the filtrate at the gentlest possible heat, extracting the 
phosphate of hydrargethyl from the syrupy solution with water, and 
leaving the solution to evaporate in vacuo; it forms a viscid, translucent, 
nearly colourless mass. 


Sulphate of Hydrargethyl was prepared by agitating 1 At. of finely 
pulverised sulphate of silver with the alcoholic solution of 1 At. chloride 
of hydrargethy] and evaporating the filtered liquid. Crystallises in 
silyery lamine. 
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Nitrate of Hydrargehyl. — Obtained by saturating the base with 
nitric acid. Remains when the aqueous solution is evaporated over the 
water-bath, in the form of an oily liquid, which solidifies in a tallowy 
mass on cooling. It dissolves readily in water and alcohol, and burns 
away with slight detonation when heated. 
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The Oxalate and Acetate of hydrargethy] are crystallisable. (Diinhaupt, 
J. pr. Chem. 61, 399; Ann. Pharm. 92, 382.) . 
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Sodio-antimonic Oxalate. — When bioxalate of soda is boiled with a 
large quantity of water and an excess of antimonic oxide, the solution 
yields on cooling an abundant crop of transparent shining crystals 
belonging to the oblique prismatic system. ‘lhey are rhombic prisms, 
with the acute lateral edges slightly truncated; and an oblique termina! 
face resting thereon. —(For the figures and crystallographical details of this and 
the following salts, see Rammelsberg’s Memoir, Pogg. 95, 177.) They are decom- 
posed by water, like the potash-salt a (ix. 149,) with separation of anti- 
monic oxide. (Rammelsberg.) 
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This salt corresponds in composition, excepting that the amount of water is twice 
as great, with the potash salt above referred to, and like that salt may be regarded as 
consisting of [3(NaO,C?0*) + (SbO?,3C20%)] + [2(NaO,C?0%) + (SbO3,3C203)]. 
Tt has not however been found possible to obtain one of these component salts sepa- 
rately, as was the case with the potash-salt. The mother-liquor contained one or more 
salts of different composition, but they could not be separated or obtained in distinct 
crystals. (Rammelsberg.) 
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Ammonio-cadmic Oxalate.— Recently precipitated cadmic oxide dis- 
solves when boiled with a solution of neutral oxalate of ammonia, and 
the liquid on cooling deposits the double salt in indistinct crystalline 
masses. This salt decomposes when heated in a covered crucible, amimo- 
nia being evolved and cadmium reduced, part of which volatilises; on 
opening the crucible, the mass burns with a glimmering light, and forms 
brown cadmic oxide. (Rammelsberg, Pogg. 95, 196.) 
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4(NH0,C203) + (CdO,C20%) + 8Aq. 420 ... 100°00 
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Stannous oxalate. — According to an analysis by Liirmann, this salt 
is anhydrous, 


Liirmann, 
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Ammonio-stannous Oaalate. —Colourless transparent crystals, the 
form of which could not be determined, but appears to be identical with 
that of the potash-salt. (inf) Analysis gave 40°23 p. c. oxalic acid, and 
28°63 stannous oxide, agreeing with that of Hausmann & Lowenthal. 
(Rammelsberg, Pogg. 95, 195.) 


Potassio-stannous Oxalate. — Obtained by precipitating protochloride 
of tin with oxalic acid, and boiling the precipitate with a solution of 
neutral oxalate of potash. Separates from the solution in transparent 
crystals, mostly very small: they belong to the doubly oblique prismatic 
system. (Rammelsberg.) 
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The analysis agrees with that of Hausmann & Lowenthal. 


Potassto-cobaltous Oxalate. — Oxalate of cobalt dissolves in a solution 
of neutral oxalate of potash, forming a red liquid, which deposits a 
double salt in small deep red crystals. Rhombic prisms, with truncated 
acute lateral edges and four-sided summits, the acute lateral edges of 
these summits being also truncated by faces resting on the lateral edges 
of the prism. Being very small, and having but little lustre, it was 
found impossible to measure them exactly, or to determine whether they 
belong to the right or the oblique prismatic system. They dissolve in 
water, forming a clear solution. (Rammelsberg, Pogg. 95, 197.) 
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Potassium-nickel Oxalate. — Obtained like the cobalt-salt in green 
indistinct crystals of analogous composition. (Rammelsberg.) 
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Ammonio-cupric Oxalate. — By heating cupric oxalate with neutral 
oxalate of ammonia, this salt is obtained in small but well defined rhom- 
boidal prisms, belonging to the doubly oblique prismatic system, and 
isomorphous with those of the potash-salt with 2 At. water. Some- 
times macle-crystals are obtained. (Rammelsberg.) 
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The analysis agrees nearly with that of Vogel (ix. 165.) 


Potassio-cupric Oxalate.—a. With 2 At. water.—Cupric oxalate 
obtained by precipitating the acetate with oxalic acid, is boiled with a 
solution of neutral oxalate of potash, so as to saturate the latter as com- 
pletely as possible. On cooling, the double salt separates in crystals, 
belonging to the double oblique prismatic system, and having the colour 
of blue vitriol. ‘The salt is decomposed by water, with separation of 
cupric oxalate. (Rammelsberg, Pogg. 95, 184.) 
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The water is wholly expelled at 100°. At 200° the salt begins to 
decompose, and if the air be excluded, leaves a mixture of carbonate of 
potash and cuprous oxide, — In an experiment in which the salt was ignited in a 


small retort, the residue amounted to 57°8 p.c. Supposing this to contain 39°41] pts. 
of carbonate of potash, there remains 18°7 for the copper and oxygen. Now 22°57 
CuO = 20°31 Cu°O. The experiment gave somewhat less, and yet no metallic copper 
could be detected in the residue. (Rammelsberg. ) 


b. With 4 At. Water. C*CuKO®+ 4Aq. The needle-shaped salt 
described by Vogel. Itis often deposited after the preceding, but some- 
times alone, especially when the solntion contains an excess of oxalate 
of potash, a circumstance likewise observed by Vogel. The crystals do 
not admit of exact measurement, partly from their smallness, partly 
from the rapidity with which they effloresce. They are extremely thin 
six-sided prisms, in which angles of 108° 52’ and 72° 80’ have been 
observed. Liirmann’s analysis gives 20°63 p. c. CuO and 23°42 KO. 
(Rammelsberg.) 

Isomorphous miature of Ammonio-cupric and Potassio-cupric Oxalates. 
—When cupric oxalate is heated in a mixed solution of the oxalates of 


ammonia and potash, crystals are obtained, having the form of either salt, 
and containing 2 At. of the ammonia-salt with 3 At. of the potash-salt. 


(Rammelsberg.) 
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Chloride of Othyl. (Acetyl) — C*H?0*,Cl. — According to H. Ritter, 
(Ann. Pharm. 95, 208,) Gerhardt’s method of preparing this compound by 
the action of oxychloride of phosphorus on acetate of soda, never yields 
the calculated quantity, because a considerable quantity of anhydrous 
acetic acid is formed at the same time; the formation of the latter product 
may be diminished by gradually adding the acetate of soda to the oxychlo- 
ride, but cannot be prevented altogether. But with glacial acetic acid and 
pentachloride of phosphorus, the choride of othyl may be readily obtained 
in a state of purity, and in large quantity. 1 At. glacial acetic acid is added 
by separate portions to 1 At. pentachloride of phosphorus contained in a 
tubulated retort. Hach portion added produces effervescence from escape 
of hydrochloric acid gas, and a large portion of the chloride of othyl 
distils over. The remainder and the resulting oxychloride of phosphorus 
are driven into the receiver by gentle heat, and the two liquids separated 
by distillation, the separation being easily effected, as their boiling points 
differ considerably. The mixture which ultimately remains in the 
retort, may be utilised for the preparation of anhydrous acetic acid, by 
distillation with acetate of soda. 


C4H40# + PCP = C!H30°Cl + PCO? + HCl 


Anhydrous acetic acid, distilled with pentachloride of phosphorus, 
likewise yields chloride of othyl, but without formation of hydrochloric 
acid. 

Oxychloride and terchloride of phosphorus do not act upon glacial 
acetic acid. (Ritter.) According to Bechamp, on the other hand, ter- 
chloride of phosphorus acts both on monohydrated and upon anhydrous 
acetic acid, forming chloride of othyl (p. 487). 


Bromide of Othyl. — C*H’0?,Br.—1 At. glacial acetic acid and 1 At. 
pentabromide of phosphorus form bromide of othyl, oxybromide of 
phosphorus, and hydrobromic acid. 


C4#H4Of + PBr> = C*H8O?Br + PBrF0? + HBr. 


Colourless strong-smelling liquid, which instantly turns yellow on 
exposure to the air. A drop of it placed on the skin colours it yellow, 
and imparts to it a persistent odour, like that of phosphuretted hydrogen. 
Water quickly decomposes it, forming hydrobromic and acetic acid. 
Boils at about 81°. 


I eer cannaine fc thds 43... 34°96 
fi) a RR ee Ee Perey SD hires OD AEE Daas cats 65°00 


Wed eG Wd a} gear cere eee a 123... 100°00 


Ritter. 
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The attempt to obtain Todide of Othyl in the pure state was not 
successful. Iodide of mercury or silver, heated with chloride of othyl 
in a sealed tube, at the temperature of the water-bath, for several days 
produced no perceptible action. — When iodine and phosphorus were 
added alternately to glacial acetic acid, and the liquid distilled, a large 
quantity of hydriodic acid was evolved, and a liquid strongly coloured 
by iodine distilled over below 100°; but it continually gave off hydriodic 
acid, and did not exhibit a constant boiling point, even after several recti- 
fications. The phosphorus was completely converted by this reaction 
into the red modification. — It might be expected that iodide of othyl would be 


produced by the simultaneous action of the iodine and terchloride of phosphorus on 
glacial acetic acid, according to the equation : 


C+H4O*# + PCB + 21 = C!H°07I + PCO? + HI. 


but the process yields nothing but biniodide of phosphorus. (Ritter.) 
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Comburent properties of Perchlorinated Ether, C*Cl5O.— When per- 
chlorinated ether acts upon an organic salt containing a volatile acid, 
the two bodies decompose each other, the perchlorinated ether being 
reduced to protochloride of carbon, C*Cl*, the metal being converted into 
chloride, and the other eleinents arranging themselves in such a manner 
as to produce the normal [monohydrated acid], together with carbonic 
acid and combustible gases. Thus with acetate of soda: 


C!ChO + 2C4H?NaOt = 2C#Cl'+ 2NaCl + C!H4O* + (2CO? + 2CO + H), 


Similarly with the butyrates, valerates, benzoates, succinates, pyrocitrates, 
phthalates, camphorates, and salicylates. The alkaline salicylates, how- 
ever, exhibit an exception in this respect, that, instead of salicylic acid, 
there is formed a mixture of various substances soluble in alkalis, which 
have not been further examined. — With the formiates, the result is 
more simple, inasmuch as the oxygen and chlorine present are sufficient 
for the complete combustion of the elements of the salt; thus, 


C?ChO + C2HNaO* = 2CO? + HO + NaCl + C*Cl. 


With the salts of bibasic acids, e. g. camphoric acid, a similar reaction 
occurs, excepting that, instead of the hydrated acid, there is obtained a 
mixture of the anhydrous acid [anhydride] with water. (Malaguti, 
Compt. rend. 41, 625.) 
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Acetylium. C‘NH' = N { HH,H,(CH| 


J. Naranson. Ann. Pharm, 92, 48; Chem, Soc. Qu. J. 8, 150. 
Acetylammonium., 


Obtained in the form of chloride by the action of chloride of ethylene 
(chloride of acetyl and hydrogen) on ammonia at high temperatures : 


CHIC HCl + 2NH* = NHCI + OLN cy 
) ier? H?) ’ c 

When 1 pt. of chloride of ethylene and 5 pts. of strong ammonia are 
enclosed in a sealed tube, and heated in an oil-bath to 150° (no action 
takes place at 100°), the chloride of ethylene is completely absorbed in 
a few hours, and the whole converted into a yellow, watery, homogeneous 
liquid. On opening the tube, the odour of chloride of ethylene is no 
longer perceptible; and if the liquid be left to evaporate over oil of 
vitriol, or in a warm place, sal-ammoniac separates, and a mother-liquor 
is obtained, which yields nothing but water and ammonia by distillation 
with hydrate of lime, and therefore does not contain any volatile organic 
base; but on treating it with recently precipitated oxide of silver, 
evaporating the filtrate to dryness at a gentle heat to expel the ammonia, 
and exhausting the residue with water, a solution is obtained, having a 
strong alkaline reaction, and therefore indicating the presence of a non- 
volatile base. This solution blackens on exposure to the air, and 
deposits reduced silver; and on removing the silver by sulphuretted 
hydrogen, expelling the excess of that gas from the filtrate by heat, 
neutralising the liquid with sulphuric acid, decomposing the sulphate 
with caustic baryta (taking care to avoid an excess), and extracting 
with alcohol, the base is obtained in the free state. 

Hydrated oxide of Acetylium thus obtained is a yellowish, inodorous, 
viscid mass, which dissolves readily in water and alcohol. It is charred 
by heat, giving off a faint but characteristic odour. The aqueons 
solution has a strong alkaline reaction, a slightly caustic taste, and when 
boiled, gives off the peculiar faint odour of alkaline solutions. It absorbs 
carbonic acid from the air, and afterwards effervesces with acids. It 
expels ammonia from ammoniacal salts. Does not dissolve alumina. 
Dissolves oxide of silver with great facility, but the silver is quickly 
reduced when the liquid is heated. 
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Metameric with aldehyde-ammonia, NH*,C*H‘!O?, with which it agrees in certain 
respects, e.g., in its reactions with silver-salts (inf.); it is however sufficiently distin- 
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guished by its fixity, its basic properties, and its permanence in the presence of acids and 
alkalis, It is the first example of a fixed organic base of the ammonium-type in which 
only one of the hydrogen-atoms of the ammonium is replaced by an organic radical. 

The salts of acetylium are very hygroscopic, becoming moist in a few 
seconds after drying; hence their analysis presents great difficulties. 
Alcohol precipitates them from their aqueous solutions. They are all 
insoluble in ether. They are decomposed by aqueous ethylamine at 
ordinary temperatures; but on boiling the liquid, the ethylamine is 
expelled, in consequence of its volatility. 

When ammonia and nitrate of silver are added to a solution of 
the base or of either of its salts, and the liquid is boiled for some 
time, an extremely beautiful specular deposit of silver is formed. This 
reaction is slower with the chloride than with the other salts, because 
the separated chloride of silver is difficult to reduce. — When nitrite of 
silver is added to a solution of the chloride of acetylinm, and the 
liquid heated, aldehyde is copiously evolved, especially on addition of a 


few drops of sulphuric acid : 
C*NH®O + NO? = C#H4O0? + 2N + 2HO. 


Sulphate of Acetylium. — Precipitated by alcohol from a moderately 
concentrated aqueous solution in white flakes; from a stronger solution 
as a non-miscible yellow liquid. Has a slight acid reaction, even if the 
aqueous solution, before precipitation, has been made alkaline by excess 
of base. When dried, it forms a yellow viscid mass. 


Dried at 100°. Natanson, 
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The deficiency of sulphuric acid arises from the great difficulty of drying the salt. 
Such an analysis not being sufficient to establish the constitution of the salt, confirma. 
tion was sought in the relative quantities of carbonic acid and nitrogen obtained by 
combustion. The ratio found by experiment was N : CO? = 1°391; calculation 


giving 1: 4. 
Nitrate. — Resembles the sulphate. 


Chloride. — The formation of this salt has been already described. 
It may also be obtained by neutralising the solution of the oxide with 
hydrochloric acid. Its aqueous solution does not mix in the concentrated 
state with alcohol, but remains as a heavy stratum at the bottom; but 
in the dilute state, the chloride, unlike the other salts, is not precipitated 
by alcohol. 


Mercury-salt. — Corrosive sublimate added to the chloride forms a 
white precipitate, very sparingly soluble in cold, but dissolving pretty 
readily in hot water, and separating out again on cooling; it is insoluble 
in alcohol. 


Gold-salt. —Chloride of gold forms with chloride of acetylium an 
orange-yellow amorphous precipitate, which dissolves readily when the 
liquid is heated, but is decomposed almost immediately, the gold being 
reduced to the metallic state. 


Platinum-salt. — Bichloride of platinum forms with chloride of acety- 
lium a deep orange-yellow, filmy precipitate, which afterwards cakes 
together. 
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Oxalate. — Precipitated by alcohol from the aqueous solution, in the 
form of a white gelatinous precipitate, which, if the solution is concen- 
trated, converts the liquid into a pasty mass. (Natanson.) 
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Pulminating Mercury. — Liebig (Ann. Pharm. 95, 284) gives the 
following process for preparing this compound: 3 pts. of mercury are 
dissolved in 36 pts. of nitric acid of sp, gr. 1:34 to 1:345, in a wide glass 
flask capable of holding at least 18 times the quantity of liquid actually 
used, so that the greater part of the cooled nitrous acid gas may remain 
within it. Assoon as the metal has completely disappeared, the solution 
is decanted into a second vessel containing 17 pts. of alcohol of 90° 
to 92° (Tralles), then immediately poured back again into the first 
vessel, and briskly agitated to promote the absorption of the nitrous 
acid. In 5 to 10 minutes, gas-bubbles begin to rise, and there is formed 
at the bottom of the vessel a strongly refracting, specifically heavier 
liquid, which must be mixed with the rest by gentle agitation. A 
moment then arrives when the liquid becomes black from separation of 
metallic mercury, and an extremely violent action is set up, with 
evolution of a thick white vapour, and traces of nitrous acid; this action 
must be moderated by gradually pouring in 17 pts. more of the same 
alcohol. The blackening then immediately disappears, and crystalline 
fulminating mercury begins to separate; towards the end of the operation, 
the little crystals are kept floating on the surface in curdy masses by 
the rising gas-bubbles, which however escape as the alcohol is poured in, 
so that ultimately, when the liquid has cooled, all the fulminating 
mercury is found at the bottom. By this method, not a trace of mercury 
is left in solution, and the quantity of fulminating mercury obtained is 
exactly that which calculation assigns, viz. 4°6 pts. (Liebig.) 

Schischkoff (Bull. de St. Petersb. Cl. Phys. Math. 14, 98; Ann. 
Pharm. 97,53; Chem. Gaz. 1855, 420,) has analysed fulminating mercury 
prepared from a solution of mercury in excess of nitric acid, and obtained 
results agreeing with the formula C*N?Hg’O* (or C*NXHg’, ix. 301). 
By recrystallisation from water, the salt is obtained in white or slightly 
yellowish silky needles, which, when dried at 100°, contain 1 At. water 
of crystallisation. The drying, even at this temperature, is attended 
with the greatest danger. 
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Hydrated (at 100°). Schischkoff. 
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[The mercury-determinations formerly given by Liebig and by Howard (ix. 301) 
were probably made upon the hydrated salt ; but they are too small even for that. ] 


A slightly heated solution of mercuric nitrate, acidulated with nitric 
acid, dissolves a large quantity of fulminating mercury; at a higher 
temperature, violent evolution of carbonic acid and nitrogen takes place, 
and a yellow precipitate is formed, which is blackened by ammonia, and 
when the mercury is separated from it by sulphuretted hydrogen, yields 
a mixture of two acids. When the operation is complete, the filtrate 
contains a large quantity of mercurous nitrate. 

The two acids thus obtained may be separated by adding ammonia, 
evaporating to dryness, and treating the residue with absolute alcohol. 
The undissolved portion, recrystallised from water, forms, with lime and 
baryta salts, a precipitate containing nitrogen, and an extremely explo- 
sive salt with silver. The portion which dissolves in the alcohol does 
not precipitate lime-salts; with nitrate of silver, it forms a detonating 
salt also containing nitrogen. These two acids appear to be identical 
with those which are obtained by the action of nitrous acid and of 
hydrochloric acid and the alkalis on fulminuric acid (p. 557); the 
mercuric nitrate, in passing to the state of mercurous salt, acts upon the 
fulminating mercury in the same manner as nitrous acid, more readily 
however, because the fulminating mercury is in solution. (Schischkoff.) 

A solution of caustic potash, even when very concentrated, has no 
action upon fulminating mercury at ordinary temperatures; but if the 
potash be heated, and the fulminating mercury added by small portions, 
a violent action takes place at each addition, the liquid boiling strongly, 
and an olive-green precipitate being formed: cyanate of potash remains 
in solution. No ammonia is evolved during this reaction; but when the 
operation is ended and the excess of potash neutralised by an acid, the 
liquid is found to contain a large quantity of ammoniacal salt. A portion 
of the nitrogen is contained in the olive-green precipitate; for when this 
precipitate is dissolved in hydrochloric acid, the salt NH?C],2HgCl + HO 
is formed, besides mercuric chloride, and crystallises on evaporation. — 
The olive-green precipitate was formerly supposed to be mercurous oxide, 
and on this account some chemists regarded fulminating mercury as a 
mercurous salt. This supposition, however, is negatived, both by the 
composition of fulminating mercury, and by its solubility in hydrochloric 
acid. (Schischkoff.) 

Fulminating mercury forms crystalline compounds with the chlorides 
and iodides of the alkali-metals. When gently heated with a dilute 
solution of iodide of potassium, it dissolves, forming a yellow solution, 
which at a stronger beat becomes darker, and afterwards cherry-red. In 
both cases, small, white shining laminz separate on cooling. These 
crystals are highly explosive; become red when exposed to light in a dry 
state, from formation of small crystals of mercuric iodide; and are insoluble 
in water and alcohol. They contain 52°4 per cent. of mercury, approxi- 
mating to the formula KI,2C*N*’He°O0*, which requires 54:4. — The 
chlorides of potassium, sodium, and ammonium, form similar compounds, 
under the same circumstances. (Schischkoff.) 
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When fulminating mercury is boiled with a solution of chloride or 
iodide of potassium, the fulminic acid is converted into a new acid, 
fulminaric acid, C°N*H%0%, isomeric with cyanuric acid. (Liebig, Schisch- 
koff.) — According to Liebig (Ann. Pharm. 95, 283), when fulminating 
mercury recently precipitated, well washed, and still moist, is boiled with 
a very dilute solution of the chloride of an alkali-metal, it dissolves com- 
pletely after a quarter of an hour's boiling; but soon afterwards decom- 
position takes place, attended with separation of light yellow mercuric 
oxide, and the liquid filtered after the precipitate has settled down, con- 
tains a fulminurate of the alkali, together with chloride of mercury: 


3C!N?Heg°O! + 2KCl + 4HO = 2C°N*(KH?)O! + 4HgO + 2HgCl. 


fulminating fulminurate of 
mercury. potash. 


The mercury may be precipitated from the filtrate by ammonia, and the 
liquid, after sufficient concentration and cooling, yields crystals of the 
alkaline fulminurate. —Schischkoff, who added the fulminating mercury 
to a boiling and nearly saturated solution of chloride of potassium, gives 
a different view of the process. According to his observations, the yellow 
precipitate formed during the reaction is not mercuric oxide, but is a 
somewhat indefinite product, containing about 2 p. c. carbon, 3°1 nitrogen. 
9 to 9:2 chlorine, and 81°5 to 83°6 mercury, besides hydrogen and oxygen, 
Now, as the fulminurate of potash is the only organic substance contained 
in the solution, it follows that all the carbon and nitrogen of the fulminic 
acid not employed in the formation of the fulminuric acid, must be con- 
tained in the yellow precipitate, and in the ratio of 2 At. C to1 At. N, 
which is not very far from that of the numbers above given. It may be 
supposed then that 2 At. fulminic acid are resolved into 1 At. fulminuric 
and 1 At, cyani¢ acid: 


2C*N?Heg"0! + 2KCl + 2HO = C°N°KH?O® + C?NKO?+ 2HegCl + 2HgO; 


rt re a em 
fulminurate of cyanate o 
potash. potash. 


and that the yellow precipitate is formed by the mutual action of the 
chloride and oxide of mercury and the elements of cyanic acid in presence 
of water. 

The yellow precipitate is amorphous, insoluble in water, and decom- 
poses without detonation when heated, water being first given off, then 
carbonate of ammonia, and lastly, at a stronger heat, a sublimate of mer- 
curous chloride, and a small quantity of metallic mercury. It does not 
give off ammonia when heated with potash-ley, or even change colour 
when boiled with that liquid; but when heated with sulphide of potas- 
sium, it readily gives off ammonia. —Oil of vitriol diluted with an equal 
amount of water, does not act upon the yellow precipitate at ordinary 
temperatures; but on the application of heat, a small quantity of car- 
bonic acid is driven off, and at the end of the operation, ammonia remains 
in the liquid, together with a small quantity of mercurous salt, — strong 
hydrochloric acid dissolves the yellow precipitate, leaving only a small 
residue of calomel; the filtrate, which does not give off ammonia when 
mixed with caustic potash, solidifies on cooling to a pulpy mass of long 
silky needles of the salt NH*Cl2HgCl + 4HO (analysis gave 3°81 p. ¢. 
N and 59:11 Hg, the formula requiring 4°17 N and 59:70 Hg); corrosive 
sublimate crystallises out at the same time. — The yellow precipitate is 
decomposed by sulphuretted hydrogen, sulphide of mercury being sepa- 
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rated and an acid liquid remaining, which on cooling yields crystals of 
sal-ammoniac, contaminated, however, with an organic “acid. — The yellow 
precipitate heated with iodide of potassium, turns brown, and gives off 
ammonia, part of the mercury passing into the solution, and the liquid 
containing carbonate of potash. An excess of chloride of potassium acts 
like the iodide, though less strongly; hence, as an excess of the chloride 
is required for the preparation of fulminurate of potash (see page 559), 
this excess must affect the constitution of the yellow precipitate. That 
this precipitate is not a body of perfectly definite constitution, is likewise 
shown by its always leaving a certain quantity of chloride of potassium 
when sublimed, even after long-continued washing with boiling water; 
also by its behaviour with hydrochloric acid and sulphuretted hydrogen 
(Schischkoff. ) 

Iodide of potassium acts like the chloride. When a solution of 
fulminating mercury in iodide of potassium is heated to the boiling point, 
it gradually acquires a darker colour, and deposits an abundant brown 
precipitate containing mercuric iodide. The filtrate evaporated over the 
water-bath, gives off ammonia at a certain degree of concentration; and as 
the liquid cools, crystals of mercuric iodide are deposited, together with 
crystals of fulminurate of potash. The evolution of ammonia appears to 
arise from the decomposition of the brown precipitate. (Schischkoff.) 

Fulminating silver treated with excess of chloride or iodide of potas- 
sium, does not yield fulminuric acid; half of the metal separates out 
immediately, whilst the other half remains in solution, and the liquid, 
even after long boiling, yields nothing but a double fulminate of silver 
and potassium. (Schischkoff.) 


Page 377. 


Acetate of Alii, RONG 3 Ld OS ieee CAH (Or?) OF: — Acetate of Propylenyl, 
Acetopropylenyl (Zinin); Acetate of Allyl.— Formed by the action of iodo- 
propylene C°H*I (iodide of acryl) on acetate of silver. 


C'HAgO! + CSHST = Agl + CH CHS 04, 


When pure and well-dried acetate of silver is mixed in a retort with 
rather less than an equivalent quantity of iodopropylene and the mixture 
shaken up, the action begins in a few minutes, attended with sufficient 
evolution of heat to distil off nearly all the resulting acetate of acryl. 
Any undecomposed iodoprepylene that may pass over may be decomposetl 
by returning the distillate to the residue in the retort, and the acetate of 
acryl obtained in the pare state by subsequent distillation between 100° 
and 115°, and rectification, first over acetate of silver, then over oxide of 
lead, and lastly by itself. 

Colourless liquid, lighter than water, neutral, having an odour like 
that of acetate of ethyl, but rather pungent, and a sharp ethereal taste. 
Boiling point 105°, being about as much above that of acetic ether 
(vill. 497), as the boiling point of iodide of acryl (ix. 427), is above that 
of iodide of ethyl! (viii. 360.) Dissolves sparingly in water, but in all 
proportions in alcohol and ether. (N. Zinin, Petersb, Acad, Bull. 13, 360; 
Ann, Pharm. 96, 361.) 
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Zinin. 
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Benzoate of Acryl, C“H*(C°H*)O%, is obtained in a similar manner by 
the action of benzoate of silver on iodopropylene. (Zinin.) 


LH ydrargacr yl. C°H° Hg", — Hydrargopropylenyl (Zinin); Hydrargallyl. — 
lodopropylene combines with mercury much more readily than iodide of 
methyl or ethyl, the mixture quickly solidifying to a yellow crystalline 
mass, from which the iodide of hydragacryl is easily extracted by hot 
alcohol or ether, and separates from the alcoholic solution on cooling, in 
silver-shining scales which tarn yellowish in drying, especially if exposed 
to light. 

lodide of hydrargacryl volatilises at 100°, in white shining rhombie 
tables, melts at 135°, and solidifies in a yellow crystalline mass on cooling; 
when more quickly and strongly heated, it is for the most part decom- 
posed, leaving a carbonaceous residue and yielding a yellow sublimate. 
It is nearly insoluble in water, and dissolves but very sparingly in cold 
alcohol. (Zinin.) 


Zinin 
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When the alcoholic solution of this compound is mixed with nitrate of 
silver, the whole of the iodine is precipitated in the form of iodide of 
silver. Oxide of silver introduced into the alcoholic solution likewise 
forms iodide of silver, the liquid at the same time becoming strongly 
alkaline, and yielding by evaporation a thick, syrupy, strongly alkaline 
mass, which is soluble in water, and yolatilises when more strongly 
heated, emitting an odour like that of angelica and of garlic. This sub- 
stance forms salts with acids, and is doubtless the hydrated ouide of 
hydrargacryl. (Zinin.) 

Cahours & Hofmann, by treating iodide of acryl with various silver- 
salts, have obtained a number of acryl-salts or compound ethers, and in 
particular the oxalate of acryl, a liquid which is decomposed by ammonia 
in a similar manner to oxalate of ethyl (ix. 180), yielding oxamide and 


Acrylic alcohol C°H°O*, or wee O*?; and from this a large number of 


derivatives have been formed, viz., acrylic ether, sulphacrylic acid, 
xanthacrylate of potassium, &e., ke. (Compt. rend. 42, 217.) 
Berthelot & De Luca have also obtained several compound aerylic 
ethers, e.g. the butyrate, benzoate, &c., by the action of silver-salts on 
the iodide of acryl. They find also that the iodide, when decomposed by 
mercuric oxide, yields acrylic ether C*H°O; treated with potash dissolved 


fang GAHP 4h: Ay 
in vinic or amylic alcohol, it yields vinacrylic ether Cope ; O*, oramyla- 


6 5 3 ° ° . 
crylic ether, prin i O?; and with potash and glycerine, it forms (riacrylin. 
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; : ine : ee 
CH! — oy (C*H9)8 } O°. This last reaction is represented by the 


equation : 
C°H8O® + 3CSH5I = C4#H06 + 3HI. 


Iodide of acryl decomposed by sodium, yields the radical acryl C°H®, 
which is a very volatile liquid, having a pungent odour like that of 
horse-radish. It boils at 59°. Its density is 0°684 at 14. Vapour- 
density = 2:92 (monatomic), Burns with a very bright flame. (Compt. 
rend. 42, 233.) 

[All these compounds will be more fully described in the next volume.] 


Page 378. 
Mellonides. 


Ligsia. Ann. Pharm. 95, 257. 


The formula C°N*M, originally assigned by Liebig to the meilonides, 
does not render a satisfactory account of the decomposition of those 
compounds by acids or caustic alkalis. According to this formula, mel- 
lonide of potassium, decomposed by potash-ley, should yield cyamelu- 
rate of potash, formiate of potash, ammelide, and ammonia. (ix. 392.) 


3C5N4K + 11HO + KO = C¥®N/HK°O6 + C°HKO# + C!NH°O? + 2NH3 


cyamelurate formiate + At. 
of potash. of potash. ammelide. 


Now, when mellonide of potassium is boiled with potash-ley, ammonia is 
evolved; crystals of cyamelurate of potash are obtained at a certain 
degree of concentration; and if the alkaline liquid be then mixed with 
sal-ammoniac, a copious precipitate of ammelide (ix. 476) is obtained. 
But if the mixture be kept boiling for some time, sal-ammoniac no longer 
produces any precipitate in it; if, however, the liquid, after addition of 
sal-ammoniac, be neutralized with acetic acid, a white precipitate of 
melanurenic acid (ix. 470,) 1s obtained. On continuing the boiling, 
ammonia is continually evolved, the melanurenic acid disappears, and 
after saturating the alkaline liquid with acetic acid, crystals of cyanurate 
of potash are obtained, which by solution in dilute hydrochloric acid 
yield crystals of pure hydrate of cyanuric acid. No formiate of potash is 
obtained. Neither does the alkaline liquid yield any formic acid, when 
neutralised with sulphuric instead of acetic acid, and subjected to dis- 
tillation. This discrepancy between the results of theory and experi- 
ment, and a similar difficulty in explaining the decomposition of mello- 
nides by acids, induced Liebig to subject these compounds to a careful 
re-examination, the result of which has been to show that the original 
formula assigned to them was erroneous, and that they really contain 
6 At. carbon and 41 At. nitrogen to 1 At. metal, or 18C and 13N to 
8 At. metal, that is to say, that their general formula is C’®N'M?. 


Hydromellonic acid. C8®N°H*?.—By mixing a warm solution of cor- 
rosive sublimate with mellonide of potassium, a fine-grained, dazzling 
Volek 2 N 
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white precipitate of mellonide of mercury is obtained, which, after washing, 
dissolves in dilute hydrocyanic acid, even in the cold. Sulphuretted hydro- 
gen passed through this solution throws down all the mercury in the 
form of sulphide; and after driving off the hydrocyanic acid by a gentle 
heat, there remains an aqueous solution of hydromellonic aci?, which 
has a strong acid taste and reaction, mixes with aleohol without turbity, 
expels carbonic acid from carbonates with effervescence, and yields, when 
neutralized with potash, crystallised mellonide of potassium exhibiting 
all the properties of the original salt. 

When a solution of hydromellonic acid is evaporated, in vacuo or in 
the air, either at ordinary or at higher temperatures, it deposits white 
films or flakes, and leaves a somewhat crystalline residue which redis- 
solves but partially in cold water: the acid is not, however, completely 
decomposed under these circumstances, the portion soluble in water still 
yielding a certain quantity of mellonide of potassium when saturated with 
potash and mixed with alcohol. When a solution of mellonide of mereury 
in hydrocyanice acid is evaporated without removing the mercury, there 
remains a white insoluble residue, containing mercury chemically com- 
bined. The cyanide of mercury which forms, appears therefore to be 
decomposed again during the evaporation.— When oxalic acid is added 
to a solution of mellonide of calcium in hot water, as long as a precipi- 
tate ensues, and the filtrate evaporated by heat, an acid lime-salt of 
hydromellonic acid crystallises from the solution; even an excess of 
oxalic acid does not completely precipitate the lime. 


Mellonde of Potassium. —a. Neutral. — Preparation. 1. With Butter 
of Antimony.—7 pts. of sulphocyanide of potassium are fused in a wide and 
deep porcelain crucible, till the whole runs quietly and without frothing, 
and 3 pts. of recently prepared butter of antimony then added by small 
portions. Strong intumescence then takes place, accompanied by brisk 
evolution of sulphide of carbon, which breaks out in flames, and must 
be extinguished by covering the crucible with a shallow dish; and a red- 
brown, porous mass is obtained, which must be pulverised and heated 
with constant stirring in an iron crucible, till part of the resulting sul- 
phide of antimony melts in the softened pulpy mass, and collects at the 
bottom. The mass is then immediately dissolved in boiling water; the 
filtrate boiled with hydrated oxide of lead as long as the oxide turns 
black, to remove sulphide of potassium and dissolved sulphide of anti- 
mony; and the liquid again filtered and left to cool, whereupon it gene- 
rally solidifies to a crystalline magma of snow-white mellonide of potas- 
sium, This product is thrown ona filter, the liquid allowed to drain 
off, and the mass, without being washed, wrapped up with the filter 
in unsized paper, and placed over night between two bricks, which are 
gradually loaded with weights. The mass, when dry, is again dissolved 
in hot water, and the same process repeated. At the third crystallisa- 
tion, the hot filtered liquid is mixed with a small quantity of alcohol, 
till a faint transient turbidity makes its appearance. The crystalline 
magma which settles down, is washed with alcohol after the mother- 
liquor has drained off, till a drop of the liquid which runs off no longer 
reddens sesquichloride of iron, and therefore no longer contains sulpho- 
cyanide of potassium.— 2. The chloride of antimony used in this pro- 
cess may, with equal advantage, be replaced by chloride of bismuth. 
This compound is prepared by passing chlorine gas over commercial 
bismuth heated in a tube of hard glass, bent half an inch upwards at 
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one end, then again downwards, and lying horizontally in a combustion- 
furnace; the chloride of bismuth, which distils over, is purified from the 
chlorides of other metals by rectification in the same apparatus. Before 
being used, it is again melted, pulverised while still hot after solidifica- 
tion, and the powder added to the fused sulphocyanide. The propor- 
tions used are 1 pt. of bismuth-chloride to 2 pts. sulphocyanide of potas- 
sium; with a larger proportion of the former, the mass will not melt. — 
2. From M/elam.— 8 pts. of sulphocyanide of potassium are fused with 
4 pts. of melam, previously slightly ignited, and added in successive 
small portions. The temperature must not be allowed to rise too high; 
if the gas-bubbles which rise from the melted mass, do not burn with a 
blue flame (sulphide of carbon), but with a red colour, indicating the 
formation of cyanogen, the heat must be moderated. The melam is 
prepared by heating in a porcelain basin, a mixture of equal parts of 
sal-ammoniac and sulphocyanide of potassium, stirring constantly till no 
more vapours of sulphocarbonate of ammonia are evolved, and sal- 
ammoniac begins to sublime. The mass is then exhansted with cold 
water, the residue dried, and gently ignited before being used. — 4. In 
preparing mellonide of potassium by fusing sulphur with yellow prussiate 
of potash, the addition of carbonate of potash towards the end of the 
fusion is positively injurious; for the slightest excess of that salt induces 
the decomposition of the mellonide of potassium previously formed. 

Pure mellonide of potassium forms soft, white, very slender inter- 
laced needles, having a silky lustre, and scarcely distinguishable in 
appearance from sulphate of quinine.—1 pt. of the salt dissolves in 
37°4 pts. of water at ordinary temperatures, and in a much smaller 
quantity of hot water; it is insoluble in alcohol. Crystallises with diffi- 
culty, even from a solution saturated while warm, but very easily on 
addition of alcohol. Its, solubility in cold water is greatly diminished 
by the presence of other salts. A warm saturated solution, which would 
stand for days after cooling withont crystallising, instantly deposits 
crystals on addition of a few drops of solution of sulphocyanide of potas- 
sium. — The aqueous solution tastes as bitter as sulphate of quinine. In 
doses of a dram, the salt exhibits no decided action on man or other 
animals, none at least which would distinguish it from other bitter sub- 
stances. — The crystals heated to 200°, give off 18:06 p.c. (10 At.) water. 
— This result differs considerably from the former determination (viii. 392). Liebig 
xpresses himself unable to account for the difference. 
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The salt burnt in a stream of oxygen yielded only 0°06 p. c. water; now if it 
contained 1 At. hydrogen to 3 At. potassium, it should have yielded 2°19 p. c. water ; 
it may therefore be safely concluded that the salt does not contain hydrogen. 


b. Insoluble acid Salt.— Separates in the form of a white, chalky 
precipitate, on pouring a moderately dilute solution of neutral mellonide 
2N 2 
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of potassium into warm dilute hydrochloric acid. Insoluble in cold and 
sparingly soluble in boiling water; the solution has a strong acid reaction; 
easily soluble in a solution of acetate of potash. 


Liebig. 
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When hydrochloric acid is poured into a solution of mellonide of potassium, a trans- 
lucent gelatinous precipitate is obtained, of very doubtful composition. 


c. Soluble acid Salt. — Obtained by mixing a warm saturated solu- 
tion of the neutral salt with an equal value of strong acetic acid. Crys- 
tallises from this mixture in oblique rhombic lamin, which effloresce in 
a warm atmosphere. When boiled with water, it is resolved into the 
neutral salt a, and the insoluble acid salt 4. The crystals, after drying 
in the air, give off 13:03 p. c. water. 
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Mellonide of Stlver.— Obtained as a white precipitate by mixing a 
boiling solution of neutral mellonide of potassium with nitrate of silver. 


Liebig (mean). 
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The salt burnt in a stream of oxygen yielded in two experiments 0°4 and 0°3 p. c. 
water, whereas if, as supposed by Gerhardt, it contained 1 At. H to 12 At. C, the 
quantity of water should be 2°17 p.c., or about six times as great as that actually 
found. Hence we may safely conclude that mellonide of silver does not contain 
hydrogen. 


a. Comparing the composition of hydromellonic acid with that of the 
bodies from which, by fusion with sulphocyanide of potassium, mellonide 
of potassium may be produced, we obtain the following relations: 


Melony CUNY He yi cupihietivents tine contains the elements of.... 3NH3 + C2NS 
Melamine, Cl N!2H?2 yo...iiiiscccsseree eves ” PS ANH? + CNS 
Ammelide, C!2N9H9O6 ooo... cecsseeees . % 6HO + NH? + C2N8 
Ammeline, C°N°HO? 0.5, .csessessases ah 2 2HO + NH3 + C®N4 
Chlorocyanamide, C5N®H!C}I ............ ns * CIH + NH? + C&N4 
Melanurenic acid, C°N4H40¢# ........... ; +3 J 4HO + CON? 
Hydrosulphomellonic acid, C°N*H‘4S' it ‘ 4SH + CoN! 
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_ Viewing the mellone-compounds in connection with hydromellonic 
acid, C"*N*H*, which contains the elements of ammonia and tricyanamide, 
NH?* + C®N™ or NH? + 8Cy°N, the formation of these compounds by 
the usual processes is satisfactorily explained. The formation of mel- 
lonide of potassium by fusing the yellow ferrocyanide with sulphur is 
less obvious. It must, however, be assumed as certain that the radical 
mellone is formed by the decomposition of sulphocyanide of iron, a 
process which may perhaps be represented by the following equation : 


10C-NS*Fe + 3C°NS?K = CN'K3 + 8CS? + 10FeS. 


f. The new formula of mellonide of potassium affords a satisfactory 
explanation of the decomposition of that salt by potash into cyamelurate 
of potash, ammelide and ammonia. Henneberg gave for cyameluric 
acid the two formule C”N‘H°O° and CYN‘H!0°, leaving it undecided 
which should be preferred. According to the latter, the acid should 
contain 1 At. H not replaceable by a metal, and the formula of the 
potash-salt should be CY¥N’HK°0°; whereas, according to the former, 
this salt should not contain hydrogen. Liebig found in cyamelurate of 
potash prepared by Henneberg’s process (ix. 882), 21°01 p.c. C and 
0:09 H, whereas the formula C’N7HK°O®% requires 0°29, or about three 
times as much as that which is obtained by experiment. Consequently, 
cyamelurate of potash contains no hydrogen, and its formula is C¥?N7K%0°, 
The decomposition of mellonide of potassium by potash is represented 
by the equation: 


2CRN MKT ISH Ora 2CENIGO} CPN H’Oo aN? 


aD 
Ammelide. 


y. By abstraction of ammonia and addition of water, ammelide is 
converted into melanurenic acid. (Laurent & Gerhardt regard the two as 
identical, but without having analysed the latter.) 


CYN9H9OS + 2HO = 2C®8N*H‘O* + NH, 


Page 395. 


Propylene. — When a mixture of an alkaline acetate and oxalate is 
distilled in such a manner as to place the resulting acetone, when in the 
nascent state, in contact with carbonic oxide, the acetone is deoxidised, 
with formation of a carbonate and evolution of propylene: 

C'H'O? + 2CO = 2CO? + C°H®. 


The quantity of propylene obtained is, however, by no means equal to 
that which is indicated by calculation: for the decomposition of the 
two salts is not simultaneous, and the oily matter observed in the pre- 
paration of acetone is always produced.— The mode of conducting the 
process is as follows: 1 At. acetate of lime is added to 1 At. oxalate of 
potash dissolved in water, so as to form oxalate of lime and acetate of 
potash; the liquid evaporated and constantly stirred, so as to obtain an 
intimate mixture; and the mass, when dried as completely as possible, 
put into a retort which is heated over a moderate fire. The gas passes 
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first into a flask filled with carded cotton, then into another containing 
oil of vitriol to absorb the oily matter, and is finally condensed in 
bromine, after being washed with water. A kilogramme of acetate of 
lime thus treated yields about 60 grms. of crude propylene. — The 
liquid thus obtained is washed with potash and distilled; then shaken 
up again with an alkaline solution, to saturate the hydrobromic acid 
formed during the distillation; after which it is dried over chloride of 
calcium and rectified. Bromide of propylene, C°H*Br’, forms about two- 
thirds of the product; it has the odour and the boiling point (145°) of 
the bromide of propylene obtained from amylic alcohol (ix. 397). 

The compound C*°H°’Br, obtained by the action of alcoholic potash 
on the preceding product, heated in a tube with sulphocyanide of 
potassium, yields oil of mustard (comp. page 42). (L. Dusart, Compt. 
rend. 41, 495.) 

Propylene is also found among the products of the dry distillation of 
butyracetate of baryta (p. 555). When the gas evolved in that process 
was passed into a mixture of hydrochloric acid and peroxide of manga- 
nese, and that mixture afterwards distilled, a distillate was obtained 
consisting of chlorinated substitution-products of propylal and propione, 
mixed with chloride of propylene. The excess of chlorine was removed 
by washing with water, the hquid then dried over chloride of calcium 
and rectified. The whole of the chloride of propylene passed over 
below 120°, and was obtained sufficiently pure for analysis when the 
boiling point was between 104° and 110°, and the vapour no longer 
excited tears, a property possessed in a high degree by chlorinated 
propylal or propione. The chloride of propylene thus purified gave by 
analysis 61°86 p. c. chlorine, the formula C°H®Cl’ requiring 62°51 p. ¢. — 
500 grms. of butyracetate of baryta yielded 1 grm. of chloride of 
propylene. (Limpricht & y. Uslar, Ann. Pharm. 94, 329.) 


Page 398. 


Formation of Propylic Alcohol from Propylene. — Oil of vitriol rapidly 
absorbs propylene-gas; and on subsequently diluting the acid with 
water, filtering, and distilling, propylic alcohol is obtained in the form of 
a spirituous liquid, having a peculiar pungent odour, soluble in water, 
but precipitated from the solution by carbonate of potash. In a state 
of concentration, but still mixed with a certain quantity of water, it has 
a density of 0°817, and begins to boil at 81° or 82°, [the pure alcohol 
boils at 96°; see ix. 899]. It mixes in all proportions with water, and 
forms with crystallised chloride of calcium, either a homogeneous solution 
or two distinct strata, according to the proportion of the salt. Burns 
with a brighter flame than common alcohol. Heated with oil of vitriol 
and sand, it blackens, decomposes rapidly, and yields propylene-gas, 
mixed with about j; of another combustible gas, probably hydride of 
propyl, C°H®. — Distilled with oil of vitriol and butyric acid, it yields 
butyrate of propyl, C°H7(C°H")O4, which is a neutral liquid, lighter than 
water, volatile below 130°, and having an odour like that of butyric 
ether, but not so agreeable; it is decomposed at 100° by potash, yielding 
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butyrate of potash and propylic alcohol. — Distilled with oil of vitriol 
and acetic acid, it yields acetate of propyl, C4H®(C*H")O4, which vola- 
tilises below 90°. 

A mixture of propylic alcohol and oil of vitriol, gently heated, 
and then saturated with carbonate of baryta, yields sulphopropylate of 
baryta, C°H’BaO?,280° + 6 Aq. This salt parts with its water of erystal- 
lisation in vacuo. With benzoate of potash it yields benzoate of propyl. 
By immediately saturating with carbonate of baryta the solution of propy- 
lene in sulphuric acid, two salts were obtained, viz., C0H7BaO?,280?+ 6Aq. 
identical with that just mentioned, and C°H’BaO?,2S0? + 2 Aq., corres- 
ponding with the sulphovinate. These two hydrates exhibit the same 
degree of stability and behave in the same manner with various salts, 
both producing the acetate, butyrate, and benzoate of propyl. The 
compound formed with propylene and fuming oil of vitriol, does not repro- 
duce these ethers. 

Propylene is likewise absorbed by hydrochloric acid. When left to 
stand at ordinary temperatures over the fuming acid, it is slowly taken 
up, and disappears after some weeks, the absorption taking place even 
in a sealed tube. At 100° it is complete in 30 hours. The product is 
a neutral liquid, lighter than water, and insoluble in that quid. After 
being purified with potash and distilled, it consists for the most part of 
chloride of propyl, C®°H’Cl, which volatilises at about 40°, and has the 
odour, taste, and flame of chloride of ethyl. (Berthelot, V. Ann. Chim. 
Phys. 48, 885; Compt. rend. 40, 102.) 


Page 400. 


Propylal, C°H°O?, — Obtained by the dry distillation of butyracetate 
of baryta. Boils at about 66°. Has a peculiar ethereal odour. Mixes 
with water, alcohol, and ether. The ethereal solution saturated with 
ammonia, does not yield any crystals of propylal-ammonia. Neither is 
that compound produced by passing ammoniacal gas over propylal 
surrounded with snow, or by leaving the propylal in contact with 
aqueous ammonia. Propylal dissolves with evolution of heat in concen- 
trated aqueous solutions of the alkaline bisulphites, but the solution, 
even after long standing, deposits only a few crystalline geodes exhibiting 


the character of wavellite. 
Limpricht & v. Uslar. 
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The excess of carbon found in the analysis was probably due to the presence of 
propione. — Propylal is isomeric with propylic aldide (ix. 400), and is related to that 
body in the same manner as butyral to butylic aldide, and valeral to valeric aldide. 
(Limpricht & v. Uslar, Ann. Pharm. 94, 326.) — The shorter names propylal, butyral, 
&c., are applied by the authors to those modifications of the compounds which do 


not combine with ammonia. 
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Page 409, 


Propione. CHO, — The distillate of butyracetate of baryta 
(p. 555), boiling at 95° to 120°, was shaken up with a concentrated 
solution of bisulphite of potash or soda; the resulting crystals separated 
from the mother-liquor; and dried between paper frequently renewed. 
On distilling these crystals with a solution of carbonate of potash, the 
propione passed over, together with water, from which it was mechani- 
cally separated and then dehydrated. The product thus obtained smelt 
like acetone, and boiled at 110°. The boiling point found by Morley (ix. 410°), 
was 10° lower, viz., 100°, which agrees better with the position of propione in the series 
of ketones, being exactly intermediate between that of acetone (56°) and that of 


butyrone (144°). 
Limpricht & v. Uslar. 
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Sulphite of Propione and Potassium. — This salt, obtained as above, 
formed, after drying over oil of vitriol, small scales having a pearly 


lustre. 
Limpricht & v. Uslar. 
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Sulphite of Propione and Sodium. C’H®NaO?,280?+ 3Aq. — Cor- 
responds exactly with the potassium-compound. Gave by analysis, 
12:01 Na and 32:97 SO*, the formula requiring 11°5 Na and 32:1 SO* 
(Limpricht & y. Uslar.) 


Sulphite of Propione and Ammonium is so very soluble that it could 
not be obtained in crystals. (Limpricht & v. Uslar, Ann. Pharm. 


94, 827.) 


Pages 402 and 414, 


Propionic and Butyracetic Acids. 


A. StrREcKER. Ann. Pharm. 92, 80. 
Limpricut & von Ustar. Ann. Pharm. 94, 821; J. pr. Chem, 66, 284. 


Strecker suggests that the propionic acid obtained in the fermentation 
of sugar in contact with chalk and old cheese (ix. 403) may be produced 
by the oxidising action of the air on the butyric acid previously formed 
from the lactic acid, which is the first product of the fermentation, — 
inasmuch as Kolbe’s experiments have shown that the fatty acids (e. g., 
valerianic acid) are, under certain circumstances, conyerted by oxidation 
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into others of the same series, but of lower atomic weight. — Or again 
the mannite, another product of the fermentation, may be resolved into 
propionic acid, acetic acid, carbonic acid, and hydrogen: 


CPHMOM = C'H'O! + CHH404 + 2CO? + 4H. 
— 
Mannite. 


Limpricht & y. Uslar found that propionic acid prepared by boiling 
cyanide of ethyl with alcoholic potash, boiled constantly at 142°, dis- 
solved in water in all proportions, and was separated from the solution 
by chloride of calcium. 

To obtain butyracetic acid, Limpricht & v. Uslar dissolved buty- 
racetate of lime (prepared by Nollner) in hot water; decomposed the 
filtered solution with carbonate of soda; and distilled the dried soda-salt 
with oil of vitriol diluted with one-fourth of its bulk of water. The acid 
which distilled over had a faint odour very much like that of propionic 
acid, and possessing but little of the butyric acid odour. Like propionic 
acid, it mixed with water in all proportions, but not with a concentrated 
solution of chloride of calcium, by which indeed it was separated out 
unaltered, and not resolved into acetic and butyric acid. 

Butyracetic acid dehydrated as completely as possible begins to boil 
at about 120°, and the boiling point gradually rises to above 160°, without 
becoming stationary near 140°, as is the case with propionic acid. By 
repeated fractional distillation, and separation of the portions which 
boiled between 120° and 124°, and between 158° and 161°, the acid was 
completely separated (with the exception of a trifling residue) into acetic 
acid boiling between 120° and 124°, and butyric acid boiling between 
158° and 161°; no propionic acid was found. The acetic acid thus 
obtained yielded a silver-salt containing 64°1 p. ¢. Ag (calculation 64:6), 
and the butyric acid a silver-salt containing 55°6 p. c. Ag (calculation 
55°4, (Limpricht & y. Uslar.) 

A ’ \ , 12,710—F6 — Crt? 2 ‘ 1 J 

nhydrous Propionec and: C¥H“Ot = CoO? \ O*, was obtained by 
the action of 1 At. oxychloride of phosphorus on 6 At. dry propionate of 
soda. It is a colourless liquid, having a disagreeable odour, slightly 
recalling that of valerian-root. Boils at 165°. Does not mix with 


water. 
Limpricht & v. Uslar. 
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Neither anhydrous butyracetic acid nor the corresponding chloride appears to exist. 
6 At. butyracetate of soda distilled with 1 At. oxychloride of phosphorus yielded a 
mixture of anhydrous acetic and butyric acids; and 3 At. of the same. soda-salt with 
1 At. PCO? yielded a mixture of chloride of othyl and chloride of butyril. (Limpricht 
& v. Uslar.) 


The following salts of propionic acid were prepared by Strecker with 
the acid obtained as above by the fermentation of sugar; they agree in 
all respects with those prepared with the acid obtained from cyanide 
of ethyl. 


Propionate of Potash. — The acid obtained by fermentation of sugar 
in contact with chalk and cheese, was exactly neutralised with carbonate 
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of potash, and the solution evaporated. The residue, when absolute 
alcohol was poured upon it, crystallised in colourless lamina; the aleo- 
holic solution yielded, on addition of ether, nacreous scales, unctuous to the 
touch. The salt, when heated, melts without decomposing, and on 
cooling solidifies in a laminar crystalline mass, like acetate of soda. 
Deliquesces in the air, and crystallises again according to the degree of 
humidity present. (Strecker.) 


; Strecker. 
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The potash-salt of butyracetic acid does not crystallise; it dissolves 
readily in absolute alcohol, and is not separated from the solution by 
ether. (Limpricht & vy. Uslar.) 


Propionate of Soda. — Crystallises with difficulty, so that it may be 
separated from acetate of soda, by the property which the latter possesses 
of separating in crystals from a concentrated solution, while the pro- 
pionate remains in the mother-liquor. By neutralising propionic acid 
with carbonate of soda and evaporating, the salt is obtained on cooling, in 
a mass having the consistence of tallow. ‘The air-dried salt gives off 
16°6 p. c. (2 At.) water at 120°. (Strecker.) 


Dried at 120°. Strecker. 
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Butyracetate of Soda does not crystallise from water or alcohol, but 
separates in needles from the alcoholic sclution on addition of ether. 
(Limpricht & y. Uslar.) 


Propionate of Baryta. — When propionic acid is neutralised with 
carbonate of baryta and the solution evaporated to the crystallising point, 
the baryta-salt separates in colourless prisms belonging to the right 
prismatic system, probably isomorphous with acetate of baryta. The 
crystals give off their water, amounting to 6:1 p.c. (1 At.), at 100°. The 
salt dissolves in 1°83 pts. of water at 16°, and the solution, when evapo- 
rated over the water-bath, solidifies in the crystalline form. The salt is 
nearly insoluble in absolute alcohol, but dissolves pretty easily in boiling 
pirit of 85 p. c., whence it separates out unaltered on cooling. 


Dried «at 100°. Strecker. 
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Butyracetate of Baryta exhibits the same characters as the propionate. 
When subjected to dry distillation it melts, swells up slightly, gives off 
gaseous products, among which is propylene C°H®, and yields a brownish 
distillate, having an ethereal odour, and consisting chiefly of propylal 
boiling at 66°, and propione at 110°. The lead-salt yields the same 
products. (Limpricht & v. Uslar.) 


Propionate of Lime. — Separates by evaporation in crystalline lamin 
having a fatty lustre. Appears to effloresce ou exposure to the air. 
Sparingly soluble in alcohol. 


Dried at 100°. Strecker. 
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Air-dried. Strecker. 
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Propionate of Magnesia was not obtained in crystals, but remained, 
when the solution was left to evaporate in an open vessel, in the form of 
a transparent, fissured mass. (Strecker.) 


Propronate of Zine crystallises readily when a solution of zinc-oxide 
in the aqueous acid is evaporated, in colourless lamin, which give off 
part of their acid at 100°. (Strecker.) 


Propionate of Lead. —a. Basic.— A concentrated solution of the 
neutral salt, mixed with ammonia, yields an amorphous precipitate which 
dissolves on boiling, and crystallises in slender needles on cooling. A 
crystalline basic lead.salt is likewise obtained by boiling propionic acid 
with excess of lead-oxide; on evaporating the solution by heat, the salt 
crystallises out readily, but if the solution be evaporated in vacuo, the 
salt crystallises less quickly in slender needles. After drying over oil of 
vitriol, it does not diminish in weight at 120°. (Strecker.) 


Dried over oil of vitriol. Strecker. 
2 POW ie tee eee tics 7S Ne Sie Ca5 ae OO (ie) 
CER OS eee rine score 65 22% 
PDO Grits PONE er tae: 700 ou LUO'U 


b. Neutral. — Does not crystallise under any circumstances, but dries 
up in the air to a transparent, strongly refracting mass. (Strecker, com- 
pare ix. 406.) 


Propionate of Copper crystallises in small dark green prisms containing 
1 At. water. 


Propionate of Silver. — Obtained by adding nitrate of silver to the 
aqueous acid neutralised with ammonia. The precipitate is white at first, 
but blackens considerably when boiled with water, and as the liquid cools 
the salt crystallises in small colourless needles. Does not alter much in 
colour by exposure to light, but blackens when heated to 50° or 60°, and 
still more at 100°. Ata higher temperature, it fuses readily, and leaves 
coherent metallic silyer. (Strecker.) 
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Dried in vacuo. Strecker, 
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Propronie Hther. — Obtained by distilling propionate of soda with 
alcohol and sulphuric acid. Lighter than water. Has a decided odour 
of rum, and not so strong as that of acetic or butyric ether. Boils at 


101°. (Limpricht & y. Uslar.) 
Limpricht and y. Uslar. 
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Butyracetic ether was not obtained by distilling the soda-salt, either 
with alcohol and sulphuric acid, or with sulphovinate of potash. Both 
methods yielded an ethereal liquid of very pleasant odour which, 
however, after washing with water and drying over chloride of calcium, 
was completely separated by distillation into butyric and acetic ether. 
In like manner, butyracetate of soda distilled with sulphuric acid and 
wood-spirit, yielded nothing but a mixture of butyrate and acetate of 
methyl. (Limpricht & v. Uslar.) 

The observations above cited are sufficient to show that butyracetic 
and propionic acids are distinct bodies, but it is not yet clearly made out 
whether the former is a definite compound or merely a mixture of acetic 
and butyric acid. The former view is supported by the formation of 
salts of butyracetic acid and by the production of propylal and propione 
by the distillation of the baryta-salt; the latter by the facility with 
which the acid, both hydrated and anhydrous, and the ether, are resolved 
into the corresponding acetic and butyric compounds. (Limpricht & 


v. Uslar.) 


Page 461. 
Fulminuric Acid. C®%N*®H*0O*%. 


Liesia. Ann. Pharm. 95, 282. 
Scuiscuxorr. -Petersb. Acad. Bull. Classe Phys. Math. 14, 98; Ann. 
Pharm. 97, 58; Chem. Gaz. 1855, 241. 


Isocyanuric acid, (Schischkoff.) — Appears to have been discovered independently, 
and about the same time, by Liebig and by Schischkoff. 


Formation. By the action of alkaline chlorides or iodides at a boiling 
heat on fulminating mercury (p. 542). According to Liebig’s view of 
the reaction, 8 At. fulminuric acid, (regarded as containing 4C,) are 
converted into 2 At. fulminuric acid : 

3CN2H20! = 2C°N2H°05; 
According to Schischkoff, on the other hand, 2 At, fulminuric acid are 
resolved into 1 At. fulminuric and 1 At. cyanic acid : 
2CIN7H°O4 = CONF 2O%e CaN TH Oe, 
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For the preparation of the potash-salt see page 559. The free acid 
is obtained by decomposing the lead or silver salt, (prepared from the 


potash-salt by double decomposition,) with sulphuretted hydrogen, or 
the silver-salt with hydrochloric acid. 


Properties. The aqueous solution of the acid left to evaporate in a 
warm place, solidifies in a compact, yellowish, indistinctly crystalline 
mass. (Liebig. Schischkoff.) From a saturated alcoholic solution, the 
acid separates in small colourless prisms. (Schischkoff.) — Liebig did not 
obtain crystals from the alcoholic solution. — The crystals are anhydrous, and 
permanent in the air. (Schischkoff.) The solution has an acid reaction 
and an agreeable taste (Schischkoff); a very sour taste. (Liebig.) 


Dried at 100°. Liebig. Schischkoff. 
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Isomeric with cyanuric acid (ix. 449). 


Decompositions. 1. The acid and its salts explode when heated, the 
decomposition of the acid taking place at 150° (Schischkoff); the acid 
detonates slightly when heated (Liebig). —2. The aqueous solution of 
the acid is decomposed by boiling with mineral acids, a salt of ammonia 
being formed, carbonic acid evolved, and a brown substance produced, 
which has not been further examined. (Liebig.) Oil of vitriol decom- 
poses the salts of fulminuric acid, without blackening, forming sulphate 
of ammonia, and eliminating a mixture of carbonic acid and carbonic 
oxide. Weak hydrochloric acid has scarcely any action on the fulmi- 
nurates; but the strong acid decomposes them, with formation of ammonia 
and evolution of carbonic acid. On saturating the excess of hydrochloric 
acid with an alkali, and adding a lime or baryta salt, a white precipitate 
is formed; but if the action of the hydrochloric acid has been long con- 
tinued, and the liquid has been afterwards evaporated to dryness, no such 
precipitation takes place. — 3. Nitrous acid passed through a solution of 
fulminuric acid, decomposes it, with evolution of gas (carbonic acid), and 
forms an acid which does not precipitate lime-salts, but yields with 
nitrate of silver an insoluble salt containing nitrogen. — 4, Caustic pot- 
ash heated with fulminuric acid or its salts, gives off a large quantity of 
ammonia and forms carbonate of potash; and the solution, when 
neutralised by an acid, forms no precipitate with chloride of calcium or 
nitrate of silver. —5. Caustic baryta heated with falminuric acid or its 
salts, decomposes them, with evolution of ammonia and formation of a 
white precipitate containing carbonate of baryta. This precipitate 
dissolves in hydrochoric or nitric acid; and after the excess of acid has 
been neutralised by ammonia, a precipitate is formed, probably identical 
with that which is produced on adding a baryta-salt to fulminuric acid 
which has been decomposed by hydrochloric acid. (Schischkoff.) — 
Hydrosulphate of ammonium and hydrosulphate of potassium have no action on fulmi- 
nuric acid, even at a boiling heat. (Schischkoff.) 


Combinations. Fulminuric acid dissolves very readily in water. he 
solution in a small quantity of water forms a syrup, and may be heated 
and evaporated without decomposition. (Liebig.) 
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The acid is monobasic, the formula of its salts being C*N*H?MO®%, It 
decomposes carbonates with effervescence. 


Fulminurate of Ammonia. — Well washed fulminating mercury 
60—75 grammes), is mixed in a glass flask with 700 to 800 cubic centi- 
metres of water; 60 cub. cent. of a cold-saturated solution of sal-ammo- 
niac then added; and the whole heated to the boiling point. In a few 
minutes, a yeilow crystalline powder begins to separate, the same in fact 
that is produced from white precipitate, by boiling with water or with 
alkalis. As soon as the deposition of this precipitate has ceased, the 
vessel is removed from the sand-bath, and caustic ammonia added as 
long as a white precipitate is formed, after which the liquid is imme- 
diately filtered and ,evaporated to the crystallising point. The yellow 
crystals thus obtained are washed with water and afterwards with 
alcohol, then dissolved in hot water, and the solution decolorised by well- 
washed blood-charcoal or bone-charcoal. The filtrate on cooling yields 
dazzling white crystals of great beauty. (Liebig.) 

The erystals belong to the clinorhombic or monoclinohedral system 
[oblique prismatic] (O. R. Rood. Ann. Pharm. 95, 291; A. Gadolin. 
Chem. Gaz. 1855, 457.) They possess great refractive and dispersive 
power, and exhibit double refraction. (Liebig, Rood.) The mean 
refraction of one of the rays is, as nearly as could be estimated, = 1°755. 
Dispersive power = 0°1006 nearly. For a perpendicularly incident ray, 
the angle of refraction of the extraordinary ray = 4° 22’, while in 
calespar it is 6° 12’, The acute angles of the crystals exhibit prismatic 
colours, in consequence of their high dispersive power. They also 
exhibit a splendid scarlet colour, arising from the superposition of the 
coloured images of the ordinary and extraordinary rays, the violet of 
the first falling on the red of the second: the beauty of the red is 
moreover heightened by the neutralisation of the yellow. (Rood.) — The 
crystals are anhydrous: when heated they fuse, blacken, and give off 
hydrocyanic acid ammonia, and afterwards hydrated cyanic acid, which, 
combining with the ammonia, forms in the upper part of the tube, a 
solid crystalline mass of urea. (Liebig.) The salt sustains a heat of 
150° without alteration, but above that temperature it explodes like 
the other fulminurates. (Schischkoff.) Dissolves sparingly in cold, 
readily in hot water; is insoluble in alcohol and ether. (Liebig.) 


Liebig. Schischkoff. 
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Fulminurate of Potash. — Prepared like the ammonia-salt. (Liebig.) 
— 2 pts. of moist fulminating mercury are added, by small portions and 
with constant stirring, to a nearly saturated and gently boiling solution of 
1 pt. chloride of potassium, the ebullition being continued till no more 
fulminating mercury remains at the bottom. The liquid, which has a 
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yellow colour, arising from the formation of a precipitate (p. 542), is 
then filtered hot, in order that the principal product, a compound of 
fulminurate ef potash with mercuric oxide, which is a curdy substance, 
sparingly soluble in cold water, may not be deposited during the filtra- 
tion; and the yellow precipitate on the filter washed with hot water. 
The filtrate, on cooling, deposits the curdy compound of mercuric oxide 
and fulminurate of potash, a further quantity of which may be obtained 
by concentrating and cooling the mother-liquor and the wash-water. The 
portions which separate out in the second and third coolings, are conta- 
minated with the yellow precipitate, but may be purified by solution in 
boiling water. Ultimately a mother-liquor is obtained, containing an 
excess of chloride of potassium and a considerable quantity of mercuric 
chloride. To obtain the fulminurate of potash from the curdy com- 
pound, water is poured upon the latter, and sulphuretted hydrogen 
passed through the liquid, whereupon sulphide of mercury separates, 
together with crystals of the potash-salt; and to obtain the latter, the 
entire liquid is heated, filtered hot, and left to crystallise. On cooling, 
it deposits shining colourless crystals of the potash-salt, a further 
quantity of which may be obtained by repeatedly evaporating and cooling 
the mother-liquor. In this manner 150 pts. of fulminating mercury 
yield 20 pts. of fulminurate of potash. (Schischkoff.) [Liebig makes no 
mention of the curdy compound of mercuric oxide and fulminurate of potash. The 
reason of Schischkoff’s having obtained it, is probably that he used a saturated solu- 


tion of chloride of potassium, whereas Liebig used a dilute solution. Liebig’s method 
is evidently the easier of the two. | 


Fulminurate of potash forms long prisms, having a strong lustre and 
great refracting power. (liebig.) A hot saturated solution rapidly 
cooled, solidifies from formation of a mass of very small silky needles; 
but by gentle evaporation, the salt is obtained in large and very regular 
crystals isomorphous with the ammonia-salt. (Schishkoff.) The crystals 
are doubly refracting, and for perpendicular incidence, the angle of 
refraction of the extraordinary ray is between 5° and 6°. (Rood.) They 
are anhydrous. (Liebig.) The salt when heated exhibits a faint glow, 
aud gives off a small quantity of gas, like a mixture of an organic 
substunce with nitre. It undergoes no change at 225°, but at a higher 
temperature melts, gives off a large quantity of hydrocyanic acid, and 
afterwards becomes black, and explodes with a red flame. When slowly 
decomposed in a covered crucible by a heat gradually raised to redness, 
it yields pure white cyanate of potash mixed with cyanide of potassium. 
(Schischkoff.) Heated with chloride of potassium in a combustion tube, 
it gives off hydrocyanic acid, then carbonate of ammonia, and a gaseous 
mixture containing 2 vol. carbonic acid to 1 vol. nitrogen, like the gas 
evolved by the decomposition of dry fulminate and cyanate of silver 
mixed with sulphate of potash. The residue consists of cyanide of 
potassium mixed with chloride. (Liebig.) The salt is less soluble in 
cold water than the ammonia-salt (Liebig, Schischkoff), but dissolves in 
hot water as easily as the latter. (Liebig.) Dissolves in 10 pts. of cold 
and a much smaller quantity of boiling water; insoluble in alcohol and 


ether. (Schischkoff.) 
Crystals. Liebig. 
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Fulminurate of Potash with Mercuric oxide. — The curdy compound 
above-mentioued. May be obtained directly by heating a solution of 
fulminurate of potash with mercuric oxide (especially the yellow 
oxide) and filtering the hot solution. —The mercury in this compound 
is not separated by boiling with copper; neither does caustic potash 
or iodide of potassium act upon it as upon other mercuric compounds, 


(Schischkoff.) 


Lulminurate oy Soda. — More soluble in water than the potash-salt. 
Crystallises from the aqueous solution by slow evaporation in long 


prisms. (Schischkoff.) 
Fulminurate of Inthia. — Soluble in water and alcohol. (Liebig.) 


Lulmimurate of Baryta. — When a warm-saturated solution of fulmi- 
nurate of ammonia or potash is mixed with chloride of barium, fulmi- 
nurate of baryta separates after a few minutes in the form of a crystalline 
pulp, consisting of short, thin, white needles, which dissolve completely 
in a very large quantity of hot water, and separate on cooling in hard 
isolated crystals. These crystals are colourless and transparent, and 
often take the form of rhombic prisms terminated by a macrodiagonal 
doma. (Liebig.) Refracts doubly, but in a much less degree than the 
potash and ammonia-salts, the angle of refraction of the extraordinary 
ray for perpendicular incidence being only 1° 9’. (Rood.) Between 150° 
and 180° the crystals give off 8°52 p. c. (2 At.) water, and become 
opaque; at a higher temperature the salt decomposes like the potash- 
salt. (Liebig.) 


Crystals. Liebig. 
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The salt burnt with oxide of copper, yields a gaseous mixture containing 3 vol. N, 
5 vol. CO?; if to this we add the carbonic acid retained by the baryta, we obtain the 
ratio 6 : 3, as in cyanogen. (Liebig.) 


The Fulminurates of Lume and Magnesia are soluble in water and 
alcohol. (Liebig.) 


Fulminurate of Lead. — Neutral lead-salts are not precipitated by the alkaline 
fulminurates, (Liebig, Schischkoff.) — Basic salt. — Basic acetate of lead forms 
with the alkaline fulminurates a white crystalline precipitate, which dis- 
solves in boiling water, and separates in hard yellowish crystals on 
cooling. When decomposed by sulphuretted hydrogen, it yields the acid. 
(Liebig.) 


Liebig 
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Ferrous Fulminurate. — Separates in beautiful pale green crystals on 
heating a fulminurate with ferrous acetate. (Schischkoff.) 
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Ammonio-cupric Fulminurate. C°N*H?(N H®Cu)O® + NH? — When 
fulminurie acid is mixed with a solution of a copper-salt in excess of 
ammonia, and the liquid heated to boiling, it deposits this double salt on 
cooling, in beautiful, shining, dark blue prisms, which undergo no change 
in the air at ordinary temperatures, or even at 150°, but are decomposed 
with explosion at higher temperatures. Nearly insoluble in water, and 
very sparingly in ammonia, so that very small quantities of fulminuric 
acid may be separated in this form. The salt gave by analysis 16-23 
p. ¢. copper (calculation gives 16°32.) (Schischkoff.) 


Fulminurate of Mercury. — The acid is not precipitated by mercurous 
or mercuric salts. Mercurie oxide heated in a solution of the acid dis- 
solves in it, and the liquid on cooling deposits a mass resembling the 
curdy compound of mercuric oxide with fulminurate of potash. 
(Schischkoff.) 

Fulminurate of Silver. — A hot solution of fulminurate of ammonia 
or potash mixes with nitrate of silver without turbidity; but as the liquid 
cools, fulminurate of silver separates from it in long, very thin needles 
having a silky lustre. (Liebig, Schischkoff.) The crystals retain their 
lustre at 100°, and do not diminish in weight. (Liebig.) The salt is not 
blackened by light, and does not undergo any change at 150°, but at a 
higher temperature, it explodes without noise, and gives off hydrocyanic 
acid. (Schischkoff.) Decomposed by heat in the same manner as cyanate 
of silver. (Liebig.) Dissolves very sparingly in cold, but pretty easily in 
boiling water, and may be recrystallised without alteration. (Liebig, 
Schischkoff. ) 

Liebig. | Schischkoff. 
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Fulminuric acid dissolves in boiling alcohol (Liebig); in alcohol and 
in ether. (Schischkoff.) 
Tt combines with wea and with aniline, forming crystalline compounds. 


(Schischkoff.) 


Fulminuric Ether. — When fulminurate of potash is immersed in 
alcohol, and hydrochloric acid gas passed through the liquid, chloride of 
potassium is formed, together with fulminuric ether; as soon as the 
reaction is complete, the stream of gas must be discontinued, because an 
excess of hydrochloric acid decomposes the ether, with formation of a 
crystalline body. After the excess of alcohol and the chloride of ethyl 
formed at the same time have been distilled off, and a sufficient quantity 
of water has been added to the solution of chloride of potassium, the ful- 
minuric ether separates in the form of an aromatic liquid; the portion 
which remains dissolved may be separated by agitating the watery liquid 
with common ether. — Fulminuric ether is decomposed by alcoholic 
potash, even at ordinary temperatures, with formation of fulminurate of 
potash; it cannot be distilled without decomposition. Its alcoholic solu- 
tion mixed with aniline, deposits, after a few days, colourless silky 
prismatic crystals, which melt and turn brown at 100°, and perhaps 
consist of the anilide of fulminuric acid. (Schischkoff.) 

vou. X. 20 
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Page 501. 


Nitroglycerine or Glonoine. — The following is given by De Vrij as 
the most advantageous process for preparing this compound: 100 grms. 
of glycerine, of sp. gr. 1:262, dried at 150°, are poured gradually into 
200 cub. cent. of monohvdrated nitric acid, cooled to —10°, care being 
taken that the mixture never becomes heated above 0°. As soon as the 
two bodies have united into a homogeneous liquid, 200 cub. cent. of strong 
sulphuric acid are added in small quantities. If the temperature be kept 
constantly below 0°, there is no danger of the mass going off in vapour; 
but this effect readily takes place above 0°. The nitroglycerine separates 
in the form of an oily stratum on the surface of the acids, from which it 
may be separated by a tap-funnel. — The quantity thus obtained weighed 
200 grms., and the separated acids yielded 20 grms. more on being mixed 
with water. The whole, amounting to 220 grms., was dissolved in the 
smallest possible quantity of ether, and the solution repeatedly agitated 
with fresh water till it no longer reddened litmus paper; it was then 
evaporated over the water-bath, and the product dried till its weight 
became constant. It then weighed 184 grms. 

From this result, the formula of nitroglycerine appears to be 
CoH N OFO*: for C°H*O® (slycerine) = 92, and. C°H*(NO*%"O* =182, 
[This result differs materially from Railton’s (ix. 501)]. 

Nitroglycerine is a pale yellow oily liquid, of sp. gr. 1°595 to 1:600 
at 15°. Decomposes at 160°, and detonates with violence at higher 
temperatures; also when struck with a hammer on an anvil. Sulphu- 
retted hydrogen decomposes it, with copious deposition of sulphur. 


(J. E. de Vrij, WV. J. Pharm. 28, 38; Chem. Gaz. 1855, 383.) 
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Page 68. 


Butyl. — According to recent experiments by Wurtz, (V. Ann. Chim. 
Phys. 44, 275; Ann. Pharm. 96, 364,) it appears that sodium may be 
used in the preparation of butyl with greater advantage than potassium, 
because it acts less violently on iodide of butyl, and does not form so 
large a quantity of gaseous secondary products. 100 pts. of iodide of 
butyl and 13 or 14 pts. of sodium are introduced into a flask provided 
with an upright condensing tube kept cool by ice-water. The action 
begins at ordinary temperatures, and with evolution of heat, the sodium 
swelling up and gradually becoming covered with a blue crust. As the 
action slackens, it must be accelerated by external heat, and the liquid 
kept boiling till the blue colour of the sodium has disappeared, and the 
flask contains a white mass of iodide of sodium saturated with butyl. 
The butyl is then distilled from the flask, and the distillate rectified over 
sodium till the metal completely retains its lustre in the boiling liquid, 
and is no longer attacked. The portion which in the last rectification 
distils over between 105° and 108”, is pure butyl. 

Butyl has a density of 0°7057 at 0°. It boils at 106°. Vapour- 
density = 4:070 (comp. p. 68.) — None of the butyl-compounds can be 
directly prepared from it. Chlorine and bromine act upon it, but form 
substitution-products. With perchloride of antimony, it yields hydro- 
chloric acid and chlorinated products not yet examined. Pentachloride 
of phosphorus is decomposed by it only after long boiling, with forma- 
tion of terchloride of phosphorus, chlorinated butyl, and hydrochloric 
acid. — When the vapours of iodine and butyl are passed together over 
spongy platinum, heated in a tube to 300°, a large quantity of hydriodic 
acid is formed, together with a small quantity of an iodised organic 
substance, probably a substitution-product.— Hydrochloric acid has no 
action upon butyl, either at ordinary temperatures or at a temperature 
near that of boiling oil. (Wurtz.) 

Cells : 

Ethylobutyl. C?H! = CsH? Obtained by decomposing 40 pts. of 
iodide of butyl and 34 pts. of iodide of ethyl with 11 pts. of sodium, 
asin the preparation of butyl. The action begins spontaneously, but 
requires external heat to keep it up; and the boiling must be con- 
tinued till the sodium is converted into a white mass. On subsequently 
distilling the contents of the flask in the oil-bath, the thermometer 
remains stationary for some time between 60° and 70°. The portion 
which passes over at below 100°, must be collected apart, (between 100° 
and 110° a considerable quantity of butyl distils over,) heated with 
sodium in a sealed glass tube, and redistilled as soon as the fused sodium 
immersed in it retains its metallic lustre. The thermometer then 
remains nearly constant between 60° and 65°; and by a second rectifica- 
tion of the portion which distils over between these temperatures, the 
ethylobutyl is obtained in the pure state. 

202 
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Transparent, very mobile liquid, of sp. gr. 0°7011 at 0° Boils at 
62. Vapour-density = 3:053. 


Wurtz 
|W ih Cpr terrmnen, Creer ee oe 72 BOF aime aces 83°48 
LI Ti ae le fl api 14 Ws 4 at 16°50 
C4n ‘ 86 LOO "OU sre ctseee 99°95 

Vol. Density. 

COVA OU! mrsuaccsaiecacate ar AZ ees A OO 
Ls Saas Beaton, Mi ent Aer hy, Ta4:... .0°9/02 
Mapaoh GVH its) ft fa. Bi ings 019622 
Lier cold 


CtH5 C8H9 
Lthyl-amyl, Guyu and Butyl-amyl, Gupzu. are prepared by exactly 


8L79 
similar processes; Butyl-caproyl, Hadi by the electrolysis of a mixture 
3 
3 


of valerate and enanthylate of potash; and Methyl-caproyl, anaes 


by the electrolysis of a mixture of acetate and wnanthylate of potash. 
The mode of formation of these compound radicals, and a comparison 
of their properties with those of the simple radicals, affords an additional 
argument in favour of the theory which supposes the simple radicals, in 
the free state, to form diatomie vapours, regarding methyl in the free 


3 4 
state as cn ethyl as Cine &e. (vil. 173). In fact, on comparing 


the physical properties of the simple and compound radicals, as exhi- 
bited in the following table, it is plainly seen that they are members of 
the same series, and that, to establish a regular connection between the 
properties of these bodies and their formule, it is absolutely necessary 
to double the formule of the simple radicals. (Wurtz.) 
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Page 87, 


Schweinfurt Green with Butyric acid. —When butyric acid is saturated 
with recently precipitated carbonate of copper, and the solution mixed 
with a solution of arsenious acid saturated at a boiling heat, a yellowish 
green amorphous precipitate is formed, which after a while becomes 
crystalline, and exhibits the fine green colour belonging to ordinary 
Schweinfurt green (viii. 330), which it also resembles in its other pro- 
perties. (Wohler, Ann. Pharm. 94, 44.) 


Springmann. 
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This salt differs therefore in stoichiometrical composition from the true Schweinfurt 
green, the latter containing 3 At. arsenite of copper to 1 At. acetate. 


Page 160. 


Alloxanic acid. — To obtain alloxantin from the mother-liquor which 
remains in the preparation of alloxan by the action of nitric acid upon 
uric acid, Schlieper recommends (p. 173) that the excess of acid be 
neutralised with chalk before passing sulphuretted hydrogen through the 
liquid, in order to prevent oxidising action. With due care not to add 
too much chalk, this process succeeds well enongh; but if the nitric acid 
be completely neutralised with chalk, bicarbonate of lime is formed at 
the same time, and rapidly converts the alloxan into alloxanie acid. 

This process may be advantageously applied to the preparation of 
alloxanic acid. If the dilute acid mother-liquor be mixed with excess 
of chalk, acid alloxanate of lime immediately separates, partly on the 
surface of the liquid, partly as a precipitate, in well defined crystals or 
crystalline crusts, which may be easily freed from admixed chalk by 
elutriation. It is best to add a considerable excess of chalk and to stir 
frequently; the salt then forms and separates out very quickly. The 
heavy crystals remaining after the elutriation may be purified by dis- 
solving them in water, not quite at a boiling heat, and filtering while still 
hot; the alloxanate of lime is then deposited in white crusts as the liquid 
cools. — Extremely beautiful crystals are often found in the scum which 
forms when the mother-liquor of alloxan is saturated with chalk. These 
crystals are perfectly transparent, glassy, oblique six-sided prisms, but 
generally having two of their faces so little developed, that they appear 
like acute rhombohedrons. In dry air, they very soon give off a portion 
of their water of crystallisation, and become milk white. 


Milk-white crystals dried over oil of vitriol. Stideler. 
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Or: 
Stiideler. 
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This is the composition which Schlieper assigns to the transparent, 

air-dried salt; but according to Stideler, the transparent crystals contain 
1 At. water more, their composition being C°’N*H*CaO0’+6Aq. When 
dried over oil of vitriol, they give off 3°86 p. c. water; calculation for 
1 At. requiring 4°25 p. c.—When acid alloxanate of lime erystallises from 
a solution saturated while warm, the crystals are not perfectly transparent, 
and contain between 5 and 6 At. water; when dried over oil of vitriol, 
they give off 2 to 3 p. c. water. 
_ From the lime-salt, the free acid may be readily obtained as follows: 
The concentrated solution supersaturated with ammonia is precipitated 
by carbonate of ammonia; the liquid heated and filtered (in the cold the 
precipitation is imperfect); the filtered solution of the ammonia-salt left 
for a while over oil of vitriol to remove the free ammonia, and then 
precipitated with acetate of lead; the lead-salt, which is free from 
ammonia, suspended while yet moist, in alcohol, and decomposed by 
sulphuretted bydrogen; and the alcoholic solution of alloxanic acid 
evaporated at a gentle heat. The acid then remains in the form of a 
colourless viscid mass, which has a very sour taste, and gradually solidifies 
in the crystalline form. Schlieper (Ann. Pharm. 55, 259) is of opinion 
that the amorphous state is brought about by the application of too much 
heat during the evaporation; but the vbservation just quoted shows that 
the acid at first assumes the amorphous state when the alcoholic solution 
is evaporated over oil of vitriol at ordinary temperatures. (G. Stadeler, 
Ann. Pharm. 97, 120.) 


liveth ale (Qhatvell 


THE NINTH ANNIVERSARY MEETING 


OF THE 


CAVENDISH SOCIETY. 


THe Anniversary Meeting of the Cavendish Society for the year 
1856, was heid at the rooms of the Chemical Society, No. 5, 
Cavendish Square, on Saturday, the 1st of March, at three o’clock 
in the afternoon. 


The Chair was taken by THomas Granam, Esq., F.R.S., 
PRESIDENT, who called upon the Secretary to read 


THE REPORT OF THE COUNCIL. 


“In this Report the Council have but a brief statement to make 
with reference to their proceedings for the last twelve months. The 


first of the books for 1855 was ready for distribution when the 
Council came into office last March; a third book for 1854, which 


was then in progress, has since been completed ; and both of these 
works have been supplied to Members. 

“As asecond book for 1855, it is proposed to give a volume of 
Biscuor’s ‘ Klements of Chemical and Physical Geology,’ which is 
being prepared for that purpose, and is expected to be ready for 
distribution in about a month. ‘The translation of this, the second 
volume of the work, is made by Dr. Paut. 

‘The first of the books for the present year, 1856, will be the 
tenth volume of Gmerxin’s ‘ Iland-book of Chemistry,’ the pre- 
paration of which is in a forward state, so that it will probably be 
in the hands of Members about Midsummer. 

“‘'The Council are gratified in being enabled to refer to the con- 
tinued prosperity of the Society as indicated by the financial state- 
ment which accompanies this report. It will be seen that there 


a 


has been no falling off in the income of the Socicty; on the contrary, 
the amount received since the last Anniversary Meeting exceeds 
the income of any previous year. ‘The support of the Society has, 
indeed, for several years past, been characterized by great uniformity, 
accompanied by a gradual, although slight, improvement. These 
circumstances cannot be considered as otherwise than highly satis- 
factory, especially as the political events of the last year or two 
have been calculated rather to depress than to encourage or promote 
the desire of the public for scientific literature. That there has 
been no sensible defaleation in the income of the Socicty, is, 
no doubt, mainly to be ascribed to the high appreciation which 
has been formed of the works which have, from year to year, 
been produced. Of this the continued demand for the first six 
volumes of Garrtn’s ‘ Hand-book of Chemistry,’ and the frequent 
applications which are made for Lrnman n’s * Physiological 
Chemistry,’ afford abundant evidence. Sixty-three sets of the 
Inorganic part of the ‘ Hand-book of Chemistry’ have been supplied 
to Subscribers during the last twelve months. 

“The selection of suitable works to be undertaken when those 
now in hand have been completed, is a part of the duty of the 
Council, which frequently occupies their deliberate attention. 
Several new works have been suggested, and some of these are still 
under consideration, but the arrangements for future publication 
are yet incomplete. ‘The Council trust they may be enabled to 
keep up such a succession of valuable works as will maintain the 
character which the Socicty has hitherto acquired in this respect. 


“AUNENVH NVC 


‘WW ‘AIVd WVHTdd SOHL 
"JOOIIOD JI PUY PUL “4UITI9}V}S DAOKT OY} POUIWILKXS DAVY OMA 


6 6 POFLF 
708 & OP9s > 
501 9 FS 

Tale 0" 06 tee 

Oa be e0ce" 

(er Bhs 

Om Cl Tete” 

Os 0) 00t=™ 

Ore 8 ; 

Gmece 8 : 
SII St LI | 
mee F 


eo ued Ut ooUL TE 


eS PC aesuiddvimpue supe 
a eae i) BUAC IST pul oun Ung 
See ty eer ee, es Bada gy 
** sosuodxo [VO}Ip yy 
Oe OK EG SE ayers 
y F° 5" ** TOLSTULUIOD Spt01D2T[9) 


* -oouvINSUyT 


ee ee ee ee ee ee “ON 
‘syoog Jo Aroatpoqy ‘onvysog ‘Arou0T}LYg 


‘AWALIGNAIIX 


Ge, Ce SS SSS SS Oy SS 


6 6 FOPIF 


—— 


"OST ‘NIL g Areniqa,y 


L eg, ,AustumeyO o1uvsi0ul, 8, NITIWYD sjog $¢9 


cig F 
LL ssor 
61 LAT 
oe ayeyl 
LES 
2 


Net OO GD 
rd aa 
(ST eal 5F) 


Sule 
tk 
Roo 
ra) 


e 


“SLA IMONY 


9S8I 
Cost 
FoST 
essl 
GSS 
[cst 
OcsT 
6F8T 


ond 
om 
ond 
ond 
ontd 
opt 
ont 
omtd 


el 
69P 
ILT 
611 
O& 
2 

S 

i 


SPST 1of suoydrtosqug ¢ 
ivaf snotacid wor oourleg 


"ggg ‘Aren1q9,J JO YI9S OY} 0} “ESRI “YI Jo 4ST OY} Woy 
‘XLGIOOG HSIGNHAVD 94} JO AUNLIGNAAIXY] pur sLalaoayY oy} Fo 


ININALVLYG Ss ACLASVAAY, 


It was resolved, 


“That the Report just read be received, approved, and adopted.” 


The Meeting then proceeded to the election of Officers for the 
ensuing year, and the following Gentlemen were declared to have 


been duly elected :— 


resitent, 


THoMsAs GRAHAM, F.R.S. 


Wice-Presttents. 


PROFESSOR BRANDE, F.R.S. 

Earyt oF Bururneton, F.R.S. 

Sir James Cxuarx, M.D., F.R.S. 
Water Crum, F.R.S. 

JoHN Davy, M.D., F.R.S. 
CHARLESG.B.DauBeny, M.D., F.R.S. 
MicuarL Farapay, D.C.L., F.RS. 


JoHN GRAHAM, Esq. 

Henry Beaumont Lerson, M.D., 
F.R.S. 

W. A. Miruer, M.D., F.R.S. 

PROFESSOR WHEATSTONE, F'.R.S. 

CotoneL Puinie YorKE, F.R.S. 


Counetl. 


ALEXANDER Bain, Esq. 

G. B. Bucxton, F.C.S. 

DuGcatp CaMprBELL, F.C.S. 

Puiie James Cuazot, M.A.,, F.C.S. 
Henry Drane, Esq. 

WARREN DE LA RvE, Ph.D., F.2.S. 
W. Fereuson, F.C.S. 

A. B. Garrop, M.D. 


Joun Hatt GLADSTONE, Ph.D., F.R.S8. 
A. W. Hormany, Ph. D., F.R.S. 
Henry Leruzsy, M.B. 

R. Porrert, F.R.S. 

ALFRED SMEE, F.R.S. 

Joun Srennovse, LL.D., F.R.S. 
R. D. THomson, M.D., F.R.S. 

A. W. Wittiamson, Ph.D., F.R.S. 


Greasurer. 


Grorce Dixon Lonastarr, M.D., 9, Upper Thames Street. 


Secretary. 


Turzopuitus Repwoop, Ph. D., 19, Montague Street, Russell Square, 


and 17, Bloomsbury Square. 
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Collector. 


Mr. Tuomas West, 32, Soho Squaré. 


It was resolved, 


‘That Dr. Lionen Beary, Dr. Oprinc,and Mr. TRENHAM 
ReExxkus, be appointed Auditors for the ensuing year.” 


The following Resolutions were unanimously adopted:— 


‘That the thanks of the Meeting be given to the PRr- 
SIDENT, TREASURER, and CouncitL, for their services to the 
Society.” 


‘That the thanks of the Meeting be given to the Honorary 


LocaL SECRETARIES for their services to the Society.” 


“That the thanks of the Meeting be given to the CHEMICAL 
Socirty for the use of their rooms on the present occasion.” 


The Meeting was then adjourned. 


THEOPHILUS REDWOOD, Srcrerary, 
19, Montague Street, Russell Square, 
and 17, Bloomsbury Square. 


Marcu lst, 1856. 


OBJECTS, &c., OF THE CAVENDISH SOCIETY. 


The Cavendish Society was instituted for the promotion of 
Chemistry and its allied sciences, by the diffusion of the literature 
of these subjects. 

The subscription, constituting membership, is one guinea a-year, 
to be paid in advance; and the subscription becomes due on the 
Ist of January of each year. A member is entitled to a copy of 
evcry book published by the Society for the year for which he has 
subscribed, but no member can receive the Society’s publications 
until his subscription has been duly paid. 


WORKS OF THE CAVENDISH SOCIETY. 


1848, 


1—CHEMICAL REPORTS AND MEMOIRS. Edited by Tuomas 
GraHamM, F.R.S. (Out of Print.) 


2—HAND-BOOK OF CHEMISTRY. By Lrorotp Gmuznin, ‘Trans- 
lated by Hunry Warts, B.A., F.C.S. Vol. I. 
1849. 
3.—HAND-BOOK OF CHEMISTRY. By Lzoponp Gmuury. Vol. II. 
4.—HAND-BOOK OF CHEMISTRY. By Lroporp Guzen. Vol. III. 


5.—THE LIFE AND WORKS OF CAVENDISH. By Dr. George 


WILSON, 
1850, 


6.—HAND-BOOK OF CHEMISTRY. By Lzopotp Guutin, Vol. IV. 
7—HAND-BOOK OF CHEMISTRY. By Lzoromp Gmzuin. Vol. V. 


1851. 
8—PHYSIOLOGICAL CHEMISTRY. By Prorzssor LEHMANN. 
Translated by Gzorge EH, Day, M.D., F.R.S. Vol. I. (Out of 
Print.) 
9,—HAND-BOOK OF CHEMISTRY. By Lropozrp Gmeuin, Vol. VI. 


1852, 
10.—HAND-BOOK OF CHEMISTRY. By Lroponp Gmuuin. Vol. VII. 
(Organic Chemistry, Vol. I.) 
11.—PHYSIOLOGICAL CHEMISTRY. By Prorsssor Luumann, Vol. II. 
12,—ATLAS OF PLATES rezatine ro PHYSIOLOGICAL CHEMIS- 
TRY. By Dr. Orro FUNKE. 
(Supplement to Lnumann’s PuysiouogicaL CHEMISTRY.) 


1853, 


13.—HAND-BOOK OF CHEMISTRY. By Lzorotp Gmetin. Vol. VIII. 
(Organic Chemistry, Vol. IT.) 

14,—ELEMENTS OF CHEMICAL AND PHYSICAL GHOLOGY. By 
Proressog Biscnor, Vol. I. 


1854, 


15.—THE LIFE AND SCIENTIFIC RESEARCHES OF DALTON, 
By Dr. W. C. Henry, F.R.S. 


16.—PHYSIOLOGICAL CHEMISTRY. By Prorzssorn ULnamann. 
WOUGtLL. 


17,—LAURENT’S CHEMICAL METHOD, Translated by Wm. Optra, 
M.B. 


1855, 


18—HAND-BOOK OF CHEMISTRY. By Lroponp Gunnin, Vol. TX. 
(Organic Chemistry, Vol. IIT.) 


19—ELEMENTS OF CHEMICAL AND PHYSICAL GEOLOGY. By 
Prorgessor BiscHor, Vol. II. 


1856. 


20.--HAND-BOOK OF CHEMISTRY. By Lropoup Gmuutin. Vol. X. 
(Organic Chemistry, Vol. IV.) 


21.—A second book for this year will be issued? 


CHEMICAL REPORTS AND MEMOIRS. Edited by Prorrssor 


Grauam. This work is out of print. 


GMELIN’S HAND-BOOK OF CHEMISTRY. ‘Translated and 
Edited by Hunry Warts, B.A., F.CS, 


Members of the Cavendish Society, or others through a Member 
of the Society, may obtain one or more copies of THE FIRST SIX 
voLumeEs of this work, comprising the whole of the LyorGanic 
CHEMIstry, for a Subscription of TWO GUINEAS. 

Members may also haye for one year’s subscription the SEVENTH 
AnD Erenrm Vonrumes or Gmenin’s Hanp-poox, which are the 
first two volumes.of the part treating of ORGANIC CHEMISTRY. 

The Ninth volume of the Hand-book is the first of the books for 
1855. 

LEH MANN’S PHYSIOLOGICAL CHEMISTRY. Translated and 
Kdited by Dr. G, E. Day, F.R.S. 

The First Volume of this work is out of print. There still remain a 
sufficient number of copies of the Second and Third Volumes, and of 


Dr, Otto Funke’s Atlas of Physiological Plates, for supplying those 
members who have not completed their sets, 


BISCHOF’'S HLEMENTS OF CHEMICAL AND PHYSICAL 
GHOLOGY. 


The First Volume of this work having been issued for the year 1853, 
in conjunction with the Eighth Volume of Gmelin’s Chemistry, members 
who do not possess, and do not desire to subscribe for, the previous 
volumes of Gmelin, may have the Life and Works of Cavendish instead 
of the Hand-Book of Chemistry, as the second book for that year. Or 
the First and Second Volumes of Bischof’s Geology may be had for one 
year’s subscription. 


*,* Applications for the books of the Socicty, or for information 
relating to them, are to be made, if by letter, to the Secretary, or 
personally to Mr. Charles Wood, No. 17, Bloomsbury Square. 


Honorary Local Secretaries. 


Aberdeen—Dr. R. Rattray. 
Banbury—Thomas Beesley, Esq. 
Bath—J. P. Tylee, Esq. 
Bathgate—James Young, Esq. 
Beccles—W. E. Crowfoot, Esq. 
Bedford—W. Blower, Esq. 
Belfast—Dr. J. F. Hodges. 
Birmingham—George Shaw, Esq. 
Bodmin—D. ¥. Tyerman, Esq. 
Bolton—H. H. Watson, Esq. 


Bradford—Robert Parkinson, Ph. D. 


Brighton—F. Busse, Esq. 
Bristol—Wm. Herapath, Esq. 


Cambridge—W. H. Miller, Esq., 
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Carlisle—Dr. H. Lonsdale. 
Chester—R. D. Grindley, Esq. 
Clifton—G. F. Schacht, Esq. 
Cork—Thomas Jennings, Esq. 
Coventry—Francis Wyley, Esq. 
Derby—Dr. A. J. Bernays. 
Dublin—Dr. J. Apjohn. 
Dudley—Ki. Hollier, Esq. 
Dumfries—W. A. F. Browne, Esq. 
Durham—William Clark, Esq. 


Edinburgh—Dr. Geo. Wilson, F.R.S.E. 


Hxeter— George Cooper, Esq. 
Farnham—W. Newnham, Esq. 
Galway—Dr, Edmond Ronalds. 
Glasgow—Walter Crum, Esq., F.R.S. 
Gloucester —Thomas Hicks, Esq. 
Gosport—Dr. W. Lindsay, R.N. 
Guernsey—Dr. E. Hoskins, F.R.S. 
Halifax—John W. Garlick, M.D. 
Helstone—G. W. Moyle, Esq. 


Hexham—John Nicholson, Esq. 
Horsham—F, Snelling, Esq. 
Hull—Thomas J. Smith, Esq. 
Leamington—S. A. Sandall, Esq. 
Leeds—W.S. Ward, Esq. 
Leicester—J. H. Stallard, Esq. 
Dr. J. Dickinson. 
J. B. Edwards, Ph. D. 
Llandilo—B, Morgan, Esq. 

John Graham, Esq. 
M Gnoherter) lived Binyon, Jun., 

Esq. 
Neath—Walter Hibbert, Esq. 
Newcastle-on-Tyne—Benjamin Gil- 
pin, Esq. 


Newport (Monmouthshire)—Ebene- 
zer Rogers, Esq. 


Norwich—Edward Arnold, Esq. 
Nottingham—Joseph White, Esq. 
Oxford—N evil Story Maskelyne, Esq. 
Plymouth—J. Prideaux, Esq. 
Poritsmouth—W. J. Hay, Esq. 
St. Andrew’s—Dr. G. E. Day, F.R.S. 
St. Helen’s (Lanc.)—James Shanks, 
Esq. 
Shefield—J. W. Slater, Esq. 
Southampton—W. B. Randall, Esq. 
South Shields—John A. Mease, Esq. 
Stockbridge—George Edmondson, 
Esq. 
Swansea—Dr. Thomas Williams. 
Whitehaven—John B. Wilson, Esq 
Winchester—G. Gunner, Esq. 
Wolverhampton—B. Walker, Esq. 
Worcester—W. Perrins, Esq. 
York—W. G. Procter, Esq. 


Liverpool—$ 


UNITED STATES. 
New York—Henry Bailliere, Esq., 290, Broadway. 
Philadelphia—William Procter, jun., Esq. 
Cambridge—John Bartlett, Esq. 
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